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INSTRUCTIONS TO ABSTRACTORS, 


GIVING THE 


NOMENCLATURE AND SYSTEM OF NOTATION 


ADOPTED IN THE ABSTRACTS. 


THE object of the abstracts of chemical papers published elsewhere 
than in the Transactions of the Society is to furnish the Fellows with 
a concise account of the progress of chemical science from month to 
month. It must be understood that as the abstracts are prepared 
for the information of the Fellows in general, they cannot possibly be 
made so full or so detailed as to obviate on the part of those who are 
engaged on special investigations the necessity of consulting the 
original memoirs. 


1. Titles of papers must be given literally. 

2. Before beginning to write the abstract, the whole of the original 
paper must be read, in order that a judgment may be formed of its 
importance and of the scale on which the abstract should be made. 

3. In the case of papers dealing with subjects not strictly chemical, 
the abstract should refer only to matters of chemical interest in the 
original, 

4. The abstract should consist mainly of the expression, in the 
abstractor’s own words, of the substance of the paper. 

5. The abstract should be made as short as is consistent with a 
clear and accurate statement of the author’s results. 

6. A concise statement showing the general trend of the investigation 
should be given at the commencement of those abstracts where the 
nature of the original permits of it. 

7. If an abstract of a paper on the same subject, either by the 
author of the paper abstracted, or by some other author, has already 
appeared, note should, as a rule, be made of this fact. 

8. Matter which has appeared once in the Abstracts is not to be 
abstracted again, a reference being given to the volume in which the 
abstract may be found. 

9. As a rule, details of methods of preparation or analysis, or 
generally speaking of work, are to be omitted, unless such details are 
essential to the understanding of the results, or have some inde- 
pendent value. Further, comparatively unimportant compounds, such 
as the inorganic salts of organic bases or acids, should be mentioned 
quite shortly. On the other hand, data such as melting and boiling 
points, sp. gr., specific rotation, &c., must be given jn every case unless 
recorded in earlier papers. 
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Nomenclature. 


10. Employ names such as sodiwm chloride, potassium sulphate for 
inorganic compounds, and use the terminals ous and ite only in dis. 
tinguishing compounds of different orders derived from the same 
elementary radicle ; such, for instance, as mercurous and mercuric 
chlorides, sulphurous and sulphuric acids. 

11. Term compounds of metallic radicles with the OH-group 
hydroxides and not hydrates, the name hydrate being reserved for com- 
pounds supposed to contain water of combination or crystallisation. 

12. Term salts containing an amount of metal equivalent to the 
displaceable hydrogen of the acid, normal and not neutral salts, and 
assign names such as sodium hydrogen sulphate, disodium hydrogen 
phosphate, &c., to the acid salts. Basic salts as a rule are best desig- 
nated merely by their formulae. 

13. Names in common use for oxides should be employed, for 
example: NO, nitric oxide; CO,, carbon dioxide ; P,O,), phosphoric 
oxide ; As,O,, arsenious oxide ; Fe,0,, ferric oxide. 

14. In open chain compounds, Greek letters must be used to indicate 
the position of a substituent, the letter a being assigned to the first 
carbon atom in the formula, except in the case of CN and CO,H, 
for example, CH,-CH,-CH,°CH,I a-iodobutane, CH,-CH,-CH,°CN 
a-cyanopropane. 

15. Isomeric open chain compounds are most conveniently repre- 
sented as substitution derivatives of the longest carbon chain in the 
formula ; a — 


CH, on AsSon- ‘CH<On Hs o CH, CH, CHMe-CHMe:CH, 
should be termed By- <imetypntan not methylethylzsopropyl- 
methane, and oH CH: CH<0 41 or CH,*CHMe-CHMe-CO0,H 


should be termed ol dimethylbutyric acid, not a88-trimethylpropionic, 
or a-methylisovaleric, or methylisopropylacetic acid. 

16. Use names such as methane, ethane, é&c., for the normal 
parafiins or hydrocarbons of the CyHon,2 series of the form 
CH,°(CH,],°CH,, &c. Term the hydrocarbons C,H, and C,H, ethylene 
and acetylene respectively (not ethene and ethine). Homologues of 
the ethylene series are to be indicated by the suffix -ene, and those of 
the acetylene series, wherever possible, by -imene. Adopt the name 
allene for the hydrocarbon CH,-C:CH,. 

17. Distinguish all hydroxy] derivatives of hydrocarbons by names 
ending in o/. Alcohols should be spoken of as mono-, di-, tri-, or 
n-hydric, according to the number of OH-groups. Compounds which 
are not alcohols, but for which names ending in o/ have been used, 
are to be represented by names ending in ol, if a systematic name 
cannot be given, thus anisole not anisol, indole not indol. Compounds 
such as MeONa, EtONa, &c., should be termed sodium methoxide, 
sodium ethoxide, &c. 

18. The radicles indicated in the name of a compound are to be 


vate for 
in dis. 
) Same 
ercuric 


-group 
r com- 
ion, 
to the 
S, and 
lrogen 
desig- 


1, for 
yhoric 


licate 
» first 
0, H, 
2°CN 
epre- 

the 


pyl- 
0,H 


nic, 
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given in the order fluoro., chloro-, bromo-, iodo-, nitro-, nitroso-, 
amino-, imino-, cyano-, thiocyano-, hydroxy-, keto-. 

19. Compounds analogous to the acids of the lactic series containing 
the OH-group should be termed hydrowy-derivatives, and not oxy-deriva- 
tives ; for example, hydroxyacetic and not oxyacetic acid. Compounds 
containing the analogous groups OEt, OPh, OAc, &c., should in like 
manner be termed ethoxy-, phenoxy-, acetoxy- derivatives. Thus 
a-ethoxypropionic acid, OEt-CHMe:CO,H, instead of ethyl-lactic acid; 
3:4-diethoxybenzoic acid, (OEt),C,H,*CO,H, instead of diethylproto- 
catechuic acid ; and a-acetoxy propionic acid, OAc*CH Me*CO,H, instead 
of acetyl-lactic acid. Terms such as diethylprotocatechuic acid should 
be understood to mean a compound formed by the displacement of 
hydrogen atoms in the hydrocarbon radicle of protocatechuic acid by 
ethyl, thus, C,HEt,(OH),"CO,H, and not C,H,(OEt),-CO,H, just as 
dibromoprotocatechuic acid is understood to be the name of a compound 
of the formula C,HBr,(OH),°CO,H. 

20. The term ether should be restricted to the oxides of hydro- 
carbon radicles and their derivatives, and the esters (so-called com- 
pound ethers or ethereal salts) should be represented by names similar 
to those given to metallic salts. 

21. When a substituent is one of the groups NH,, NHR, NR,, NH or 
NR, its name should end in ino ; for example, B-aminopropionic acid, 
NH,°CH,°CH,°CO,H, f-anilino-acrylic acid, NHPh-CH:CH-CO,H, 
a-iminopropionic acid, NH:CMe-CO,H. 

22. Compounds of the radicle SO,H should, whenever possible, be 
termed sulphonic acids, or failing this, sulpho-compounds ; for example, 
benzenesulphonic acid, sulphobenzoic acid. 

23. Basic substances should invariably be indicated by names 
ending in ine, as aniline instead of anilin, the termination in being 
restricted to certain neutral compounds, viz., glycerides, glucosides, 
bitter principles, and proteins, such as palmitin, amygdalin, albumin. 
The compounds of basic substances with hydrogen chloride, bromide 
or iodide should always receive names ending in ide and not ate, as 
morphine hydrochloride and not morphine hydrochlorate. 

24. The Collective Index, 4th decade (1903-1912) should be adopted 
as the standard of reference on questions of nomenclature not provided 
for in the preceding sections. 


Notation. 


25. In empirical formulae the elements are to be given in the 
order C, H, O, N, Cl, Br, I, F,S, P, and the remainder alphabetically. 
26. Equations should be omitted unless essential to the under- 
standing of the results; as a rule, they should not be written on a 
separate line, but should “run on” with the text. 
27. To economise space, it is desirable : 
(a) That dots should be used instead of dashes in connecting 
contiguous symbols or radicles, whenever this does 
not interfere with the clearness of the formula. 
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(b) That formulae should be shortened by the judicious 
employment of the symbols Me for CH,, Et for 
C,H,, Pre for CH,*CH,°CH,, Pr® for CH(GH,),, Ph 
for © oll Py for C, H, N, Ac for CO°CH,, and Baz for 
CO-C,H 
(c) That formulae should be written in one line whenever 
this can be done without obscuring their meaning. 
28. In representing the constitution of benzene derivatives, the 
relative positions of the radicles in the symbol of benzene should be 
indicated by numerals, instead of by means of the hexagon formula. 
(a) The abbreviations o-, m-, and p-, should be used in place 
of 1: 2- or ortho-, 1 : 3- or meta-, and 1: 4- or para. 
(b) In numbering positions in the case of substitution deriva- 
tives of phenol, aniline, benzonitrile, benzoic acid, 
benzenesulphonic acid, benzaldehyde, and toluene, 
the characteristic radicle of each of these parent 
substances is to be regarded as in position 1 (compare 
Collective Index). 
(c) Names of substitution derivatives should be given in 
such a way that the position of the substituent is 
indicated by a numeral prefixed ; for example :— 


SO,H 
As 


| pe is 2 ; 5-dibromobenzenesulphonic acid ; 
Br 


7 


¢: “a is 3-bromo-o-toluidine-5 sulphonic acid. 
SO, a 


29. In representing the constitution of derivatives of other ‘‘ closed 
chain” hydrocarbons, graphic formulae should not be employed, but 
the system of numbering positions indicated in Richter’s Lexikon der 
Kohlenstoff-Verbindungen (3rd edition, 1910, pp. 14—26) should be 
used, of which the following schemes may be regarded as typical :— 


O 8 NH 
ZN JN oN 
5 2 5 2) 
13 43 i i 
Furan. Thiophen. Pyrrole. 
O Ss NH 
aN A fn 
| 2 \5 "| P | 
le _alN 4_3N 43 


Oxazole. Thiazole. Pyrazole. 


NH N NH 
NAN / JN SWAN, 
2 , 4 ON 5 , 3| 5 : 3| 
Sv bd — 
Purine. * Pyridine, Indole, 


N 
i) one ae. 


on eo A 


Naphthalene. Quinoline. tsoQuinoline. 
fe 10\. 

yrs ee a! 

| | | | 

SSABAY CE, 

/ 

Anthracene. Phenanthrene. 

vy fay ZO0AYS —fN\/) 

| | | 


\6 

Ve s 3 °., «6B, | ol 
Ww ON Wee NN 
Diphenyl. 8B-Dinaphthy]l, 


Manuscript. 


30. In view of the difficulty of dealing with MSS. of widely varying 
sizes, abstracts cannot be accepted unless written on quarto paper 
(10 x 8 in.). 

31. Not more than one abstract must appear on a sheet. 

32. When an abstract exceeds a sheet in length, the sheets must be 
fastened together by means of gum at the top left-hand corner. 

33. The name of the abstractor must be written diagonally at the 
top left-hand corner of the first sheet of the abstract. 


Proofs. 


34. Abstractors are expected to read and correct proofs carefully, 


and to check all formulae and figures against MSS. 
35. All proofs, however small, must be returned to the Sub-Editor 


not later than 24 hours after receipt from the printers. 


*,* The Editor’s decision, in all matters connected with the 
Abstracts, must be considered final. 


* This numbering, proposed originally by E. Fischer, is adopted in the text of the 
Lexikon. 


INTERNATIONAL PHYSICO-CHEMICAL SYMBOLS. 


Inst of Symbols Recommended by the Working Committee of the {Tempe 


International Commission for the Unification of Physico-chemical 


Symbols (1914). [See Trans., 1921, 119, 502—512.] 


1. Mathematical Symbols. 


| Usual 
symbol. 
Base of natural (N erry aamentesisand test | 
Diameter ...... ealein 
Radius one eseantee 
Ratio of circumference to diameter | pases 
Summation.. pivaveadeieineaseveseaaelcdé 
Variation ..... 1h MSS ae 
Total differential. inetes 
Partial differential 


STROMA RAO 


2. Universal Constants. 


Acceleration due to gravity... 

Mechanical equivalent of heat 

Avogadro’s constant [number of molecules 
in 1 gram-molecule sence 

Gas constant per mole .. 

Faraday’s constant (number. of coulombs 
per gram-equivalent of an rey seieenes 

Charge on an electron ............seseeseeee 


ey BRS wa 


3. General Physics and Chemistry. 


Sn schieserw bolaihsabecebiinesinempuedaaneen. | 
MEN onion dcacosousienwoisisasds sebsonsecmisessanrdes t 
Volume ....... seieveteped es v, V 
Density (mass per unit ‘volume) — SS AEE d 
BIN ye cdots oncirsdventusiinvccsseseeeaseoieneeene p, P 
PUNE © s5inciiceicecabesve cocsvadeseeapieate c,C 
Mole fraction . — | x 
Critical constants : pressure, volume, ‘tem- | Dey Vo 
perature (centigrade), temperature | te, T'. 
(absolute), density intsconogpeeaeete. | d, 
Reduced quantities: pressure, volume, |\ f P,, % 
temperature, density ; Sceiia rp Lp 
van der Waals’s constants ...........ececceeeee a, b 
EE sogsnecngsessecunesese p 
Viscosity pease opaveuadensdbsuenaeiavlegseeree n 
IN NIE oy 5 Sinidvvsencdsbindincabtevebpeet Y 
PRETUBION COGMIGIONE. .....05.000c00ccscccscescccovecs A 
PEED isaionsckdue-covedescener nes peeiiiien A 
Molecular weight ... M 


Velocity coefficient of reaction cmeetitaee k 
Equilibrium MEE secre ncs cpeask soveeendanuonee K, (Ke, Kp) 
van’t Hoff coefficient ..... 4 
Degree . ne n (electrolytic, t ‘thermal, 

ete seonseoee a 


Alternative 
symbol. 


Tempe 


Ni 


eet Or 


f the 
mical 


ve 
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4. Heat and Thermodynamics. 


Temperature (centigrade)  .........seeeeeeeeees 
Temperature (absolute) .......secceseeeeeeeeeee 
Critical temperature Reviesecseueesteuesns 
Reduced temperature .........ccccceccccceceses 
Critical solution temperature ...............0+ 
Quantity of heat iawaeaee 

Entropy .- noundsediese ses seensebounsases' 
Specific I nina Ahad daitnatsiaisseischids 
Specific heat at constant pressure. seesovecces 
Specific heat at constant volume io 
Ratio of specific heats, cy : cr SoUaveaceenceees 
Molecular heat ...........0+ 


Molecular heat at constant pressure ipacoaee 
Molecular heat at constant volume ......... 


Latent heat Por BEAM ..s02scccseccsccacsecesece 
Latent heat per mole ...... 
Maximum work (diminution ‘of free energy) 


5. Optics. 


Wave-length of light 

Refractive index ...... 

Specific refractive power ‘(Gladstone ‘and 
Dale) .... 

Specific refractive power ‘(Lorentz ‘and 
Lorenz) Sou daues wor sbbupesarneueesere 


Molecular refractive power ..........ssssesseees 


Angle of optical rotation ..........s.sseseeseeees 
Specific rotatory power 

Molecular rotatory power 

Specific magnetic rotation Suebeep es 
Molecular magnetic rotation ..........s.s006 


A 
n 


T@, Gan 


TL, an 
Re, Ry, 


[Re], [Ri], 


[a} 
M{a] 
[w] 
Mio] 


6. Electricity and Magnetism. 


Quantity of ees. Kelsedee 
IG SIUM is ccwstinssdes concnkeineesssiicoves 
Resistance ... anak 

Electromotive force ...... 

Electrode potential, or discharge potential 
of an ion , 

Electrode potential referred to the ‘normal 
hydrogen or normal] calomel electrode 
respectively, the potential of which is 
RE FIG aos cosnroenscssctd tutes veenddctes 

Normal potential, 7.e., the electrode poten- 
tial referred to the normal hydrogen or 
normal calomel electrode respectively, 
when the solution ‘is molecular-normal 
in respect of all participating sub- 
stances and ions of variable concentra- 
ae eee cee cce cee ccccceccsceccces 

Dielectric constant _ nee 

Conductivity (specific conductance) . 

Equivalent conductivity ....... 

Equivalent conductivity at different dilu- 
tions—volumes in litres containing 
1 gram-equivalent ..........0sseeeecee eee 


Sao 


& 


7 77 
F,, EZ, 


oZn, oZe 


Ayo» Avy Ag 


Alternative 
symbol. 
6 


Ny 


Ehy € 


ofh, of 
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6. Hlectricity and Magnetism—(continued). 


Usual | Alternative 
symbol. | symbol. 
Equivalent conductivity of kation and 
of anion ...... Ag, Ag 
Equivalent conductivity ‘of specified i ions.. Ax: Acy 
Molecular conductivity ...... m 
Velocity of kation and of anion in om. / sec. 
when the potential gradient is 1 volt 
percm. ... U,, U, 
Transport number of ation ‘and of. anion . Nz, Ng 
Magnetic permeability .. jadengeaeteaneenee m 
Magnetic susceptibility _ iiececvewadpunetioameee K 
List of Symbols, Arranged Alphabetically. 
Symbol Name of quantity. 
A Atomic weight; maximum work. 
a Van der Waals’s constant. 
b Van der Waals’s constant. 
C Concentration; molecular heat. 
c Concentration; specific heat. 

Cy, O, Molecular heat at constant pressure, and at constant 
volume. 

Cy, Cy Specific heat at constant pressure, and at constant volume. 

D Alternative symbol for density. 

d Diameter; total differential; density. 

d; Critical density. 

d Reduced density. 

E Electromotive force; electrode potential. 

e Base of Napierian logarithms; charge on an electron. 

E,, EL, Electrode potential referred to the normal hydrogen or the 
normal calomel electrode, respectively, the potential 
of which is taken as zero. 

oL ny oHe Normal potential, that is, the electrode potential referred to 

the normal hydrogen or the normal calomel electrode 
respectively, when the solution is molecular-normal in 
respect of all participating substances and ions of 
variable concentration. 

F Faraday’s constant (number of coulombs per gram-equiv- 
alent of an ion). 

qg Acceleration due to gravity. 

h Height. 

I Current. 

a Van’t Hoff’s coefficient. 

J Mechanical equivalent of heat. 

K Equilibrium constant. 

K,, K, Equilibrium constant, when molar concentrations and 

partial pressures respectively are employed. 
k Velocity coefficient of reaction. 
L Latent heat per mole. 
L Length; latent heat per gram. 
M Molecular weight. 
M{[a] Molecular rotatory power. 
M{w] Molecular magnetic rotatory power. 
m Mass. 
N Avogadro’s constant (Loschmidt’s number) or number of 
molecules in 1 gram-molecule. 
n Refractive index. 


Sy 


jive 


nt 
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List of Symbols, Arranged Alphabetically—(continued). 


Symbol. 


Ng, Ne 


ofhs ofe 


n 
6 


K 


A 
Ayo» Ap, oo 


Ag, Aa 


S AMAT > 


e 
— all 


Name of quantity. 
Transport number of kation and of anion. 


| Refractive index (alternative symbol). 
| Pressure. 

| Pressure. 

| Critical pressure : reduced pressure. 


Quantity of heat; quantity of electricity. 

Gas constant per mole; electrical resistance. 

Molecular refractive power, according to Gladstone and 
Dale, and to Lorentz and Lorenz respectively. 

Radius. 

Specific refractive power according to Gladstone and Dale, 
and to Lorentz and Lorenz respectively. 

Entropy. 

Absolute temperature. 

Critical temperature (on the absolute scale). 

Reduced temperature (absolute). 

Critical solution temperature (absolute). 

Time; temperature (centigrade). 

Critical temperature (centigrade). 

Critical solution temperature (centigrade). 

Reduced temperature (centigrade). 

Velocity of kation and of anion in cm./sec. when the poten- 
tial gradient is 1 volt per cm. 

Volume. 

Volume. 

Critical volume : reduced volume. 

Electrical resistance (alternative symbol). 

Mole fraction. 

Degree of dissociation (electrolytic, thermal, etc.); angle 
of optical rotation. 

Specific rotatory power. 

Surface tension; ratio of specific heats. 

Diffusion coefficient. 

Variation. 

Partial differential. 

Electrode potential (alternative symbol) ; 
stant. 

Electrode potential referred to the normal hydrogen or the 
normal calomel electrode respectively, the potential of 
which is taken as zero (alternative symbols). 

Normal potential, that is, the electrode potential referred to 
the normal hydrogen or the normal calomel electrode 
respectively, when the solution is molecular-normal in 
respect of all participating substances and ions of 
variable concentration (alternative symbols). 

Viscosity. 

Temperature (centigrade), (alternative symbol). 

Specific conductance (conductivity); magnetic suscepti- 
bility. 

Equivalent conductivity. 

Equivalent conductivity at different dilutions (volumes in 
litres containing 1 gram-equivalent). 

Equivalent conductivity of kation and of anion. 

Wave-length of light. 

Molecular conductivity ; magnetic permeability 

Ratio of circumference to diameter. 

Summation. 

Surface tension (alternative symbol). 

Fluidity. 

Specific magnetic rotation. 


dielectric con- 
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JOURNALS FROM WHICH ABSTRACTS ARE MADE. 


The following is a list of Journals from which abstracts are mae (directly or 
indirectly) by the Chemical Society and the Society of Chemical Industry, 


The abbreviated titles 


printed in italics represent Journals abstracted by the 


Chemical Society, those priuted in roman type being abstracted by the Society 


of Chemical Industry. 


Of the former Journals those indicated by an asterisk 


are also abstracted by the Society of Chemical Industry. 


ABBREVIATED TITLE. 
Abh. Bihm. Akad. . ‘ 
Abh. Deut Naturwiss. Med. 

Ver. Bohmen. 

Acta. Sci. Fennicae 
Agric. Bull. F. M. 8. 
Agric. J. India . : ‘ 
Agric. Res. Inst., Pusa Rep. 
(Bull. ) 
Allgem. Z. Bierbrau. u. 
Malzfabr. 
Amer. J. Bot. . : 
Amer. J. Dis. Children 
Amer. J. Pharm. 
Amer. J. Physiol. 
Amer, J. Publ. Health 
*Amer. J. Sci. 
Amer. Min. ‘ ‘ 
Anal. Asoc. Quim. Argentina 
Anal. Fis. Quim. 
* Analyst 
Annalen 
Ann. Bot. 
Ann. di Bot. 
Ann. Chim. ‘ ‘ 
*Ann. Chim. Analyt. 
Ann. Falsif. d ; : 
Ann. hyg. pub. med. legale. 
Ann. Inst. Pasteur 
Ann. Physik . 
Ann. Physique . ‘ . 
Ann. R. Staz. Chim. Agrar. 
Sperim. 
Ann. sci. Univ. Jassy 
Ann. Soc. Geol. Belg.: Publ. 
rel. au Congo Belge 
Apoth. Zeit. . ° ° 
Arb. Gebiet. Physik, Math. 
Chem. 
Arch, Entw.-mech. Org. 
Arch. expt. Path. Pharm. . 


Arch. Farm. sperin. Sci. aff. 


JOURNAL. 
Abhandlungen der Bohmischen Akademie. 
Abhandlungen der Deutschen Naturwissenschaftlichen 
und Medizinischen Verein, Bohmen. 
Acta Societatis Scientiarum Fennicae. 
Agricultural Bulletin of the Federated Malay States. 
Agricultural Journal of India. 
Agricultural Research Institute, Pusa, Report and 
Bulletins. 
Allgemeine Zeitschrift fiir Bierbrauerei und Malz- 
fabrikation. 
American Journal of Botany. 
American Journal of Diseases of Children. 
American Journal of Pharmacy. 
American Journal of Physiology. 
American Journal of Public Health. 
American Journal of Science. 
American Mineralogist. 
Anales de la Asociacién Quimica Argentina. 
Anales de la Sociedad Espaiiola de Fisica y Quimica. 
Analyst. 
Justus Liebig’s Annalen der Chemie. 
Annals of Botany. 
Annali di Botanica. 
Annales de Chimie. 
Annales de Chimie Analytique et de Chimie Appliquée. 
Annales des Falsifications. 
Annales d’bygiéne publique et de médicine légale. 
Annales de l'Institut Pasteur. 
Annalen der Physik. 
Annales de Physique. 
Annali della R. Stazione Chimico Agraria Sperimen- 
tale di Roma. 
Annales scientifiques de ]’Université de Jassy. 
Annales de la Société géologique de Belgique: Publi- 
cations relatives au Congo Belge. 
Apotheker-Zeitung. 
Arbeiten aus dem Gebiete der Physik, Mathematik 
und Chemie. 
Archiv fiir Entwicklungsmechanik der Organismen. 
Archiv fiir experimentelle Pathologie und Pharma- 
kologie. 
Archivio di Farmacologia sperimentale e Scienze affini. 


ABBI 
Arch. F 
Arch. I 
Arch. 
Arch. A 
Arch. J 


Arch, J 


*Arch. 
Arch. } 
Arch. > 


Arkiv 
Astror 
* Atti 

Atti B 
Atti B 


Aust. 
Beitr. 
Berg. 
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ABBREVIATED TITLE. 
Arch. Fisiol. 
Arch. Int. Med. 
Arch. ital. Biol. ; 
Arch. Med. Pharm. milit. . 
Arch. Néerland. . ‘ 


Arch, Néerland. physiol. 


*Arch. Pharm. . 
Arch. Sci. phys. nat. 
Arch. Suikerind. Ned. Lnilie 


Arkiv Kem. Min. Geol. 
Astrophys. J. . 

*4tti R. Accad. Lincei 
Atti R. Accad. Sci. Torino 
Atti R. Ist. Veneto Sci. 


Aust. Pharm. Notes . 

Beitr. Min. Japan. 

Berg. Hiittenm. Rundsch. 

*Ber. ‘ ‘ 

Ber. Deut. bot. Ges. 

*Ber. Deut. pharm. Ges. . 

Ber. Oberhess. Ges. Natur. 
Heilkunde. 

Ber. Ohara Inst. landw. 
Forsch. 

Ber. Stichs. Akad. Wiss. 


Berlin. Klin. Woch. . 

*Bied. Zentr. ; 

*Biochem. J. 

*Biochem. Z. 

Bi. of Trade J. ‘ 

Bol. Acad. Nac. Ciencias, 
Cordoba. 

*Boll. Chim. farm. 

Boll. Soc. Geol. Ital. 

Boll. Soc. Med. ‘Chirurg, 

Bot. Centr. 

Bot. Gaz. 

Brass. Malt. 

Brau- u. Malzind. 

Braunkohle ; 

* Brennstoff-Chem. 

Brewers’ J. ‘ 

Brit. J. Phot. 

Brit. Med. J. 

Brit. Pat. 

Buletinul Chim. . 

Bul. Soc. Chim. Romdnia . 

Bul. Soc. Romane Stiin. 

Bull. Acad. roy. Belg. 


Bull. Acad. Sci. Roumaine 
Bull, Assoc Chim. Sucr. 


JOURNAL, 

Archivio di Fisiologia. 

The Archives of Internal Medicine. 

Archives italiennes de Biologie. 

Archives de Médicine et de Pharmacie militaires. 

Archives Néerlandaises de sciences exactes et natu- 
relles 

Archives Néerlandaises de piysiologie de homme et 
des animaux. 

Archiv der Pharmazie. 

Archives des Sciences physiques et naturelles. 

Archief voor de Suikerindustrie in Nederlandsch- 
Indié. 

Arkiv for Kemi, Mineralogi och Geologi. 

Astrophytical Journal. 

Atti della Reale Accademia Nazionale dei Lincei. 

Atti della Reale Accademia delle Scienze di Torino. 

Atti del Reale Istituto Veneto di Scienze, Lettere ed 
Arti. 

Australian Pharmaceutical Notes and News 

Beitriige zur Mineralogie von Japan. 

Berg- und Hiittenmannisches Rundschau. 

Berichte der Deutschen chemischen Gesellschaft. 

Berichte der Deutschen botanischen Gesellschaft. 

Berichte der Deutschen pharmazeutischen Gesellschaft. 

Berichte der Oberhessischen Gesellschaft fiir Natur- 
und Heilkunde zu Giessen. 

Berichte des Ohara Instituts fiir landwirtschaftliche 
Forschungen 

Berichte iiber die Verhandlungen der Siichsischen 
Akademie der Wissenschaften 2u Leipzig. 

Berliner Klinische Wochenschrift. 

Biedermann’s Zentralblatt. 

Biochemical Journal. 

Biochemische Zeitschrift. 

Board of Trade Journal. 

Boletin de la Academia Nacivnal des Ciencias, Cordoba. 


Bolletino Chimico farmaceutico. 

Bolletino della Societaé Geologica Italiana. 

Bolletino della Societa Medico-Chirurgica, Pavia. 

Botanisches Centralblatt. 

Botanical Gazette. 

Brasserie et Malterie. 

Brau- u. Malzindustrie. 

Braunkohle. 

Brennstoff-Chemie. 

Brewers’ Journal. 

British Journal of Photography. 

British Medical Journal. 

British Patent. 

Buletinul Chimie. 

Buletinul Societitei de Chimie din Romania. 

Buletinul Societatii Romane de Stiinte. 

Academie royale de Belgique—Bulletin de la Classe 
des Sciences. 

Bulletin de la Section Scientifique de 1l’Académie 
Roumaine. 

Bulletin de |’Association des Chimistes de Sucrerie et 
de Distillerie. 
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ABBREVIATED TITLE. 
Bull. Bureau of Standards 
(U.S.A.). 
Bull. Com. Géol. Finlande. 


Bull. Forest Exp. Stat. 
Meguro. 
Bull. gén. Thérap. 


Bull. Geol. @ Alsace. . 


Bull. Geol. Inst. Univ. Up- 
sala. 

Bull. Geol. Soc. Amer. } 

Bull. Geol. Survey, U.S.A. 

Bull. Geol. Survey, West 
Australia. 

Bull. Imp. Inst. . 

Bull. Indian Ind. Lab. . 

Bull. Johns Hopkins Hos- 
ital. 

Bull. School Mines anl 
Met., Univ. Missouri 

Bull. Sci. Pharmacol. 

* Bull. Soc. chim. 5 

* Bull. Soc. chim. Belg. 

Bull. Soc. Chim. biol. 

Bull. Soc. d’Encour. . 


Bull. Soc. frang. Min. 
Bull. Soc. Frang. Phot. 
Bull. Soc. Ind. Mulhouse 
Bull. Soc. Ind. Nord. 


Bull. Soc. Oural. Sci. Nat. 
Bull. Soc. Pharm. Bordeaux 
Bull. Wellcome Trop.Res. Lab. 


Cairo Sci. J. ‘ ‘ ; 
Canada Dept. Mines Publ. . 
*Canadian Chem. Met. 
Canadian Med. Assoc. J. 
Caoutchouc et Gutta-Percha 
Casopis. Math. Fysiky 
Cellulosechem. : 
*Centr. Bakt. Par. 


Centr. Min. 


Ch. of Comm. J. 
Chem. App. 
Chem. Erde 
Chem. Ind. 
Chem. Listy 


*Chem. and Met. Eng. 
*Chem. News 
Chem. Trade J.. 


JOURNAL. 
Bulletin of the Bureau of Standards (U.S.A.). 


Bulletin de la Commission Géologique de Fin. 
lande. 
Bulletin of the Forest Experiment Station, Meguro, 


Tokyo. 

Bulletin général de Thérapeutique médicale, chir- 
urgicale, obstétricale. 

Bulletin du Service de la Carte Geologique d'Alsace et 
de Lorraine. 

Bulletin of the Geological Institution of the University 
of Upsala. 

Bulletin of the Geological Society of America. 

Bulletin of the U.S. Geological Survey. 

Balletin of the Geological Survey, West Australia. 


Bulletin of the Imperial Institute. 
Bulletin of Indian Industries and Labour. 
Bulletin of the Johns Hopkins Hospital. 


Bulletin of the School of Mines and Metallurgy, 
University of Missouri. 
Bulletin des Sciences l’harmacologiques. 
Bulletin de la Société chimique de France. 
Bulletin de la Société chimique de Belgique. 
Bulletin de la Société de Chimie biologique. 
Bulletin de la Société d’Encouragement pour 1’In- 
dustrie Nationale. 
Bulletin de la Société frangaise de Minéralogie. 
Bulletin de la Société Francaise de Photographie. 
Bulletin de la Société Industrielle de Mulhouse. 
Bulletin de la Société Industrielle du Nord de la 
France, 
Bulletin de la Société Ouralienne des Amateurs des 
Sciences Naturelles 4 Catherineberg. 
Bulletin des Travaux de la Société de Pharmacie de 
Bordeaux. 
Bulletin of the Wellcome Tropical Research Labora- 
tory. 
Cairo Scientific Journal. 
Canada Department of Mines Publications. 
Canadian Chemistry and Metallurgy. 
Canadian Medical Association Journal. 
Le Caoutchouc et le Gutta-Percha, 
Casopis pro péstovani Mathematiky a Fysiky. 
Cellulosechemie. 
Centralblatt fiir Bakteriologie, Parasitenkunde und 
Infektionskrankheiten. 
eae Hy fiir Mineralogie, Geologie und Paliionto- 
ogie. 
Chamber of Commerce Journal. 
Chemische Apparatur. 
Chemie der Erde. 
Chemische Industrie. 
Chemiecké Listy pro Védu a Pramysl. Organ de la 
‘*Ceskd chemicka Spoleénost pro Védu a Primysl.”’ 
Chemical and Metallurgical Engineering. 
Chemical News. 
Chemica] Trade Journal. 


ABI 
Chem. 


*Chem 
*Chem 
*Chem 
Chem. 
*Chem 
Colleg 
*Comy 


Compt 


Comp 
Car 
Dp. R. 
Dept. 
Bu 
Deut. 
Econ. 
Econ 
Engi 
Eng. 
Expe 
Farb 
Fern 
Feue 
F lor: 
Fold 
Fr. . 
Gas 
Gas 
*Ga. 
Geol 
Geol 
Gerl 
*% 
Gur 
Ha 
Ha 
I 
He 
Hel 
Ina 


Inc 


Fin. 
eguro, 


chir- 


ice et 


Tsity 


"BY 


In- 


ABBREVIATED TITLE. 
Chem. Umschau 


*Chem. Weekblad 
*Chem. Ztq. 
*Chem. Zentr. 
Chem. and Drug. 
*0hem. et Ind. 
Collegium . 
*Compt. rend. 


Compt. rend. Soc. Bivl. 


Comptes rend. Trav. Lab. 


Carlsberg 

2» Ae 

Dept. Chem. S. Australia, 
Bull. 

Deut. med. Woch. 

Feon. Geol. . 


Econ. Proc. Roy. Dubl. Soc. 


Engineering ‘ 
Eng. and Min. J. 
Exper. Stat. Rec. 
Farben-Ztg. 
Fermentforsch. 
Feuerungstechnik 
Flora 

Féldtani Kozliny y 
= ae 

Gas J. . 

Gas World . 
*Gazztta . , 
Geol. For. Forh. 
Geol. Mag. . 

Gerber ; 
*Giorn. Chim, Ind. Appl. 
Gummi-Ztg. 
Handi, Visft. Nat. 


Hawaii Agric. Exp. Stat. 


Bull. 
Heart . 
Helv. Chim. Ada. 
Indian J. Med. Res. 
India-rubber J. . 


Int. Rev. Sci. Pract. Agric. 


Int. Suga 

Iron z= ‘Inst. Carnegie 
Schol. Mem. 

Jahrb. Geol Reichsanst. 

Jahrb. Min. 


Jahrb. Min. Beil.-Bad. 


Jahrb. Radioaktiv. » Elek- 


trontk. 
Jahrb. wiss. Bot. . 


Jahresber. Ges. vaterl 4 


Kultur. 


JOURNALS FROM WHICH ABSTRACTS ARE MADE, 


JOURNAL. 

Chemische Umschau auf dem Gebiete der Fette, Oele, 
Wachse, und Harze. 

Chemisch Weekblad. 

Chemiker-Zeitung. 

Chemisches Zentralblatt. 

Chemist and Druggist. 

Chimie et Industrie. 

Collegium. 

Comptes rendns hebdomadaires des Séances de 1’Aca- 
démie des Sciences. 

Comptes rendus hebdomadaires de Séances de la Société 
de Biologie. 

Comptes rendus des Travaux du Laboratoire Carls- 
berg. 

Deutsches Reichs-Patent. 

Department of Chemistry, South Australia, Bulletins. 


Deutsche medizinische Wochenschrift. 

Economic Geology. 

Economic Proceedings of the Royal Dublin Society. 
Engineering. 

Engineering and Mining Journal. 

Experiment Station Record. 

Farben-Zeitung. 

Fermentforschung. 

Feuerungstechnik. 

Flora. 

Foéldtani Kozlony. 

French Patent. 

Gas Journal. 

Gas World. 

Gazzetta chimica italiana. 

Geologiska Féreningens i Stockholm Forhandlingar. 
Geological Magazine. 

Gerber. 
Giornale di Chimica Industriale ed Applicata. 
Gummi-Zvitung. 

Handelingen van het Vijftende Natuur. 

Hawaii Agricultural Experiment Station Bulletins. 


Heart. 

Helvetica Chimica Acta. 

Indian Journal of Medical Research. 

India-rubber Juurnal. 

International Review of the Science and Practice of 
Agriculture. 

International Sugar Journal. 

Iron and Steel Institute, Carnegie Scholarship 
Memoirs. 

Jahrbuch der geologischen Reichsanstalt. 

Neues Jahrbuch fiir Mineralogie, Geologie und 
Paliontologie. 

Neues Jahrbuch fiir Mineralogie, Geologie und Palae- 
ontologie, Beilage-Band. 

Jahrbuch der Radioaktivitiit und Elektronik. 


Jahrbuch fiir wissenschaftliche Botanik. 
Jahresbericht der schlesischen Gesellschaft fiir vater- 
landische Kultur. 
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ABBREVIATED TITLE. 


Jernk. Ann. 
*J. Agric. Res. . 
*J, Agric. Sci. 


J. Amer. Ceram. Soc. . 
* J. Amer. Chem. Soc. 


J. Amer. Leather 
Assoc. 


J. Amer. Med. Assoc. 
J. Assoc. Off. Agric. 


*J. Biol. Chem. . 
J. Canad. Min. Inst. 


J. Chem. Ind. Tokyo . ‘ 
J. Chem. Met. Soc. 8S. Africa 


J. Chem. Soc. Japan. 


J. Chim. physique 


J. Coll. Agric. Hokkaido 
J, Cull. Agric. Tokyo. 
J. Coll. Eng. Tokyo . 


*J. Coll. Sci. Tokyo 


J. Exp. Med. 

*J, Franklin Inst. 
J. Gasbeleucht. . 
J. gen. Physiol. 

J. Genetics . 

J. Geol. 

J. Geol. Soc. Tokyo 


J. Hygiene . 


*J. Ind. Eng. Chem. : 


J. Indian Ind. Lab. 


*J, Indian Inst. Sci. ; 


J. Inst. Brewing 
J. Inst. Metals 


J. Inst. Petroleum Tec hi, 


J. Iron and Steel Inst. 


J. Landw. 


JOURNAL. 
Jern-kontorets Annaler. 
Journal of Agricultural Research. 
Journal of Agricultural Science. 
Journal of the American Ceramic Society. 
Journal of the American Chemical Society. 
Journal of the American Leather Chemists’ Associa. 
tion. 
Journal of the American Medical Association. 
Journal of the Association of Official Agricultural 
Chemists. 
Journal of Biological Chemistry. 
Journal of the Canadian Mining Institute. 
See Kogy6-K wagaku-Zasshi. 
Journal of the Chemical, Metallurgical, and Mining 
Society of South Africa. 
Journal of the Chemical Society of Japan. 
Kwagaku Kwai Shi.) 
Journal de Chimie physique. 
Journal of the Uollege of Agriculture, Hokkaido Impe- 
rial University, Japan. 
Journal of the College of Agriculture, Imperial Uni- 
versity of Tokyo, Japan. 
Journal of the College of Engineering, 
versity of Tokyo, 
Journal of the College of Science, Imperial University 
of Tokyo. 
Journal of Ex; erimental Medicine. 
Journal of the Franklin Iustitute. 
Journal fiir Gasbeleuchtung und Wasserversorgung. 
Journal of general Physiology. 
Journal of Genetics. 
Journal of Geology. 
Chishitsugaku Zasshi (Journal of the Geological 
Society of Tokyo). 
Journal of Hygiene. 
Journal of Industrial and Engineering Chemistry. 
Journal of Indian Industries and Labour. 
Journal of the Indian Institute of Science. 
Journal of the Institute of Brewing. 
Journal of the Institute of Metals. 
Journal of the Institution of Petroleum Technolo- 
gists. 
Journal of the Iron and Steel Institute. 
Journal fiir Landwirtschaft. 


(Nippon 


Imperial Uni- 


J. Marine Biol. Assoc. U.K. Journal of the Marine Biological Association of the 


J. Med. Res. 

J. Min. Agric. 

J. Path. Bact. 

J. Opt. Soc. Amer. 
*J. Pharm. Chim. 


J. Pharm. Expt. Ther. 


J. Pharm. Soc. Japan 


*J. Physical Chem. 
J. Physiol. . 


J. Physiol. Path. gen. ‘ 


J. Phys, Radium 


United Kingdom. 

Journal of Medical Research. 

Journal of the Ministry of Agriculture. 

Journal of Pathology and Bacteriology. 

Journal of the Optical Society of America. 

Journal de Pharmacie et de Chimie. 

Journal of Pharmacology and Experimental Thera- 
peutics. 


Journal of. the Pharmaceutical Society of Japan 


(Yakugakuzasshi). 
Journal of Physical Chemistry. 
Journal of Physiology. 
Journal de Physiologie et de Pathologie générale. 
Journal de Physique et le Radium. 


AB 
J, pr 
J. Pro 


J. Ro} 
J. Roi 
J, Ro: 


8S0Cia- 


tural 


ining 
ppon 
mpe- 
Uni- 
Uni- 


sity 


ical 
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ABBREVIATED TITLE. 


*J, pr. Chem. . 
J. Proc. Asiatic Soc. Bengal. 


J. Roy. Agric. Soc. ; 

J. Roy. Army Med. Corps . 

J, Roy. Hort. Soc... 2 

J. Roy. Soc. New South 
Wales. 

J. Roy. Soc. West Australia 

*J, Russ. Phys. Chem. Soc. 


J. Scot. Met. Soc. 

J. Soc. Arts ‘ 

J. Soc. Dyers and Col. ; 

J. Soc. Leather Trades Chem. 

J. Soc. Glass Technology 

J. S. African Assoc. Anal, 

Chem. 

Changed 1922 to 

J. S. African Chem. Inst. 

J. Textile Inst. . 

J. Usines Gaz 

J. Washington Acad. Sci. 

J. West Scotland Iron Steel 
Inst. 

K. Svenska Akad. 
Handi. 

Kentucky Exp. Stat. Bull. 

Keram. Rundsch. 

Kew Ball. 

Kogy6-Kwagaku- Zasshi (J. ° 
Chem. Ind. Japan). 

* Kolloid Z. . 

*Koll. Chem. Beihefle 

Kosmos ; 

Kiihn- Archiv 

Kunststoffe 

Lancet 

Landw. Jahrb. 

Landw. Versuchs. Stat. 

Leather Trades Rev. 

Louisiana Bull. 

Louisiana Planter 

Lunds, Univ. Arsskr. . 

Math. és Termés. Ert. 


Vet. 


Medd. K. Vetenskapsakad. 
Nobel-Inst. 

Medd. on Grinland . ‘ 

Med. Genees. Lab. Weltevre- 
den. 

Med. Chron. 

Med. Klinik ‘ 

Mem. Accad. Linceti 

Mem. Accad. Sci. Torino 

Mem. Coll. Sci. Kyoté 


Mem. Coll. Sei. and Eng. 
Kyoto Imp. Univ. 
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JOURNAL. 

Journal fiir praktische Chemie. 

Journal and Proceedings of the Asiatic Society of 
Bengal. 

Journal of the Royal Agricultural Society. 

Journal of the Royal Army Medical Corps. 

Journal of the Royal Horticultural Society. 

Journal and Proceedings of the Royal Society of New 
South Wales. 


Journal of the Royal Society of West Australia. 


Journal of the Physical and Chemical Society of 
Russia. 

Journal of the Scottish Meteorological Society. 

Journal of the Royal Society of Arts. 

Journal of the Society of Dyers and Colourists. 

Journal of the Society of Leather Trades Chemists. 

Journal of the Society of Glass Technology. 

Journal of the South African Association of Analytical 
Chemists. 


Journal of the South African Chemical Institute. 
Journal of the Textile Institute. 

Journal des Usines & Gaz. 

Journal of the Washington Academy of Science. 


Journal of the West of Scotland lion and Steel 
Institute. 
Kongliga Svenska Vetenskaps Akademiens Hand- 


lingar. 

Kentucky Experimental Station, Bulletin. 

Keramisch Rundschau. 

Kew Bulletin. 

Kogy6-Kwagaku- Zasshi (Journal of Chemical Industry, 
Japan). 

Kolloid Zeitschrift. 

Kolloid-chemische Beihefte. 

Kosmos (Lemberg). 

Kiihn-Archiv. 

Kunststoffe. 

The Lancet. 

Landwirtschaftliche Jahrbiicher. 

Die landwirtschaftlichen Versuchs-Stationen. 

Leather Trades Review. 

Louisiana Bulletin. 

Louisiava Planter. 

Lunds Universitets Ars-skrift. 

Mathematikai és Természettudomanyi Ertesité, Buda 


pest. 
Meddelanden fran Kongl- Vetenskapsakademiens Nobel- 
Institut. 


Meddelser on Grénland. 

Mededeelingen uit het Geneeskundig Laboratorium te 
Weltevreden. 

Medical Chronicle. 

Medizinische Klinik. 

Memorie de!la Reale Accademia dei Lincei. 

Memorie della Reale Accademia delle Scienze di Torino. 

Memoirs of the College of Science, Kydté Imperial 
University. 

Memoirs of the College of Science and Engineering, 
Kyotd Imperial University. 
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ABBREVIATED TITLE. 


Mem. Dept. Agric. India . 
Mem. Manchester Phil. Soc. 


Mem. Soc. Ing. Civ. . 


Mem. Soc. Toscana Sci. Nat. 


Metall u. Erz . 
Metrop. Water Bd. Rep. 
Milch. Zentr. . 

Min. Mag.. 


Mitt. Materialpriif. 
Mitt. med. Ges. Tokyo 


Mitt. Naturforsch. Ges. 
Halle. 

Mitt. Path. Inst. K. Univ. 
Japan. 


* Monatsh. . 


Monatsh. Math. Physik 
*Mon. Sci. 


Month. Not. Roy. Astr. Soc. 


Miinch. med. Woch. . 

Nachr. Ges. Wiss. 
tingen. 

Nature 

Naturwiss. A 

Naturw. Radsch. . 


New York Agr. Expt. Sta. 


Bull. 

New Zealand Dominion 
Laby. Rept. 

New Zealand Jnl. of Science 
and Technology 

Nippon Kwagaku Kwai Shi 
(J. Chem. Soc. Japan). 

Nova Acta Soc. Sci. 

Nuovo Cim. 

Ofvers. Finska Ve et. Soe. 


*Oesterr. Chem.-Zeit. . 

Oil and Colour Trades J. 
Oil, Paint, and Drug Rep. . 
Oversigt Danske Vid. Sclsk. 


Paper . 

Papierfabr. , 
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PART I. 


Organic Chemistry. 


The Oscillation of Physical Constants in Homologous 
Series. HERMANN Pauty (Z. anorg. Chem., 1921, 119, 271— 
291).—The theories put forward by Tammann (A., 1920, ii, 285) 
and Cuy (A., 1921, ii, 429) to explain the oscillation in the numerical 
values of different physical properties in homologous series are 
criticised and an alternative explanation is suggested. A review 
of the existing data leads to the conclusion that the end groups 
of the carbon chain and their relationship to each other, especially 
in the spatial sense, have an important influence on the physical 
properties. In the fatty acid series, the odd members have pro- 
portionately lower molecular volumes and at the same time lower 
melting points than the even members. It is probable that in the 
open straight chain compounds the carbon atoms form a zigzag 
chain, and it follows that when the number of carbon atoms is 
even the end atoms are relatively farther apart than when the 
number is odd.. The difference is of the “‘ syn” and “ anti’”’ type, 
the odd members having a “syn” structure with low molecular 
volume and low melting point, the even members the “anti” 
structure with higher molecular volume and melting point. The 
odd members, however, have the higher boiling points. Similarly, 
the solubilities and molecular heats in the fatty acid series oscillate 
in the opposite direction to the molecular volume. 

A special type of oscillation is exhibited by the dissociation 
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constants of the fatty acids and by the optical rotations of the 
acyl-l-menthols. When these properties are plotted against the 
number of carbon atoms in the aliphatic chain, two closely similar 
curves are obtained showing a kind of double oscillation. When 
the points corresponding with odd numbers of carbon atoms ar 
joined, a zigzag line is obtained, and the points corresponding 
with even numbers of carbon atoms lie alternately above and 
below this line. This type of oscillation appears to be peculiar 
to the fatty acids and some of their derivatives, and in these series 
to be confined to dissociation constants and optical rotations. It 
is suggested that the phenomenon 
C-—é COOH ™may be due to the influence of the 
H.c% \o-c% methyl group on the carboxy-group 
“. a in, for example, the fatty acid series, 
when the carbon chain has the form 

indicated in the annexed diagram. E. H. R. 


The Structure of Carbon Chains. JoHannes Srark 
(Z. anorg. Chem., 1921, 119, 292—298).—An elaboration of the 
hypothesis put forward by Pauly (preceding abstract) to account 
for the difference between the physical properties of the odd and 
even members of an aliphatic homologous series. Generally, when 
the numerical value of the physical property is plotted against the 
number of carbon atoms, the points corresponding with the even 
members of the series fall on one curve and those of the odd members 
on another, roughly parallel, curve. The difference must be due 
to a difference in structure of the carbon chain when the number 
of carbon atoms is even from the structure when the number is 
odd. The suggestion is made that the difference lies in the curva- 
ture of the zigzag chain. A molecule with a straighter chain 
would be expected to form a more stable space lattice structure 
than one with a more curved chain, and hence to have a higher 
melting point. The compounds of the even series have the higher 
melting points, and it is concluded that these have the straighter 
chain and the compounds of the odd series the more curved chain. 
The molecular volumes and boiling points of the two series are 
consistent with this conclusion. E. H. R. 


Preparation of Aluminium Carbide and of Marsh Gas. 
O. Oumann (Z. physikal. Chem. Unterr., 1921, 34, 76—77).—A 
mixture of aluminium filings, potassium chlorate, and iron, when 
ignited in a stream of carbon dioxide, results in the formation of 
aluminium carbide, Al,C,. When the powder is finely ground 
and then gently warmed with water, methane is liberated : Al,C,+ 
6H,O=3CH,+2Al,0,. Four grams of aluminium yield 70 c.c. of 
methane. CHEMICAL ABSTRACTS. 


The Formation of Hexachloroethane from Chloropicrin. 
OswaLpD SILBERRAD (Chem. News, 1921, 123, 271).—When hydrogen 
chloride is passed through chloropicrin at 100° and the resulting 
mixed vapours are passed over pumice at 400°, the main products 
are carbonyl chloride, nitrosyl chloride, and nitric oxide. A small 
amount of hexachloroethane is also formed, and may be collected 
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by passing the cooled gases through a tube lightly packed with 
asbestos. The asbestos is subsequently extracted with a mixture 
of alcohol and ether and the hexachloroethane allowed to a0 


out. 


The Elimination of Hydrogen Chloride from Chlorohydro- 
carbons. W. F. Faracuer and F. H. Garner (J. Amer. Chem. 
Soc., 1921, 43, 1715—1724).—The chloro- or dichloro-derivatives 
of hexane, isohexane, heptane, cyclohexane, and benzene were 
examined, and the results indicate that they can be classified in 
the following diminishing order of ease with which hydrogen chloride 
can be split off: hydroaromatic, aliphatic, aromatic compounds. 
In the aliphatic compounds the stability of the monochloro-com- 
pounds at a given temperature decreases with increasing molecular 
weight at least up to chloroheptane. Of the three catalysts used, 
namely, alumina, unglazed porcelain, and unglazed porcelain 
impregnated with barium chloride, the first named is the most 
efficient, but all three lose their activity rapidly owing to the 
poisoning produced by the decomposition of the hydrocarbons. 
This method of removal of hydrogen chloride is quite satisfactory 
for the preparation of olefine hydrocarbons, but with diolefines 


secondary decompositions occur and poor yields are obtained. 
W.G. 


A Reaction between Methyl Alcohol and Water and some 
Related Reactions. J. A. CurisTiANsEN (J. Amer. Chem. Soc., 
1921, 43, 1670—1672).—When suitable mixtures of methyl alcohol 
and water are passed over finely-divided reduced copper at 230— 
250°, carbon dioxide and hydrogen are produced according to the 
equation CH,-OH+H,O—CO,+3H,. Formaldehyde and_ water 
behave similarly. W. G. 


Preparation of Ethyl Alcohol. Pavui Pascat (Swiss Pat., 
88188; from Chem. Zentr., iv, 802—803).—Acetaldehyde is sub- 
mitted to direct reduction by electrolysis in acid solution. The 
electrolysis takes place in an apparatus with two chambers separated 
by a porous diaphragm. The cathode consists of mercury or lead, 
with or without antimony coating. The anode consists of platinum, 
lead, ferric oxide, graphite, or carbon. Acetaldehyde is gradually 
added to the cathode chamber and the electrolysis conducted at a 
temperature not exceeding 40° and a current density not exceeding 
2—3 amperes per square metre. The formation of crotonaldehyde 
is prevented by shortening the period of reduction. Formation of 
acetic acid is prevented by the use of the diaphragm and the yield 
is almost theoretical. In the place of acetaldehyde, its poly- 
merides may be used or acetaldehyde may be formed in the appar- 
atus from acetylene by a catalytic process. The electrolysis may be 
conducted in the presence of sulphuric acid, phosphoric acid, organic 
sulphonic acids, or sodium hydrogen sulphate. . 


Preparation of §-Chlorohydrins. L. Smiru (Svensk. Kem. 
Tidskr., 1921, 23, 75—83).—In an attempt to prepare 6-chloro- 
hydrin from glycerol by way of «y-dibromohydrin, $-chloro-cy- 
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dibromopropane, and §-chloro-«y-diacetoxypropane, it was found 
that the first two reactions proceeded smoothly, but when £-chloro. 
ay-dibromopropane was treated with potassium acetate in a sealed 
tube at 170°, and the resulting mixture hydrolysed, the product 
consisted of 70% of «-chlorohydrin and 30% of £-chlorohydrin, 
the potassium acetate having caused interchange of a chlorine 
and a bromine atom before the latter was replaced. 

A similar rearrangement was found to occur to a like extent 
in the attempted preparation of 8-chloropropyl alcohol by the 
action of nitrous acid on $-chloropropylamine. A second method 
for the preparation of 6-chloropropyl alcohol from «-chloro-8-hydr- 
oxypropane by way of «-hydroxy-8-benzoyloxypropane, «-bromo- 
8-benzoyloxypropane, «-phthalimido-8-benzoyloxypropane, and 
8-chloropropylamine hydrochloride gave a product consisting 
chiefly of 8-chlorotsopropyl alcohol. CHEMICAL ABSTRACTS. 


New Synthesis of Glycerol and «-Glucoheptol. Ami 
Pictet and AnDR& BaRBieR (Helv. Chim. Acta, 1921, 4, 924— 
928).—The synthesis is designed to permit the transformation of 
a sugar of the C, series to one of Cy,, series and is somewhat 
allied to Kiliani’s method except that the hydrocyanic acid of 
the latter is replaced by nitromethane, reaction occurring in ac- 
cordance with the scheme: R-CHO —> OH:CHR:CH,;-NO, — 
OH-CHR:CH,*NH, —> OH-CHR-CH,‘OH —> OH:CHR:CHO. It 
has been applied successfully to glycollaldehyde and dextrose, but 
the yields are small; it does not appear to succeed with glycer- 
aldehyde or /-arabinose. 

An aqueous solution of glycollaldehyde is heated on a water- 
bath with the calculated quantity of nitromethane and a little 
solid potassium hydrogen carbonate. The cooled solution is 
reduced with aluminium amalgam, the aluminium hydroxide 
removed, and the base precipitated as the mercurichloride. The 
latter is decomposed with hydrogen sulphide and the base treated 
with nitrous acid, whereby glycerol is produced which is isolated 
in substance and as the tribenzoate. Under similar conditions, 
arabinose is ultimately converted into a substance, colourless 
needles, m. p. 152°, which does not appear to be a mixture of 
mannitol and sorbitol, and could not be investigated completely 
by reason of the small amount available. Glyceraldehyde appears 
to give a normal mercurichloride, but the subsequent treatment 
of the amine with nitrous acid gives a liquid of boiling point much 
lower than that of erythritol; it could not be caused to crystallise 
or converted into a benzoyl or an acetyl derivative. Dextrose is 
transformed into «-glucoheptol, m. p. 184—135°. H. W. 


The Condensation Products of Ethyl 6-Chloropropionate 
and Ethyl «-Chloropropionate with Magnesium Ethyl 
Bromide and some Compounds which are Derived from 
Them. CHartes Movurzev and G&RALD Barrett (Bull. Soc. 
chim., 1921, [iv], 29, 993—1006).—Magnesium ethyl bromide reacts 
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with ethyl $-chloropropionate to give «-chloro-y-ethylpentan-y-ol, 
b. p. 89°/14 mm.; dj? 10164; d?? 10108; np* 1-4579, which 
is decomposed by potassium hydroxide, giving «y-oxido-y-ethyl- 
pentane, b. p. 129°; dj 0-8691; di*? 08525; nz 1-4200 (cf. 
Maire, A., 1908, i, 247). This oxide, when treated with dry hydro- 
gen chloride, gives y-chloro-y-ethylpentan-«-ol, which is very un- 
stable, losing hydrogen chloride on distillation, and gives an 
unsaturated alcohol, b. p. 79—80°/20 mm.; d{ 0-8822; d7* 0-8658 ; 
n? 1-4531; the constitution of which is either 
CH,°CH:CEt-CH,°CH,°OH or CEt,:CH-CH,-OH. 

Ethyl «-chloropropionate reacts with magnesium ethyl bromide 
to give §-chloro-y-ethylpentan-y-ol, b. p. 76—76-5°/21 mm.; 
d} 1-0124; d}?* 1-0073; nf 1-4522, which by the action of potass- 
ium hydroxide yields {y-oxido-y-ethylpentane, b. p. 125-4— 
125-8°/760-4 mm.; d} 0-8496; dj* 0-8275; d7* 0-8245; d7* 
0-8241; ni* 1-4063 (cf. Fourneau and Tiffeneau, A., 1907, i, 817). 
This oxide unites with hydrogen chloride, giving principally the 
original chlorohydrin. W. G. 


Compound Formation and Solubility in Systems of the 
Type, Formic Acid: Metal Formate. James KENDALL and 
HowarpD ADLER (J. Amer. Chem. Soc., 1921, 43, 1470—1481; cf. 
this vol., ii, 33)—The freezing-point curves of the formates of 
potassium, ammonium, sodium, barium, lithium, calcium, mag- 
nesium, zine, nickel, lead, and copper in formic acid solution, and 
the acetates of sodium, calcium, zinc, iron (ferric), and silver in 
acetic acid solution, have been experimentally determined. In 
the case of the formates, the following compounds have been 
isolated : H-CO,K,3H-CO,H; H-CO,K,2H°CO,H ; H-CO,K,H-CO,H 
(m. p. 108-6°); H-CO,*NH,,3H-CO,H; H-CO,NH,,H-CO,H (exists 
in two crystalline modifications); H-*CO,Na,2H:°CO,H ; 

H:CO,Na,H-CO,H ; 

and (H:CO,),Ba,H-CO,H ; whilst in the case of the acetates only two 
compounds, CH,*CO,Na,2CH,-CO,H; and CH,*CO,Na,CH,°CO,H 
were isolated. The results of the present work closely resemble 
those obtained with sulphate systems (A., 1921, ii, 45, 453) in 
following the general rule previously deduced, that compound 
formation increases in extent with increasing diversity in the 
character of the components, the significant variable in systems of 
the general type HX:RX being the position of R relative to H in 
the £#.M.F. series. An examination of the data for sulphates, 
formates, acetates, fluorides, and hydroxides shows that the rate 
of decrease in compound formation, in proceeding from more 
positive radicles (such as potassium) or less positive radicles (such 
as silver) towards hydrogen, increases the weaker the acid radicle. 
Solubility and compound formation are again found to proceed in 
parallel throughout the series. Salts which show extensive com- 
pound formation (such as salts of the alkali metals) are also ex- 
tremely soluble. In passing down the H.M.F. series toward 
hydrogen, solubility rapidly diminishes and finally becomes 
inappreciable. .F.8. 


Se 
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The Action of Mercurous Formate on certain Aliphatic 
Halogen Compounds. Hermann Kouwnz-Kravse and Pav, 
ManiokE (Ber. deut. Pharm. Ges., 1921, 31, 344—349).—Mercurous 
formate was obtained in small, white, glistening, rhombic prisms 
by dissolving yellow mercuric oxide in formic acid, and rapidl 
filtering before reduction of the mercuric formate first formed 
occurs. Mercurous formate reacts with chloral hydrate and halogen 
hydrocarbons in a similar manner to mercuric acetate (cf. A,, 
1921, i, 543), the halogen being eliminated, and carbon dioxide and 
monoxide evolved, according to the equations : (1) 2CCl,-CH(OH),+ 
10H-CO,Hg=3Hg,Cl,+-4Hg+6H-CO,H+2C0,+6C0+2H,0; (2) 
2CHCl,+10H-CO,Hg= aaah teats teaei ate atateiel 


Catalytic Effect of Ammonia on the Oxidation of Butyric 
Acid with Hydrogen Peroxide. Epcar J. Wirzemann (J. 
Biol. Chem., 1921, 49, 123—141).—In his oxidation experiments 
with hydrogen peroxide, Dakin (A., 1908, i, 74, 119) used the 
ammonium salts of fatty acids. The author could not repeat 
Dakin’s experiments when using potassium hydroxide (A., 1918, 
i, 422). He now finds that ammonia acts as a catalyst, up to 
four equivalents. One equivalent of ammonium or potassium 
hydroxide is more efficient than two equivalents of either. It is 
suggested that the ammonia effect may be the agency by which 
the normal oxidation of fatty acids is brought about by the liver. 
As in Dakin’s experiments, the oxidation took place at the 8-carbon 
atom, acetone being formed. G 


a-Hydroxy-lactones. BurcKHARDT HELFERICH and JOHANN 
Apotr SPEIDEL (Ber., 1921, 54, [B], 2634—2640).—The investi- 
gation was undertaken with the object of examining the possibility 
of the reduction of «-hydroxy-lactones by sodium amalgam in 
faintly acid solution to «y-dihydroxy-aldehydes. Under these 
conditions, «-hydroxy-y-valerolactone and  «-hydroxy-y-hexo- 
lactone yield substances with aldehydic properties, but, in each 
case, the amount of available material was insufficient for an 
extended examination. 

Crystalline chloroparacetaldehyde is obtained conveniently by 
the distillation of chloroacetal with anhydrous oxalic acid and 
cautious treatment of the distillate after it has been preserved during 
three to four days with half its volume of concentrated sulphuric 
acid at O°. (Crystalline bromoparacetaldehyde, long, colourless 
needles, is prepared similarly from bromoacetal ; when slowly distilled 
in an atmosphere of carbon dioxide, it gives a colourless liquid 
of indefinite boiling point which gradually passes into a solid 
modification distinct from the original compound.) Chloroparacet- 
aldehyde is transformed by an ethereal solution of magnesium 
ethyl bromide into «-chloro-8-hydroxybutane, a colourless liquid 
which rapidly darkens when preserved, b. p. 52°/15 mm., di’ 1-040, 
ny 14353. The latter is converted bya solution of ethyl sodio- 
malonate in absolute alcohol at the atmospheric temperature into 
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—_—, 
x-carbethoxy-y-hexolactone, qua” 
b. p. 144°/8 mm., d}3 1-1119, nf 1-4463, which is transformed by 
bromine in chloroform solution into «-bromo-«-carbethoxy-y-hexo- 
lactone, enh — a heavy, yellow liquid, b. p. 148°/5 
2 
mm., d? 1-427, n® 1-4767. The bromo-derivative is transformed 
by hydrobromic acid (d 1-49) and subsequent heating of the product 
at 120—150° into (?) bromohexolactone, C,H,O,Br, b. p. 142°/18 
mm., d;° 1-4826, nf 1-4841. «-Hydroxy-y-hexolactone, 
0 Fp AO a 
CHEt-CH, ’ 
b. p. 127°/5 mm., dj 1-1454, n# 1-4517, is prepared by the 
hydrolysis of the bromo-ester with potassium hydroxide solution 
and elimination of carbon dioxide from the product by distilling 
it under diminished pressure. By performing the hydrolysis with 
barium hydroxide, it is possible to isolate the intermediately-formed 
s-hydroxybutylhydroxymalonic acid, OH*CHEt*CH,°C(CO,H),°OH, 
a viscous, pale red liquid and its bariwm salt. The hydroxy-lactone 
is converted by boiling aqueous barium hydroxide solution into 
barium «y-dihydroxy-n-hexoate, an amorphous, hygroscopic solid. 
H. W. 


, a viscous liquid, 


The Conditions Underlying the Formation of Unsaturated 


and Cyclic Compounds from Halogenated Open-chain 
Derivatives. III. Products Derived from Halogenated Glut- 
aconic Acids. Ernest Haroip Farmer and CHRISTOPHER KELK 
IncotD (T., 1921, 119, 2001—2021). 


The Reversibility of the Michael Reaction. CHRISTOPHER 
KetkK InGoLpD and WALTER JAMES PowE ut (T., 1921, 119, 1976— 
1982). . 


Degradation of d-Saccharic Acid to the Dialdehyde of 
l-Tartaric Acid. Max Brremann (Ber., 1921, 54, [B], 2651— 
2658).—The action of bromine and potassium hydroxide on the 
diamide of saccharic acid leads to the formation of /-tartardialde- 


hyde, which is isolated in the form of its diphenylhydrazone. 
Conversion of the 


CO,H CO,H latter into the free 

CO,H H-C-OH H-C-OH arg wy Roos 

o's > x KMn0, o( te not be effected, but 
go4 aol ° os: nl —> HO i eo the identity of the 
i 2" latter is confirmed 
CO,H H-0-OH by its oxidation to l- 
CO,H tartaric acid. Since 


Fischer has shown 
that d-tartaric acid is formed by the oxidation of d-saccharic 
acid with potassium permanganate, an example is given of the 
production of enantiomorphous forms by the action of different 
reagents on the same compound owing to removal of different 
portions of the original molecule as shown by the annexed scheme.’ 


a = 
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The diamide of d-saccharic acid, hexagonal plates, decomp. 
170° when rapidly heated, is obtained readily and in excellent 
yield by the action of concentrated ammonia on free saccharic 


acid which has been dehydrated at 100° in a vacuum (and hence, fi 


presumably, has been converted into the corresponding dilactone), 
It is oxidised by bromine in the presence of potassium hydroxide 
to |-tartardialdehyde, which is converted by immediate addition of 
phenylhydrazine into a mixture of 1-tartardialdehyde-«-dipheny- 
hydrazone, almost colourless, 3- to 6-sided leaflets or microscopic 
needles, decomp. 177—179° after darkening above 160°, [a]? 
— 99°6° in pyridine solution (the substance is probably not quite 
homogeneous) and_ |-/ariardialdehyde-B-diphenylhydrazone, almost 
colourless crystals, decomp. 195° after darkening above 170°, 
[a], —1° to —2° in pyridine solution. The o»diphenylhydrazone 
is converted by benzaldehyde in aqueous alcoholic solution into 
]-tartardialdehydemonophenylhydrazone; individual specimens of 
the latter which appear to be analytically pure show widely. 
varying melting points, whereas the specific rotation is practically 
constant ([«]}} —182°7° in alcoholic [50%] solution). The oxida- 
tion to /-tartaric acid is effected by treatment of the dipheny]- 
hydrazone with benzaldehyde as just described, removal of the 
monophenylhydrazone, and treatment of the filtrates from the 
latter with bromine at 50°. J-Tartardialdehydemonophenyl- 
hydrazone is converted by a dilute solution of hydrogen chloride 
in absolute methyl alcohol at 20° into the base, C,,H,ON,, which 
is presumably a pyridazine derivative; it crystallises in lustrous, 
hexagonal plates, decomp. 160—170°, according to the rate of 
heating. The corresponding hydrochloride, plates or slender 
needles, decomp. about 213°, the nitrate, plates (-+H,O), the picrate, 
canary-yellow prisms, and the unstable nitrite are described. - 
H. W. 


A New Preparation of Formaldehyde Hyposulphite and 
an Economical Generator of Hyposulphurous Acid. Pu. 
Matvezin, Cu. RivaLtLanp, and L. GranpcHamp (Compt. rend., 
1921, 173, 1180—1182)—When zinc dust is suspended in a 40% 
solution of formaldehyde and sulphur dioxide is passed into the 
solution through the walls of a Chamberland filter, a concentrated 
solution of zinc-formaldehyde hyposulphite is obtained and the 
salt crystallises out on cooling. This material is a very powerful re- 
ducing agent for dyes such as indigotin, and is much more economical 
for use in the industry than the 88—90% hyposulphite. W. G. 


The Action of Hydrogen Phosphide on Formaldehyde. 
ALFRED Horrman (J. Amer. Chem. Soc., 1921, 43, 1684—1688).— 
When hydrogen phosphide is passed into a warm aqueous solution 
of formaldehyde acidified with hydrochloric acid, tetramethylol- 
phosphonium chloride, PCl(CH,*OH),, m. p. 151°, is obtained, 
When acted on by alkali hydroxides or carbonates, it yields a 
syrupy compound, C,H,O;P, which gives a tribenzoyl derivative, 
m. p. 111°. When calcium carbonate is added to an aqueous 
solution of the phosphonium chloride, carbon dioxide is evolved, 
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land if the mixture is warmed, hydrogen and formaldehyde pass 


off and the syrupy compound described above is obtained. When 
ammonia is passed into a solution of the phosphonium chloride 
in methyl alcohol, a compound is obtained in the form of a curdy, 


white precipitate, but its constitution has not been determined. 
W. G. 


y-Hydroxyaldehydes. IV. y-Hydroxyaldehydes with Ter- 
tiary Hydroxyl. BurckHarpt HELFERICH and Max GEHRKE 
(Ber., 1921, 54, [B], 2640—2647; cf. A., 1921, i, wo = 
: . ° . < CH( a 2 

stances of the types, CHO-CH,°CH,*CRMe-OH, or O< CRMe—-CH, 
are prepared by the action of suitable Grignard’s reagents on 
methylheptenol, fission of the primary products with ozone, and 
reduction of the ozonides. The ethyl, n-propyl, phenyl, and 
benzyl compounds are described. The new aldehydes, like those 
with the secondary hydroxyl group described previously, appear 
to be exclusively or mainly cyclic in structure, since they react 
gradually with magenta-sulphurous acid solution or ammoniacal 
silver and give methyl semiacetals with methyl alcoholic hydrogen 
chloride which are hydrolysed by dilute acids, but not by emulsin. 
They lose water more readily than do the corresponding compounds 
with a secondary alcoholic group, passing thereby into dihydrofuran 


derivatives. 
y-Hydroxy-y-methyl-n-hexaldehyde, CHO-CH,*CH,-CMeEt-OH, or 
5-hydroxy-2-methyl-2-ethyltetrahydrofuran, ai n=, is a 
colourless, mobile liquid, b. p. 77—82°/10 mm., djs 0:9742, nis 
14411. The corresponding methyl semiacetal 0 ae 
; CMeEt—-CH,’ 
a colourless liquid, has b. p. 61°5°/32 mm., di§ 09106, nif 1-4218. 
8-Propylmethylheptenol, CMe,:CH*CH,*CH,*CMePr-OH, b. p. 112— 
113°/10 mm., d}* 0°8445, nj} 14500, is converted in the usual 
manner into y-hydroxy-y-methylheptaldehyde (or 5-hydroxy-2- 
methyl-2-propyltetrahydrofuran, b. p. 94—95°/12 mm., di* 0°9661, 
nis 1:4400, from which 5-methory-2-methyl-2-propylietrahydrofuran, 
b. p. 588—60°/10 mm., d}° 0°8990, nj} 1°4238, is obtained. -Phenyl- 
methylheptenol, b. p. 107—109°/2 mm., di’ 0°9680, nj} 1°5205, is 
transformed into y-hydroxy-y-phenylvaleraldehyde, b. p. 123— 
124°/2 mm. (slight loss of water occurs during distillation even at 
this pressure), d}° 1016, ni} 1°5382, which yields 5-methoxy-2-phenyl- 
2-methyltetrahydrofuran, a colourless liquid, b. p. 128°/16 mm., 
d 1:033, n% 1:5288. 8-Benzylmethylheptenol, an almost colour- 
less, viscous liquid, b. p. 127—129°/3 mm., d? 0°9550, nf 1°5161, 
is converted into the corresponding aldehyde in a similar manner, 
but the latter cannot be purified by distillation on account of the 
readiness with which it loses water and passes into 2-benzyl-2- 


; CH=———-——CH 
thyl-2 : 3-dih 5 
methyl-2 : 3-dihydrofuran, O< CMe(CH,Ph)-OH,, a pale yellow 


liquid, b. p. 118°/2°8 mm., d? 1:042, nf 15329. The undistilled 
b* 
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aldehyde is readily convertible into 5-methoxry-2-benzyl-2-methyltetra. 
hydrofuran, a colourless, viscous liquid, b. p. 183—135°/3°5 mm, 
d? 1020, nj 15124. The- dihydrofuran derivative unites with 
bromine in chloroform solution, but removal of the solvent js 
accompanied by loss of hydrogen bromide and formation of 
4( ¢)-bromo-2-benzyl-2-methyl-2 : 3( ?)-dihydrofuran, C,.H,,OBr, short, 
colourless prisms, b. p. 140—141°/2°8 mm. H. W. 


Synthesis of Sugars from Formaldehyde, Carbon Dioxide, 


and Water. A. J. Ewarr (Proc. Roy. Soc. Victoria, 1919, 31,}} 


378—387; cf. ibid., 1918, 30, 178—209).—The main conditions 
for the polymerisation of formaldehyde to sugar by alkali hydroxides 
and carbonates are appropriate dilution and a temperature of 
100° to 110°; the most rapid reaction is produced by sodium 
hydroxide, particularly in the presence of a neutral calcium salt. 


The by-products are mainly formates and methyl alcohol. The; 


sugar obtained is optically inactive, and contains reducing pentoses 
and reducing fermentable hexoses. Carbon dioxide and water 


are readily polymerised to sugar by the aid of magnesium. The; 


production, previously noted, of calcium tartrate during the 
synthesis of sugar, was not confirmed. CHEMICAL ABSTRACTS. 


Starch. J. J. Lisnst Zwixxer (Rec. trav. chim., 1921, 40, 
605—615).—An investigation of the colloidal condition of grains 
of four kinds of starch shows that the degree of dispersion is 
different in each case. Solutions, prepared in the cold from grains 
which had been mechanically broken up, were submitted to ultra. 
filtration and the amylose content of the ultra-filtrates was deter- 
mined. Solutions prepared by heating gave no amylose in the 
ultra-filtrate. The colloidal condition of amylopectin differs from 
that of amylose. Amylophosphoric acid derives its character 
from amylopectin by reason of the nature of the kations which 
are present; these also have a marked influence on the adsorption 
power of the starch. 

Adsorption experiments are discussed and the conclusion is 
drawn that starch is more closely allied to cellulose than_ has 
hitherto been supposed. H. J. E. 


Constitution of Starch Iodide. A. LorrerMosER and Max 
SteuveE (Z. Hlektrochem., 1921, 27,496—501; cf. A., 1921, i, 708).— 
An attempt is made to elucidate the constitution of starch iodide 
from measurements of 2.M.F. The potential of the element 
PtI,|I’| has been measured with changing iodine concentration 
and constant iodide concentration in aqueous solutions. The 
potassium iodide concentrations used were 0°1N, 0:2N, and 0:01N, 
and the amount of free iodine added varied from 0°00019 to 0°585 
millimols.; all measurements were made at 25°. It is shown that 
the logarithm of the total iodine concentration varies in an almost 
linear manner with the potential. Hence knowing the inclination 
of the curve for a given concentration of potassium iodide, it becomes 
possible to determine from the curves the total iodine concentration. 
The curve constants a and b were determined for each concentra- 
tion of potassium iodide by the equation e,=a-+6 log c, and the 
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yalues found were 0°1N-potassium iodide a=0°544, b=0-0310, 
0:2N-potassium iodide, a=0°518, b=0°0313, and 0:°01N-potassium 
iodide, a=0°634, b=0°0342. Solutions of potassium iodide in 0°1% 


soluble starch to which steadily increasing amounts of iodine were 
added were then measured, and from the potential and the curves 
the logarithm of the iodine concentration in the water phase was 
obtained. Thus the quantity of iodine taken up by the starch 
can be calculated. A number of experiments on the partition of 
iodine between water and carbon tetrachloride in the presence of 
starch are described. J. F.S. 


Polysaccharides. XII. Glycogen. P. Karrer (Helv. Chim. 
Acta, 1921, 4, 994—1000).—Glycogen differs from starch mainly 
in its inability to swell in water and in giving a reddish-brown 
coloration with iodine. The chemical similarity of the substances 
is further exemplified by the conversion of glycogen by methyl 
sulphate and barium or sodium hydroxide into methyloglycogen, 
[a], — 206° in aqueous solution, the properties of which agree even 
in detail with those of methylostarch. Similarly, glycogen is trans- 
formed by sodium hydroxide into a compound, (Cy.H590j9,Na0H),, 
which therefore has the same composition as the similar substance 
obtained from starch. 

The hypothesis has been advanced previously that glycogen 
is differentiated from starch chiefly by the degree or mode of 
polymerisation of the maltose anhydride, although the heats of 


.| combustion of the substances show that the difference in the degree 
., of polymerisation cannot be very great. On the other hand, it 


is possible that starch and glycogen are fundamentally identical, 
and that their differing behaviour towards iodine and water are 
caused by the presence of impurities. The formation of coloured 
adsorption compounds with iodine is characteristic of the colloidal 
condition and is greatly dependent on the size of the particles and 
other external factors. The relationship between starch and 
glycogen is very similar to that between amylose and amylopectin ; 
in the latter case, it is highly probable that the difference is due 
to the presence of a small amount of a compound of tes a 

7 ww 


Action of Ferments on Laminarin. (Mme) Z. GRUZEWSKA 
(Bull. Soc. Chim. Biol., 1921, 3, 490—497).—Although laminarin 
(cf. Kylin, A., 1915, i, 931) can be utilised by the animal organism, 
experiments in vitro indicate that pancreatic juice, gastric juice, 
and invertase of animal origin are without action on it. Diastase 
and invertase from vegetable sources, however, ferment it slowly, 
whilst hydrochloric acid hydrolyses it completely, the product in 
each case being dextrose. Of the ferments tested, that obtained 
from snails (Helix pomatia) was found to be most active. E. S. 


Comparative Action of Heat on Cellulose, Hydrocellulose, 
and Oxycellulose and the Characterisation of Hydro- 
cellulose by Dry Heat. Ep. Justin-Mus.iur (Bull. Soc. chim., 
1921, [iv], 29, 987—988).—Hydrocellulose caramellises at a lower 


temperature than oxycellulose and at a much lower temperature 
b 2* 
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than cellulose. If the specimen under examination is submitted 
to dry heat, it will assume a brown colour at 130—150°, at which 
temperature oxycellulose shows at most only a pale yellow colow 
and cellulose no change at all. W. G. 


Cellulose. V. A New Degradation of Cellulose. Con- 
version of Cellulose into a Biose Anhydride. Kurt Huss 
(Ber., 1921, 54, [B], 2867—2885).—Previous methods of fission of 
cellulose have led to the recognition of cellobiose and dextrose as 
important products, but they do not permit a decision as to whether 
cellobiose is the fundamental unit in the structure of the cellulose 
molecule and dextrose is formed therefrom or whether dextrose 
itself is also an essential factor in the formation of cellulose (cf, 


A., 1921, i, 710). Various new methods of degrading cellulose f; 


have therefore been investigated. 

When treated with ethy] alcohol and hydrogen chloride, cellulose 
yields indefinite, dark-coloured products which do not reduce 
Fehling’s solution and have a small ethoxyl content. A mixture 
of glacial acetic acid and hydrogen bromide also gives unsatis. 
factory results. The use of acyl haloids, however, is more promising 
and the action of acetyl chloride, acetyl bromide, benzoyl bromide, 
thionyl chloride, and propionyl bromide and absolute hydrogen 
haloids on cotton cellulose, wood cellulose, acetylcellulose, and 
ethylcellulose has been investigated. With acetyl chloride, com- 
plete solution of the cellulose results within four to five days, 
whilst with acetyl bromide the process is even more rapid. Benzoyl 
bromide attacks cellulose without dissolving it. Propionyl bromide 
causes solution. On the other hand, thionyl chloride appears to 
have no action on the fibre; a proof is thus afforded that the 
action observed with other acyl haloids is not entirely due, at any 
rate, to the liberated halogen acid, but that the acyl haloid must 
itself play an important rdle. 

Cellulose is converted by acetyl bromide into a yellow syrup 
containing bromine, only part of which can be exchanged for 
hydroxyl by means of silver carbonate and moist acetone. After 
acetylation of the crude product with pyridine and acetic anhydride, 
about one-third of it is obtained in the form of penta-acetyl-f- 
glucose. The remaining, non-crystalline product contains about 
13% of bromine and, as judged from determinations of its molecular 
weight, contains, in part, a biose derivative. Cellobiose is also 
converted by acetyl bromide into penta-acetylglucose and sugars 
containing bromine. Under similar conditions, maltose appears 
to be transformed into acetylbromomaltose, which is subsequently 
decomposed into acetylbromoglucose and small amounts of an 
acetylbromoglucose bromohydrin of doubtful constitution. ['This 
observation throws some doubt on Karrer’s claim of the quantitative 
conversion of amylose into acetylbromomaltose (cf. A., 1921, i, 311).] 
Ethyleellulose and acetyl bromide similarly yield a brominated 
product from which it has been found possible to isolate a crystal- 
line bromoacetylethylglucose, m. p. 123°, which is to be more fully 
described in a subsequent communication. 
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The action of acetyl chloride proceeds in a totally different 
manner, an almost colourless solution being obtained which solidifies 
rapidly when concentrated. The product is separable by solution 
in glacial acetic acid and precipitation with ether into an insoluble 
and a soluble portion; the latter, which can be caused to solidify 
by evaporation of the solution, dissolving the residue in chloroform, 
and precipitation by ether, has not yet been examined completely. 
The former consists of a mixture of a hexa-acetylanhydrobiose 
and a chloropenta-acetylanhydrobiose, the relative proportions of 
which depend on the duration of the original action. By treat- 
ment with acetic anhydride and sodium acetate, this product is 
converted into an apparently homogeneous hexa-acetylanhydrobiose, 
CyyHgo034, small, colourless crystals, m. p. 265—270°, [«}#}—17-8°, 
in chloroform solution. The substance has a pronounced tendency 
to yield colloidal solutions. Dilute solutions of it in glacial acetic 
acid have a molecular weight corresponding closely with the value 
calculated from the formula given above, but marked association 
is observed in more concentrated solutions. In phenol, the sub- 
stance is bimolecular, whereas in bromoform the association is 
complete and a depression of the freezing point is not observed. 
In its general properties, therefore, the new substance exhibits a 
close analogy with cellulose and its esters. Treatment with alcoholic 
potassium hydroxide solution at the atmospheric temperature 
converts the hexa-acetate into the corresponding anhydrobiose, 
C12H9019,2H,O, an apparently microcrystalline powder which 
becomes discoloured at 200°, but is not melted completely at 270°. 
It is insoluble in water, but soluble in ammoniacal copper hydr- 
oxide solution. It is soluble in cold alkali hydroxide and is pre- 
tipitated unchanged from such solutions by acids; with warm 
solutions, this is not the case. The solubility in ammoniacal 
copper hydroxide solution does not depend, however, on the basic 
character of the latter, since a similar solvent action is exerted by 
ammoniacal silver oxide, but not by ammoniacal cadmium hydr- 
oxide solution. The substance shows distinct adsorptive capacity 
for substantive cotton dyes. H. W 


Cellulose Nitrates. G. DE Brutn (Rec. trav. chim., 1921, 40, 
632—664).—A résumé is given of the more generally accepted 
views as to the constitution of cellulose from the point of view 
of its nitration products and also of the various methods of deter- 
mining its stability and the ratio of nitrogen content to stability. 
For the work described, a large quantity of material was used and 
details are given with regard to the cellulose, acids, nitration, 
stabilisation, and method of sampling and of carrying out esti- 
mations of nitrogen content. The relation between stability 
and nitrogen content at 95° and 132° is expressed both numerically 
and graphically, the author’s method of investigation being described 
in detail. This is followed by a review of work carried out on the 
solubility of cellulose nitrates in mixtures of alcohol and ether, 
together with methods of experiment hitherto in use. The author’s 
results as regards solubility, expressed as the mean of a@ series 
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of determinations of the ratio of solubility to nitrogen content 
vary considerably with methods of preparation of thé~ cellulose 
nitrate. The author infers from his experimental work on stability 
and solubility that there are simple cellulose nitrates the nitrogen 
content of which is about 12% and 12-5% respectively; it is shown 
that the substance containing 12-75% of nitrogen is‘present as a 
mixture of two isomerides one of which is soluble in a mixture of 
alcohol and ether, the other being insoluble. These results are in 
accordance with the theory put forward by Vieille. H. J. E. 


Lignosulphonic Acid. Prtrer Kuason (Zellstoff u. Papier, 
1921, 1, 56)—The author criticises the formula proposed for the 
barium salt of lignosulphonic acid by Honig and Fuchs (A., 1920, 
i, 753) and proposes ©,,H,,0,,SBa in place of the formula 
C,gH3 90) )SBa. CHEMICAL ABSTRACTS. 


Action of Ozone on Aliphatic and Aromatic Substitution 
Products of Ammonia. WILHELM STRECKER and Max Batrzs 
(Ber., 1921, 54, [B], 2693—2708; cf. Strecker and Thienemann, 
A., 1921, ii, 44)—The action of ozone on substitution products of 
ammonia only leads to oxidation with addition of oxygen when 
the radicles attached to the nitrogen atom are similar to one 
another and of not too great molecular weight; thus, the tertiary 
aliphatic amines give the corresponding amine-oxides, whereas 
triphenylamine gives at the most a highly unstable product. If 
the substituents differ from one another, as is the case with the 
primary and secondary aliphatic amines and the N-alkylanilines, 
ozonisation causes the degradation of the molecule. With aromatic 
derivatives, ozonisation does not cause an extensive change in the 
molecule when the oxidation product is a particularly stable 
substance. 

Undiluted trimethylamine reacts explosively with ozone. In 
chloroform solution at —80°, the base is converted into a mixture 
of trimethylamine N-oxide and its hydrochloride (cf. Dunstan and 
Goulding, T., 1899, 75, 792, 1005), the requisite hydrogen chloride 
being derived from a partial oxidation of the solvent. A precisely 
similar reaction is observed in carbon tetrachloride solution at 
—30°. In aqueous solution, trimethylamine oxide is likewise pro- 
duced in small amount, but, in this instance, its formation is 
accompanied by the production of formaldehyde. Ozonisation in 
the presence of much hexane gives formaldehyde and a viscous, 
white mass which melts to a yellow oil, insoluble in hexane, when 
removed from the cooling bath. The oil soon decomposes with 
evolution of nitrogen, hydrogen, and formaldehyde; on distillation, 
it yields carbon dioxide, formaldehyde, and monomethylamine. 
When treated with hydrogen chloride either before or after the 
spontaneous evolution of gas, it gives small amounts of trimethyl- 
amine oxide hydrochloride. Formaldehyde and dimethylamine 
are obtained when its aqueous solution is evaporated with hydro- 
chloric acid. It appears probable that an aldim or a substance 
such as trimethyltrimethyleneamine is intermediately formed. 
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Ozonisation in ethyl chloride solution proceeds in much the same 
manner as in hexane, except in so far as small amounts of trimethyl- 
amine oxide hydrochloride are formed. 

Triethylamine is less vigorously attacked than trimethylamine 
by ozone, but the processes are otherwise similar. In chloroform 
solution, triethylamine oxide hydrochloride together with small 
amounts of diethylamine hydrochloride are produced. In hexane, 
a pale yellow oil is formed which contains diethylamine and 
acetaldehyde, from which gas is not evolved. A similar effect is 
observed in ethyl chloride, but, in this case, triethylamine oxide 
hydrochloride is also produced in small quantity. 

Tri-n-propylamine when dissolved in chloroform gives tripropyl- 
amine oxide hydrochloride (identified as the picrate, m. p. 129-5°). 
In the absence of solvent, the amine oxide is also formed, but the 
oxidation proceeds farther with production of aldehyde and nitrate. 

Dimethylaniline could not be converted into its oxide by 
means of ozone, the main products being formaldehyde and more 
or less resinous substances. Diphenylamine and _ tetraphenyl- 
hydrazine did not give characteristic products when ozonised. 
Triphenylamine yielded a flocculent precipitate which decomposed 
with evolution of gas when filtered; possibly an unstable amine 
oxide is formed. In substance or in solution, phenylhydrazine is 
decomposed extensively by ozone, with the production of a black 
mass resembling pitch. Phenylhydroxylamine, on the other hand, 
is transformed into nitrobenzene in fairly good yield, whilst hydrazo- 
benzene is converted smoothly into azobenzene. Tribenzylamine 
is oxidised to benzoic acid, small amounts of benzaldehyde being 
also produced. 


Ammonium Radicles. II. Tetraethylammonium. II. 
Hans Hetnricu Scuivusacn and Fritz Batwaur (Ber., 1921, 54, 
[B], 2811—2825)—An extension of previous work (Schlubach, 
A., 1920, i, 822). 

A solution of tetraethylammonium iodide in liquid ammonia 
at —70° is subjected to electrolysis in a specially designed 
cell which is fully described and figured in the original. The 
phenomena are very similar to those observed with tetra- 
ethylammonium chloride, blue streaks appearing immediately at 
the cathode and a dark blue solution being formed. The latter 
is decolorised immediately by iodine, with formation of tetra- 
ethylammonium iodide and reacts with sulphur with apparent 
formation of tetraethylammonium sulphide, (NEt,),S. When a slow 
current of dry oxygen is passed over the cathode, the blue solution 
becomes slowly decolorised, but the phenomenon is not caused by 
union of the radicle with the gas (see later), and a substance 
analogous to potassium peroxide does not appear to be formed. 
With 2 : 6-dimethyl-y-pyrone, an immediate change in colour from 
blue to yellow is observed, and the solution, when evaporated, 
leaves a red substance analogous to Schlenk and Thal’s potassio- 
dimethylpyrone (A., 1913, i, 1205); the product is stable in an atmo- ° 
sphere of nitrogen at the atmospheric temperature, but rapidly 
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becomes smeary when exposed to air. Similarly, benzophenone 
gives a pale violet compound. Attempts to prepare triphenyl. 
methyltetraethylammonium, either from its components in liquid 
ammonia or by the simultaneous electrolysis of tetraethylammoniun 
chloride and triphenylmethyl chloride, did not lead to the desired 
result. 

The observation that the amount of tetraethylammonium iodide 
produced does not vary greatly with the intensity of the blue colour 
of the solution of the radicle has led to the discovery that the 
solutions gradually become colourless when preserved at a low 
temperature, but retain their ability to react with iodine, sulphw, 
and 2: 6-dimethyl-y-pyrone in the same manner as do the blue 
solutions. The blue radicle, therefore, becomes transformed into a 
colourless variety. The same modification is produced when a 
slight excess of tetraethylammonium chloride is allowed to remain 
for twenty to twenty-four hours in contact with a solution of 
potassium in liquid ammonia at —70°. The latter method of 
preparing the radicle is preferable to the electrolytic process, since 
it permits the use of larger quantities of material and also avoids 
the decomposition of the product by the heat liberated by the 
current. The colourless form of tetraethylammonium is unstable 
at the temperature of boiling ammonia, since it is decomposed 
completely when its solutions are evaporated. The change does 
not appear to occur in the same manner as with the blue variety, 
since the volume of gas evolved is greatly in excess of that required 
by the equation 2NEt, —> 2NEt,+C,H,4, (cf. Schlubach, loc. cit.). 

The relationship between the blue and colourless varieties has 
not been elucidated completely, but it is suggested that a case of 
association is presented, 2NEt, (blue) == NEt,-NEt, (colourless) ; 
the phenomena are thus comparable with those observed with 
triarylmethyls and hexa-arylethanes and with diarylnitrogens and 
tetra-arylhydrazines. 


Bromo-salts of Ruthenium [Ruthenibromides]. A.GuUTBIER 
and F’. Krauss (Ber., 1921, 54, [B], 2835—2838).—In continuation 
of previous work on ruthenichlorides (A., 1915, i, 120), a series of 
the corresponding bromo-salts is described. 

The following pentabromo-compounds were prepared by mixing 
suitably concentrated solutions of their components. They are 
readily decomposed in aqueous or aqueous-alcoholic solution, 
particularly when warmed. They can be crystallised from moder- 
ately dilute hydrobromic acid, from which they separate in lustrous, 
dark-coloured crystals which are stable towards air. Methyl- 
ammonium ruthenipentabromide, (NH,Me),RuBr,, needles; di- 
methylammonium, (NH,Me,),RuBr;; trimethylammonium ; _ tetra- 
methylammonium, leaflets; ethylammonium, needles; diethylam- 
monium, needles; triethylammonium, thick plates; tetraethylam- 
monium, leaflets ; n-propylammonium, needles ; isopropylammonium, 
needles; dipropylammonium ; n-butylammonium, small needles; 
* isobutylammonium ; isoamylammonium, needles ; pyridinium, scales ; 
B-picolinium, (C;H,Me-NH),RuBr,; quinolinium, needles. 
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The solutions of the pentabromides in hydrobromic acid instantly 
react with bromine vapour at the atmospheric temperature, giving 
the hexabromides, which separate in sparingly soluble, dark coloured 
crystals. The following new compounds are described; dipropyl- 
ammonium ruthenihexabromide, (NH,Pr,),RuBr,, long needles; 
isoamylammonium ; B-picolinium, needles; quinolinium. H. W. 


Dioximes. Giacomo Ponzio (Gazzetta, 1921, 51, ii, 213— 
228; Atti Accad. Sci. Torino, 1921, 56, 90—106).—In hot aqueous 
solution, the syn-modifications of dioximes of «-keto-aldehydes 
and «-diketones react directly with iron, copper, nickel, and cobalt 
in compact strips, giving the corresponding internal complex salts. 
In this reaction, 

2NOH:CR’-CR”-NOH+X —> (NOH:CR’:CR’’-NO),X-+-Ho, 
which possibly occurs also with other elements of Group VIII in 
the periodic system, the syn-glyoximes resemble strong acids, 
although they are not electrolytes and attack neither magnesium 
nor zinc. In this way, cobalt, copper, and iron mostly yield either 
deep brown colloidal solutions or amorphous precipitates, but 
cupric dimethylglyoxime has been obtained crystalline. 

Methylglyoxime, prepared by way of oximinoacetone, exhibits 
normal cryoscopic behaviour in water, has the molecular electrical 
conductivity Az, 0-062, and dissolves in water to the extent of 
approximately 2-08% at 8°, 4.58% at 26°, and 7-56% at 40°. 
Nickel methylglyoxime (Tschugaev, A., 1911, i, 261) crystallises 
in bright red prisms, begins to turn brown at about 200° without 
melting, dissolves in water to the extent of 0-0131% at 16° and 
0-0396°% at 100°, yields a scarlet precipitate of nickel dimethyl- 
glyoxime when treated in aqueous solution with dimethylglyoxime 
and a drop of ammonia solution, and dissolves in sodium hydroxide 
solution, giving an orange-yellow liquid which gradually deposits 
nickelous hydroxide. Duibenzoylmethylglyoxime, 

NOBz:CMe-CH:NOBz, 
crystallises in white needles, m. p. 164—165°. 

Two methods are given for the preparation of dimethylglyoxime, 
both making use of oximinomethyl ethyl ketone, which is pre- 
pared in the one case from methyl acetoacetate and in the other 
from methyl ethyl ketone. When crystallised from toluene, di- 
methylglyoxime has m. p. 240° (partial sublimation), and its 
solubility in water varies from 0-32 gram per litre at 0° to 5-66 
grams at 100° and is represented by the expression, log S=1-50515+ 
0-015251t—0-000027725t7. Its copper compound, contrary to 
Tschugaev’s statement (A., 1905, i, 743), is insoluble in the ordinary 
organic solvents with the exception of alcohol. The cobaltous salt, 
(C,H,O,N,)Co, obtained by heating either the aqueous solution of 
the glyoxime with a strip of copper or the alcoholic solution with 
aqueous cobalt acetate, forms a coffee-coloured powder with violet 
reflexion and commences to undergo change at about 200°. The 
dibenzoyl derivative has m. p. 225° (cf. Diels and Stern, A., 1907, 
i, 480). 

Methylethylglyoxime, NOH:CMe-CEt:NOH, crystallises in white 
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needles or laminz, m. p. 172—173°, and its solubility in water is 
expressed by the equation log S=1-81837-+-0-02317t—0-00009015:2, 
The compound described in Richter’s Lexikon (I, 290) as «6-dioxydi- 
iminopentane, NOH°CH-CPr:NOH, m. p. 168°, does not exist, 
Dibenzoylmethylethylglyoxime, Cy9H,,0,No, crystallises in long, 
white, lustrous plates, m. p. 173°. 

Methyl-n-propylglyoxime crystallises in large, lustrous plates or 
long, flattened needles, m. p. 175°, and its solubility in water is 
given by the expression, 

log S=1-23045-+-0-00478637t-+-0-000135081 222. 
The nickel salt forms orange needles, m. p. 159—160°, and the 
same melting point is found for the compound prepared by 
Tschugaev’s method (loc. cit.), although this author gave m. p. 
144°. The dibenzoyl derivative, C.y>H,0,N>, crystallises in white 
needles, m. p. 128°. 

Methylisopropylglyoxime, C gH ,0,N>, crystallises in lustrous 
lamin or long, slender needles, m. p. 157—158°, and its solubility 
in water is expressed by 

log S=0-23044—0-00075979t-+-0-000158762?. 
The nickel compound, (C,H,,0,N,),Ni, crystallises in lustrous, 
orange-yellow laminz, m. p. 229°, and the dibenzoyl derivative, 
white prisms, m. p. 112—113°. 

Chloromethylglyoxime has m. p. 188—189°. Its nickel com- 
pound, C,H,O,N,CI,Ni, forms lustrous, wine-red plates, and begins 
to blacken at about 200°. 

Nickel acetylhexoyldioxime, (CgH,;0,N,),Ni, crystallises in brick- 
red prisms, m. p. 157—158°. Nickel acetyl-n-nonoyldioxime, 
(C,,H,,0,N,).Ni, crystallises in yellowish-brown plates, m. p. 125°. 
Nickel acetylpalmityldioxime, (CjgH3,0,N5),Ni, forms yellow plates, 
m. p. 88—89°. Nickel acetylstearyldioxime, (CoyH3,0,N,).Ni, 
crystallises in orange plates, m. p. 89°. Nickel phenylmethylqly- 
oxime, C,,H,,0,N,Ni, forms scarlet needles, m. p. 239—240. 
Nickel methylbenzylglyoxime, (CjgH,,0.N,),Ni, crystallises in orange 
lamin, m. p. 180°. T. #. ¥. 


Chromithiocyanates. I. Nirts ByerRRum (Z. anorg. Chem., 
1921, 118, 131—164).—A detailed study has been made of the 
formation of complex thiocyanatochromi-compounds from chromium 
thiocyanate, of their properties, methods of analysis, and of their 
equilibria in solution. The existence of six different complexes 
has been established, of which four have been isolated. 

Experiments with mixed solutions of chromic nitrate and potass- 
ium thiocyanate, in which the formation of chromi-complexes was 
followed by observing the gradual diminution of the conductivity 
of the solution, showed that a condition of equilibrium is eventually 
reached, very slowly in the cold in dilute solution, much more quickly 
at higher temperatures or at greater concentrations. At the point 
of equilibrium, the number of (CNS) groups associated with each 
chromium atom in the complex depends on the ratio of thiocyanate 
to chromium salt originally present. A mixture of compounds is 
formed, which can be separated by taking advantage of their 
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different solubilities in ether. After acidification and extraction 
with ether, the aqueous solution contains a mixture of mono- 
chromipentaquothiocyanate and chromitetraquodithiocyanate salts. 
The existence of these salts was inferred from analysis of 
the solution. Their colour in solution is reddish-violet. They 
are quite stable in acid, but unstable in alkaline solution. The 
velocity constant in the formation of the mono-complex compound 
from chromium nitrate and potassium thiocyanate is 0-13 at 50°, 
the equilibrium constant 328, and the decomposition constant 
0-0004. 

Complex chromithiocyanates are also obtained by drying slowly 
a solution of a hexaquochromithiocyanate. During drying, the 
colour deepens, the solution becomes syrupy, and eventually 
indistinct, red crystals of a chromitriaquotrithiocyanate appear. 
The mixture contains, however, both higher and lower complex 
thiocyanato-compounds. The trithiocyanato-complex can be ex- 
tracted with ether, in which the higher tetra-, penta-, and hexa- 
compounds are not soluble in absence of free acid. It was not 
found possible to obtain the trithiocyanato-compound perfectly 

ure, but the analytical figures for the compound approximated to 
[Cr(CNS),(H, O);]. The aqueous solution is red, but it gives a 
green solution in ether, with which it forms a compound, probably 
containing 3 mols. of the solvent. It is quite stable in ether and 
in acid aqueous solution, but is rapidly decomposed by alkalis, 
and even by sodium acetate. Determinations of the partition 
coefficient between water and ether gave results varying from 
33 to 4-7, and it is supposed from this circumstance that the 
substance may be a mixture of two stereoisomerides. 

The rate of decomposition of potassium chromihexathio- 
cyanate was studied in aqueous, acid, alkaline, and alcoholic 
solution in the dark and in daylight. In the dark there is not 
much difference in the rate of decomposition in any of these media ; 
the fact that the hexathiocyanato-compound is not sensitive to 
alkali confirms the opinion that in the other compounds of the 
series decomposition by alkali is due to replacement of water in 
the inner complex by hydroxyl. In daylight, the rate of decom- 
position is about ten times as fast as in the dark. When an acid 
solution of the above potassium salt is shaken with ether, three 
layers are formed, the inner layer being a concentrated solution of 
chromihexathiocyanato-acid in ether. The acid, however, rapidly 
decomposes in ether. The following well- characterised, insoluble 
salts were prepared. Pyridine salt, (C;H,N),Cr(CNS).,H 0, reddish- 
violet, small, flat needles. Quinoline salt, (C, H -N),Cr(CNS),,H 20, 
very small crystals, similar to those of the pyridine salt, with a very 
small solubility product. KE. H. R. 


Chromithiocyanates. II. Nizts Byerrum (Z. anorg. Chem., 
1921, 119, 39—53; cf. preceding abstract)—After many unsuc- 
cessful attempts to isolate a chromiaquopentathiocyanate deriv- 
ative, this was accomplished by means of the quinoline salt. 
A solution containing potassium chromihexathiocyanate and 
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potassium thiocyanate in the mol. ratio 1:3 was heated for two 
days at 50°, and after acidification first the unchanged chromi- 
hexathiocyanate and then the chromipentathiocyanate were separ. 
ately precipitated with quinoline sulphate. Quinoline chromi- 
aquopentathiocyanate, [Cr(CNS);H,O](CsH,N),H,O forms bluish- 
violet, small, well developed crystals, readily decomposed by 
ammonia. An aqueous solution of the sodium salt was obtained 
by shaking the quinoline salt with ether and aqueous sodium 
acetate—acetic acid solution. Its colour is reddish-violet; the 
free acid in ether is greenish-violet, changing to green as it decom- 
poses into the tetrathiocyanato-acid. The rate of decomposition of 
the chromipentathiocyanato-ion was determined in aqueous acid 
solutions varying from py=1 to py=8. The stability increases 
with the acid strength; in alkaline solution decomposition is rapid. 
A solution of chromitetrathiocyanato-acid was prepared from the 
mixture obtained from the slow drying of a solution of hexaquo- 
chromic thiocyanate (loc. cit.), taking advantage of the fact that 
the neutral trithiocyanate is extracted by ether from neutral 
solution, the tetrathiocyanate only after acidification. It is stable 
in ether, unlike the pentathiocyanate, and forms a green ethereal 
solution. In water, it forms a reddish-violet solution and is quite 
stable in presence of acid. No well-defined crystallised salt of the 
chromitetrathiocyanato-acid was discovered; the quinoline salt is 
readily soluble and the quinine and strychnine salts form blue, 
flocculent precipitates of varying composition. E. H. R. 


Chromithiocyanates. III. Nieis Byerrvum (Z. anorg. Chem., 
1921, 119, 54—68).—This paper gives an account of the methods 
used for the analysis of complex mixtures of chromithiocyanato- 
compounds (preceding abstracts). Chromium was always esti- 
mated by titration with thiosulphate after oxidation to chromate 
with hydrogen peroxide. Titration of a solution of complex 
chromithiocyanate with silver nitrate by the Volhard method gives 
the total of ionic thiocyanate plus that present as chromi-tetra-, 
penta-, and hexa-thiocyanato-ions. The titrated solution is then 
boiled with sodium hydroxide to decempose chromithiocyanato- 
complex compounds and after acidification is again titrated by the 
Volhard process. The second titration gives all the thiocyanate 
present in the form of chromi-mono-, di-, and tri-thiocyanate com- 
pounds plus three thiocyanate groups for each molecule of the 
chromi-tetra-, penta-, and hexa-thiocyanate compounds. This 
method is useful only for determining the proportion of ionic and 
of total complex combined thiocyanate present. The ionic thio- 
cyanate can also be determined colorimetrically with an accuracy 
of 5—10% by comparing the colour given with ferric nitrate with 
standard thiocyanate solutions. When a large proportion of 
complex thiocyanato-chromium compounds is present their colour 
makes it impossible to use this method. The different complex 
compounds are estimated as follows. Chromi-hexa- and penta- 
thiocyanato-compounds are precipitated as quinoline salts, and 
' from an estimation of chromium and thiocyanate in the mixture 
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the proportion of each can be estimated. The remaining solution 
is then acidified with sulphuric acid and extracted with ether, after 
which the ether is again extracted with an aqueous sodium acetate- 
acetic acid solution. In this way, the trithiocyanate is obtained 
in the ether and the tetrathiocyanate in the aqueous acetate solution 
and both can be estimated. The original aqueous solution now 
contains chromium thiocyanate with chromi-mono- and dithio- 
cyanato-compounds. It is analysed for total chromium and com- 
plex combined thiocyanate. An estimation of chromium thio- 
cyanate is made on the original solution by adding potassium 
sulphate and alcohol, filtering, and analysing the precipitated 
chrome alum. A small proportion of chromium present as “ con- 
cealed basic chromium ”’ cannot be estimated in presence of chromi- 
thiocyanato-compounds. From the data obtained it is possible to 
estimate approximately the proportions of chromi-mono- and di- 
thiocyanato-compounds present. KE. H. R. 


Chromithiocyanates. IV. Nirets Bserrum (Z. anorg. Chem., 
1921, 119, 179—201; cf. preceding abstracts)—Experiments 
were made to study the equilibrium between different complex 
chromi-thiocyanato-compounds at 50°. At the ordinary tempera- 
ture, the velocity of formation of the complex compounds is 
extremely slow, but at 50° it proceeds at a speed convenient for 
measurement. The reaction was followed in solutions of chromic 
nitrate (0-014) and potassium thiocyanate containing varying pro- 
portions of the iatter, by means of conductivity measurements, and 
the solutions were analysed when equilibrium had been reached 
(cf. Pt. II). Six equilibrium constants are involved, corresponding 
with the series of six reactions, of which the first is Cr(H,O),++++ 
CNS-=Cr(H,0),CNS+++H,0O, and the last Cr(H,O)(CNS);--+ 
CNS-=Cr(CNS),---+H,0. These constants may be designated 
Kevensy Kerens,’**Kerexs,» and the values found are 328, 17:5, 
4-56, 1-93, 0-81 and 0-41. From these constants can be calculated 
the affinities of each successive thiocyanate group for the chromium 
atom. These, calculated from the equation A=RT7 log K and 
expressed in gram-calories are 3710, 1840, 970, 420, —130 and —570. 
From the equilibrium constants were calculated the proportions 
of each of the complex chromi-thiocyanato-compounds which will 
be present in solution in chemical equilibrium for concentrations of 
ionic thiocyanate from 10 to 10 molar, and these results are em- 
bodied in a diagram by means of which the concentration of each 
complex compound can be found when the thiocyanate-ion con- 
centration is known. A curve is given showing the relation between 
the concentration of ionic thiocyanate and the number of com- 
bined thiocyanate groups per atom of chromium. At 100°, equi- 
librium is reached in about half an hour, but apparently a rather 
smaller proportion of complex compounds is present at equilibrium. 
On the other hand, a solution which had stood for several years 
at room temperature showed a greater proportion of higher complex 
compounds than a solution of the same total concentration in 
equilibrium at 50°, E. H. R. 
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Preparation of Organic Compounds of Boron with the 
Aid of Boron Fluoride. I. Boron Alkyls and Alkylboric 
Acids. Ericn Kravsz and Rupotr Nirscne (Ber., 1921, 54, 
[B], 2784—2791).—Boron trialkyls are prepared readily by passing 
gaseous boron trifluoride (prepared from potassium borofluoride, 
boric anhydride, and concentrated sulphuric acid and purified by 
condensation by liquid air and subsequent fractionation of the 
liquefied gas) into an ethereal solution of the requisite Grignard’s 
reagents. They are isolated by distillation of the crude product 
of the reaction (under diminished pressure, if necessary) in an 
atmosphere of nitrogen. They are colourless, mobile liquids with 
a not unpleasant odour. They are readily oxidised on exposure 
to air, frequently becoming spontaneously ignited. They can be 
preserved indefinitely, even if exposed to light, in an atmosphere 
of nitrogen in sealed tubes. In spite of their relatively high boiling 
points, they are readily volatile at the atmospheric temperature. 
They are very slowly decomposed by water. The alkylboric acids, 
Alk-B(OH),, are most conveniently prepared by preserving the 
boron trialkyls in a loosely-stoppered flask originally filled with 
nitrogen; in consequence of the inward diffusion of air, they then 
become oxidised gradually to the boronalkyl oxides, Alk-B?0, 
which are converted by crystallisation from a small quantity of 
hot water into the alkylboric acids. The latter are crystalline 
compounds which are very soluble in the usual media. They 
reduce alcoholic silver nitrate solution when warm, but not in the 
cold. Their volatility is remarkable. 

Boron triisoamyl, B(C;H,,)3, has b. p. 119°/14 mm., d?* (vac.) 
0-7600, d7’* (vac.) 0-7607, ni’ 1-42983, nZ* 1-43207, nzZ 1-43782, 
ny 1-44254. Boron triisobutyl has b. p. 86°/20 mm., 188°/760 mm., 
d?° (vac.) 07380, whence d?* (vac.) 0°7400, nz#* 1-41652, n®* 
1-41882, nq; 1-42445, nq) 1-42882. Boron tri-n-propyl, b. p. 
60°/20 mm., 156°/760 mm., has d}7 (vac.) 0-7024, whence d?* 
(vac). 0-7225, nz 1-41129, nj* 1-41352, nee 1-41895, ney 1-42354. 

isoAmylboric acid, C;H,,°B(OH),, colourless, rectangular plates, 
m. p. 169°, isobutylboric acid, long, colourless, pointed plates, 
m. p. 112°, and n-propylboric acid, thick, rectangular plates, m. p. 
107°, are described. H. W. 


Constitution of Grignard’s Compounds. JvLius voN 
Braun (Ber., 1921, 54, [B], 2687)—The idea that the primary 
product of the interaction of a Grignard reagent with a carbonyl 
compound is a molecular additive product (Meisenheimer and 
Caspar, A., 1921, i, 654) has been advanced previously by the 
author (A., 1918, i, 107; 1920, i, 30). He, however, has regarded 
the addition as occurring at the oxygen atom, whereas Meisenheimer 
and Caspar consider it to take place at the magnesium atom. 


H. W. 


Lignite Producer Tar. S. RuyEmMaAnn (Ber., 1921, 54, [B)- 
2565—2568).—A preliminary account. The crude tar is dehydr, 
ated, freed from mechanical impurities, distilled under diminished 
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pressure (about 20 mm.), and finally treated with steam at 100°. The 
investigation of the neutral oils and phenols is confined for the 
resent to the steam distillate, whereas the total vacuum dis- 
tillate is used for the examination of the acids. The neutral oil 
is collected in a number of fractions between 83 and 166°/12 mm. 
The separate portions are characterised by a pleasant odour and 
deep blue fluorescence which gives place after a time to a dark 
brown coloration. They all contain sulphur (3°4—1°8%) which is 
removed only to a small extent by distillation over sodium, but 
can be considerably eliminated by treatment with sodium in boiling 
alcoholic solution; oxygen is also present. Further purification 
is conveniently effected by agitating them with methyl alcohol, 
which dissolves the greater proportion of the sulphur and the 
whole of the oxygen compounds and gives a residue containing 
essentially paraffins and naphthenes. The latter are readily 
destroyed by treatment with fuming nitric acid. A neutral 
fraction, b. p. 140—145°/12 mm. when treated in this manner, 
yielded a product, b. p. 144—147°/12 mm., which appears to be 
hexadecane or the next higher homologue. 

The portion of the tar soluble in sodium carbonate solution 
appears to contain acids of the series CypHyn_ 0, and CrHyn_40z, 
the investigation of which is not complete. 

The sodium hydroxide extract of the tar consists essentially 
of phenols which distil at 88—178°/12 mm., with considerable 
formation of pitch. They can be most readily separated from 
one another by conversion into the arylurethanes, NH,*CO-O-Ar, 
and crystallisation of the latter from a mixture of benzene and 
light petroleum. Regeneration is effected by heating the esters 
when they are decomposed into the phenols and cyanic acid. The 
presence of cresol and its three next higher homologues has been 
established. Phenol appears to be absent. H. W. 


Sulphuryl Chloride. I. Influence of Catalysts: a Con- 
venient Method of Chlorinating Benzene. OswaALp SILBERRAD 
(T., 1921, 119, 2029—2036). 


The o- and p-Nitrobenzyl Bromides. CuHarLtes MovuREu 
and RatpH L. Brown (Bull. Soc. chim., 1921, [iv], 29, 1006— 
1008).—o-Nitrobenzyl bromide may readily be obtained by the 
action of either hydrogen bromide or phosphorus pentabromide on 
o-nitrobenzyl alcohol in chloroform solution (cf. Norris, Watt, and 
Thomas, A., 1916, i, 461). p-Nitrobenzyl bromide is obtained 
with a 30% yield by the direct nitration of benzyl bromide (cf. 
Lyons and Reid, A., 1917, i, 559). W. G. 


The Action of Cupric Chloride on Organometallic Deriv- 
atives of Magnesium. Eustace EBENnezer TURNER (J. Roy. 
Soc. New South Wales, 1920, 54, 37—-39).—The method of preparing 
diphenyl by the interaction of magnesium phenyl bromide in 
ethereal solution and anhydrous cupric chloride (cf. T., 1919, 115, 
559) was found to be successful for the preparation of 1:1’ -ditolyl, 
but could not be used for coupling two dissimilar groups. 
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Cupric chloride did not react with the magnesium derivatives 
of halogenated fatty acids to give succinic acids, but ethyl «-bromo. 
butyrate reacted in ethereal solution with magnesium and cupric 
chloride, giving ethyl s-diethylsuccinate. W. G. 


The Behaviour of Azo-compounds and their Salts with 
Aromatic Hydrocarbons and Aluminium Chloride. Rupo.rx 
PUMMERER and JosEPH Brnaprt (Ber., 1921, 54, [B], 2768—2784) — 
An attempt has been made to extend Scholl’s condensations with 
aluminium chloride in the anthracene and naphthalene series to 
the benzene series by carrying out the reactions in presence of a 
substance, such as azobenzene, capable of undergoing hydro. 
genation. It is uncertain whether diphenyl is formed, for the 
greater part of the benzene is converted into viscous, high molecular 
condensation products, thus benzene and aluminium chloride 
begin to react at 40°, but no gaseous hydrogen can be detected. 
Bisdiphenylene-ethylene, however, when dissolved in dry xylene, 
b. p. 135—138°, and treated with five equivalents of aluminium 
chloride for twelve hours at 35—40°, is converted into bisdiphenyl- 
ene-ethane (67% yield), long, glistening needles from benzene and 
alcohol, m. p. 238°5—239°. The hydrogenating action of dry 
benzene, free from thiophen, and aluminium chloride on azobenzene 
for three-quarters of an hour at 60° results in the formation of 
hydrazobenzene in 18% yield. In presence of hydrogen chloride, 
phenylation occurs with the formation of aminodiphenyl, m. p. 
53°, in a yield of 70—80%, together with 10% of benzidine, some 
aniline, and 7—10% of an oxidisable substance which is possibly 
a semidine base. The course of the reaction in the formation of 
the aminodiphenyl is probably as follows: NPh:NPh+C,H, — 
NHPh-NH:C,H,Ph ; NHPh-NH:C,H,Ph —> NPh:N -CHPh; 

NPh-N°C,H,Ph+C,H, —- C,H,Ph-NH-NH-C,H,Ph ; 
C,H,Ph-NH-NH-C,H,Ph+2H —» 2C,H,Ph-NH,; 
which is equivalent to: NPh:NPh+2C,H,=2C,H,Ph-NH,. 
This reaction is not limited to the use of azobenzene and benzene, 
for a similar reaction proceeds even more readily when the latter 
is replaced by toluene or xylene. F. M. R. 


The Alleged Hexavalency of Carbon in Carbonium and 
Dyestuff Salts. A. Hanrzscu (Ber., 1921, 54, [B], 2569— 
2572).—Kehrmann’s theory of the hexavalency of carbon in 
carbonium salts (A., 1918, i, 311) is refuted, and is shown to be 
entirely lacking in experimental support. The extension of 
Kehrmann’s theory to the yellow salts obtained from fuchsonimon- 
ium chloride and to the salts of aminoazo-colouring matters 
(A., 1917, i, 593) is equally unsound. F. M. R. 


The Constitution of Carbonium Salts. A. Hantzscu 
(Ber., 1921, 54, [B], 2573—2613).—Determination of the absorption 
spectra, conductivity measurements, and chemical investigation 
show the existence of only two sharply-defined groups of tripheny]- 
methane derivatives, which are interconvertible, and which give 
rise to equilibrium mixtures. In addition to the normally-con- 
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stituted, colourless, non-conducting triphenylmethane compounds 
there exist only the well-characterised, anomalous, yellow con- 
ducting triphenylearbonium salts, which may be recognised by 
their absorption spectra. The latter compounds are not to be 
regarded as compounds which possess “ ionisable ’’ carbon valencies, 
or individual unsaturated carbon atoms, or quinonoid or quinolide 
rings, as has been the case hitherto, but are to be regarded as 
carbonium salts similarly constituted to the azonium, phosphonium, 
oxonium, and thionium salts. As is usually the case with -onium 
haloids, two series of isomeric halogen derivatives exist in the case 
of the carbonium compounds, viz., pseudo-salts with a direct 
non-ionising linking of the halogen atom, such as X-C(C,H;), 
and true salts with an indirect ionising linking of the halogen atom, 
such as [C(C,H,),]X. 

Under suitable conditions the compounds are partly isomerised 
when dissolved in inert solvents with the formation of an equilibrium 
mixture, thus : 

Br-C(C,H;), == [C(C,H;)3]Br, 
the tendency being towards the formation of the pseudo-salt. The 
more readily and completely the halogen atom forms complex 
anions with chemically active substances, the greater the tendency 
of the equilibrium towards the formation of the carbonium salt 
containing the complex kation [C(C,H;).]. 

Even the carbonium perchlorate in an inert solvent such as 
chloroform is converted into the pseudo-salt with the formation 
of the equilibrium mixture : 

[C(C,H;),]C1O, == ClO,*O°C(C,H5)z. 

Ether, in suitable concentrations, converts all the equilibrium 
mixtures into colourless solutions of the pseudo-salts, but, in the 
case of the pseudo-perchlorate, when the ether is removed, iso- 
merisation occurs and the true salt is formed. The chemical 
behaviour of carbonium salts also can only be explained by the 
complex formula [C(C,H,),)X. As is the case with all groups 
attached directly to the central atom of a complex kation, the 
benzene nucleus in carbonium salts cannot be detected by its 
usual reactions, such as bromination, sulphonation, or nitration. 
The carbonium salts are structurally related to the diazonium salts, 
as is shown by the common possession of several characteristic 
reactions; for example, alcohol converts triphenylearbonium salts 
into triphenylmethane in a similar manner to the conversion of 
benzenediazonium salts into benzene. 

The yellow salts of rosaniline dyes formed in strongly acid 
solution are also carbonium salts, thus pararosaniline forms tri- 
anilino-sulphato-carbonium sulphate, [O(CgHyNH,S0,H)s SOE. 


The Coloured Alkali Salts of Triphenylmethane, and 
Triphenylmethyl as an Amphoteric Ion. A. HanrTzscu 
Ber., 1921, 54, [B], 2613—2620).—The proof that the coloured 
salts of triphenylearbinol are true -onium salts (cf. preceding 
abstract) in which the triphenylmethyl residue functions as a 
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kation leads to the conclusion that the coloured alkali salts, such 
as triphenylmethyl-sodium, are neither true triphenylmethane 
derivatives with an ionisable carbon valency nor quinonoid com. 
pounds, but are also complex salts in which the triphenylmethy| 
residues function as an anion, thus: 


r oH | . 

| CoH O<G eq [Na 

In the same manner that the neutral triphenylmethyl residue 
in the colourless, non-conducting triphenylmethyl compounds, 
R:C(C,H;),, acts as kation in combination with strongly negative 
acidic residues or anions, it acts as anion when combined with 
strongly positive metals or kations. Consequently, alkali and 


tetra-alkylammonium salts (I) are chemically similarly constituted 
to the triphenylearbonium salts (II), although oppositely charged : 
i C,H , 
| CoHsO< Gen | (Na, or NR,) | CoH O<G eH | (X) 
(I.) (IL) 
Just as the triphenylearbonium salts are derived from the 
similarly coloured true base, [C(C,H;),)OH, which is spontaneously 
isomerised to the colourless pseudo-base, HO-C(C,H;)3, so the 
coloured alkali salts are derived from the true colour acid, 
[C(C,H;),]H, which is spontaneously isomerised to the colourless 
pseudo-acid, H-C(C,H;).. 

There is, therefore, an analogy with the aci-trinitromethane 
salts, and consequently the coloured metallic salts of triphenyl- 
methane are aci-triphenylmethane salts. Colourless pseudo- 
metallic salts, such as MgCl-C(C,H;)5, or Zn(CH,°C,H;)5, also 
exist and correspond with the colourless pseudo-haloid salts, 
X°C(C,H;)s. F. M. R. 


The So-called Halochromism of Triphenylmethane Deriv- 
atives. A. Hanrtzscu (Ber., 1921, 54, [B], 2620—2627).—A. von 
Baeyer’s conception of halochromism rests on a purely empirical 
basis and merely expresses the fact that certain colourless sub- 
stances are converted into coloured salts by means of colourless 
acids or bases, without explaining the phenomenon. In the author’s 
opinion, halochromism is produced by a discontinuous chemical 
reaction resulting in an alteration in structure, such as the alternate 
transition between an ionogenic and non-ionogenic linking, that 
is, isomerism between electrolytes and non-electrolytes. As it 
has been shown by optical measurements that normal salt forma- 
tion from true acids, which occurs without any structural alteration, 
is an optically indifferent process, it follows that halochromism 
does not occur without structural alteration. Kauffmann’s recent 
work on the derivation of valency laws (A., 1920, i, 50) is discussed 
and his deductions are refuted. F. M. R. 


The Co-ordination Number of Carbon. A. Hantzscu 
(Ber., 1921, 54, [B], 2627—2633).—As the haloid pseudo-salts of 
triphenylmethyl are isomerised under suitable conditions to the 
true triphenylcarbonium \haloids, it follows that the normally 


ORGANIC CHEMISTRY. i. 27 


uadrivalent carbon atom in the former possesses the co-ordination 
number 3 in the latter : 


X-C(C,H;)3 —> x| G¢q2>C—CoH |. 


(Carbon retains this co-ordination number also in all other electro- 
lytes in which it is the central atom of kations or anions, for example, 
in the yellow carbonium salts which contain more than two equiv- 
alents of acid to one of base, such as [C(C,H,-NH,°SO,H),|SO,H, 
and in the red anions of the alkali salts, such as [CH,*C,H,]Na, 
(CH(C,H;).|Na, [C(C,H;),]Na, etc. Under suitable conditions, the 
co-ordination number of carbon in the kation of the carbonium 
salts can be raised from 3 to 4, particularly in media which dissolve 
these salts without decomposition, thus : 
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Catalytic Oxidation of Naphthalene. C. R. Downs (US. 
Pat. 1374722).—Naphthalene vapour is partly oxidised to form 
phthalic anhydride by subjecting it to the action of an oxidising 
gas such as air at a temperature of about 450° in the presence of 
aluminium oxide as a catalyst. CHEMICAL ABSTRACTS. 


Catalytic Oxidation of Fluorene. J. M. Wuiss and C. R. 
Downs (U.S. Pat. 1374695).—Fluorenone is produced by oxidising 
fuorene vapour with air at a temperature of 300—700° in the 
presence of a catalytic metal oxide. CHEMICAL ABSTRACTS. 


Determination of the Melting- and Boiling-points of 
Anthracene, Phenanthrene, and Carbazole. W. Kirsy (J. 
Soc. Chem. Ind., 1921, 40, 2747).—Determinations of the melting- 
and boiling-points of anthracene, phenanthrene, and carbazole, 
using specially purified materials, gave the following results: 
anthracene, m. p. 218°, b. p. 340°; phenanthrene, m. p. 101°, 
b. p. 332°; carbazole, m. p. 247°, b. p. 351°5°. Earlier recorded 
values were generally lower in the case of the melting-points and 
higher in the case of the boiling-points. G. W. R. 


o-Quinones and 1:2-Diketones. IV. Synthesis of Ace- 
naphthene. A. ScHénpERG (Ber., 1921, 54, [B], 2838—2839).— 
A preliminary note. A suitable synthesis of acenaphthene and its 
derivatives has not been described previously. It is now shown 
that acenaphthenedisemicarbazone gives a 50°% yield of acenaph- 
thene when heated at 200° with a solution of sodium in alcohol 
(cf. Wolff, A., 1912, i, 988). The application of the synthesis to 
derivatives of acenaphthene is being investigated. H. W. 


New Derivatives of Diphenylamine. A. V. Brom (Helv. 
Chim. Acta, 1921, 4, 1036—1039).—The following new derivatives 
of diphenylamine are described: 4’-Chioro-2 : 4-dinitrodiphenyl- 
amine, orange-red needles, m. p. 166°, which on reduction with 
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sodium sulphide and alcohol yields 4’-chloro-4-nitro-2-aming. 
diphenylamine, brownish-violet needles, m. p. 177°; 2: 4-dinitro. 
4’-ethoxydiphenylamine, glistening, red plates, m. p. 119—120° 
which on reduction yields 4-nitro-2-amino-4’-ethoxydiphenylamine, 
brown plates, m. p. 153°; 2: 4-dinitro-4’-methoxydiphenylamine, 
dark red, glistening needles, m. p. 140°; 4: 4’-dichloro-2-nity. 
diphenylamine, reddish-brown, glistening needles, m. p. 149—150° fp 
In an attempt to prepare carbazole derivatives, the above nitro.ffy 
aminodiphenylamine derivatives were converted into the azimines, 
but nitrogen could not be removed from the latter; 4’-chloro-4. 
nitrophenylaziminobenzene, forms brown needles, m. p. 212—213° 
and on reduction and acetylation yields 4’-chloro-4-acetylamino. 
phenylaziminobenzene, silvery needles, m. p. above 300°; 4-nitro-4’. 
ethoxyphenylaziminobenzene, crystallised in pale brown needles, 
m. p. 145—146°. F. M. R. 


The History of the Blue Oxidation Product from Diphenyl.- 
amine. F. Kreurmann and Sr. Micrwicz (Helv. Chim. Acta, 
1921, 4, 949).—Blom’s view (A., 1921, ii, 664) that the cause off ™° 
the colour reaction between diphenylamine, nitric acid, and sulphuric § “Y° 
acid is still undecided is corrected (cf. Wieland and Miller, phin 
A., 1913, i, 1386; Kehrmann and Micewicz, A., 1912, i, 1020) §* 
The authors, in their former publication (loc. cit.), attributed the§ 2 
discovery of this reaction to Merz and Weith (Ber., 1872, 5, 283), 3 
whereas it was actually due to A. W. Hofmann (Annalen, 1864, alde 
432, 165). F.M.R. BS 


Ketens. XXXVII. Ketenimine Derivatives. H. Sraupi. athy 
GER and E. Hauser (Helv. Chim. Acta, 1921, 4, 887—896).—It 
has been shown previously (Staudinger and Meyer, A., 1920, i, 228) py, 
that a ketenimine derivative is prepared by the action of tripheny- : 
phosphinephenylimine with diphenylketen thus: PPh,-NPh+§ iho: 
CPh,.C:0 —> PPhs-O-+-CPh,:C-NPh. The same substance can also 
be obtained from triphenylphosphinediphenylmethylene and phenyl- 
carbimide: PPh,:;CPh,-+-NPh:CO —> PPh,O+CPh,:C:NPh. The § (5¢ 
former reaction occurs with greater readiness and smoothness, sho 
however, and has now been subjected to an extended examination. } 4 
Differently substituted ketens, which in other reactions exhibit § ™ 
such unusual diversity, react with about equal ease with phos- tcl 
phineimine derivatives. On the other hand, diphenylketen reacts § ™P 
much more readily with alkylated than with arylated phosphine- 
imines (cf. Staudinger and Hauser, this vol., i, 68). When the§ | 
act is considered that the replacement of the carbonyl by the §° 
C:N:R group usually causes enhanced activity, it is remarkable hyo 
to find that the ketenimine compounds are highly stable. They hyd 
do not suffer autoxidation and do not unite with unsaturated 
compounds. ‘They are generally stable towards water and alcohol, § ™. 
but are hydrolysed by acids to the corresponding acid amides. f anc 
They react fairly readily with aniline and phenylhydrazine, but ver 
much less vigorously than do the ketens. On the other hand, the § 4-c: 
ease with which the simple ketenimines undergo polymerisation is J ec 
surprising in such stable substances. chl 
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amin. Diphenylketenphenylimine, CPh,:C°NPh (loc. cit.), is converted 
linitro#by aniline into diphenylacetodiphenylamidine, m. p. 114°, and by 
—120° phenylhydrazine into the compound, CHPh,*C(-N-NHPh)-NHPh, 
amine&m. p. 117°. It undergoes autoxidation at 150°, partly in accord- 
, ance With the scheme: CPh,:C:NPh+0O, —>» COPh,+0O°:C:NPh. 


amine, 
'-nitro.f Triphenylphosphinemethylimine and diphenylketen give triphenyl- 
-150° phosphine oxide and diphenylketenmethylimine, CPh-C:NMe, a 


yellow liquid, b. p. 120°/0-2 mm., which could not be obtained 
quite pure. It is a very stable substance which shows little ten- 
dency towards polymerisation; it is converted by concentrated 
hydrochloric acid into diphenylacetomethylamide, colourless crystals, 
nu, p. 164-5°. In contrast with diphenylketenaphthenylimine, the 


nitro. 
mines, 
loro-4. 
—213°, 


vMiNo- 
tro-4’.B methyl compound unites with methyl iodide, but the methiodide 
hss not been examined further. Dimethylketenphenylimine, 


>edles, 
.R. §CMe,:C:NPh, is a pale yellow liquid, b. p. 98—100°/12 mm.; it 
.enyl- is transformed by concentrated hydrochloric acid into tsobutyr- 
Acta anilide, m. p. 104°. Ketenphenylimine, CH,:C:NPh, a colourless, 
1se off Bobile liquid, b. p. 35°/0-1 mum., which solidifies to a colourless, 
shuricg “yStalline mass at about —40°, is prepared from triphenylphos- 
liiller § Phinephenylimine and keten in light petroleum solution at_—20°. 
1020), It readily becomes polymerised to a black, amorphous solid when 
d the preserved, but is otherwise surprisingly stable; it does not appear 
283), BY react with water, alcohol, benzaldehyde, dimethylaminobenz- 
1864 g dehyde, benzylideneaniline, thiobenzophenone, azidocarboxylic 
R, §ester, or quinoline and carbon disulphide. Concentrated hydro- 

' Bchloric acid transforms it immediately into acetanilide. Kelen- 
UDIN-§ ethylimine, CH,:CH-NEt, could not be isolated with certainty by 
)—t reason of the readiness with which it polymerises even at —20°. 
, 228) Ethyl phenylimineketendicarboxylate, NPh:C:C(CO,Et)., forms colour- 
enyl- F less crystals, m. p. 80—83°; it is much more sensitive to moisture 


— than the products described above. H. W. 
enyl-f§ The 2-Methylnaphthalene Series. K.F Rims and W. LoHMANN 


The (Ber., 1921, 54, [B], 2912—2924)—DPrevious experiments have 
ness,{ shown that 1l-methyl-8-naphthol is very readily converted into 
tion, § derivatives of 1 : 2-dihydronaphthalene under the influence of mild 
hibit { Oxidising agents (A., 1906, i, 190). Under similar conditions, 
hos. § 4-chloro-2-methyl-«-naphthol is transformed into 2-methyl-1 : 4- 
sacts § Daphthaquinone. 
rine-| 2-Methyl-«-naphthylamine is prepared conveniently by reducing 
the f l-nitro-2-methylnaphthalene with tin and hydrochloric acid and 

the § 1s converted by chlorine in the presence of glacial acetic and fuming 
able § hydrochloric acids into 1-keto-2-methyl-2 : 3 : 4 : 4-tetrachlorotetra- 
re hydronaphthalene, OK one 
hol, fm. p. 118°, The latter is attacked but slowly by reducing agents, 
des. and does not liberate iodine from potassium iodide. It is con- 
but § verted by stannous chloride in glacial acetic acid solution into 
the | 4-chloro-2-methyl-«-naphthol, colourless needles, m. p. 104-5° (acetate, 
n is§ needles, m. p. 87°), which is oxidised by an excess of aqueous ferric 
chloride (less readily by hydrogen peroxide, nitrous or nitric acids) 


colourless, prismatic crystals, 
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to 2-methyl-1 : 4-naphthaquinone, long, yellow needles, m. p. 104°. 
the quinone is prepared more easily by the oxidation of a solution 
of 2-methyl-«-naphthylamine sulphate in boiling glacial acetic acid 
with hydrogen peroxide. It is reduced by stannous chloride in 
the presence of glacial acetic acid to 1 : 4-dihydroxy-2-methyl. 
naphthalene, colourless needles, m. p. (indefinite) 160°, after incipient 
darkening at about 120° (diacetate, prisms, m. p. 113°). Chlorine 
converts the quinone or quinol into 2: 3-dichloro-1 : 4-diketo-2. 


methylietrahydronaphthalene, fl Sodees 


crystals, m. p. 45-5°, which is transformed, slowly by stannous 
chloride and boiling glacial acetic acid but more rapidly by hot 
concentrated sulphuric acid, into 3-chloro-2-methyl-1 : 4-naph. 
thaquinone, dark yellow needles, m. p. 153°. It is remarkably 
stable towards aniline. Reduction with stannous .chloride trans. 
forms it into 3-chloro-1 : 4-dihydroxy-2-methylnaphthalene, long 
needles, m. p. (indefinite) 160°, after darkening at 130° (diacetate, 
slender, colourless needles, m. p. 194°). The action of bromine on 
2-methyl-1 : 4-naphthaquinone gives a mixture of 3-bromo-2-methy]- 
1: 4-naphthaquinone, yellowish-brown needles, m. p. 151°, and 
2 : 3-dibromo-1 : 4-diketo-2-methyltetrahydronaphthalene, 

\ CO-CMeBr 

CH Co.GHB: : 
coarse, pale yellow prisms, m. p. 107°. 3-Bromo-1 : 4-dihydroxy-2- 
methylnaphthalene crystallises in colourless prisms or needles, which 
darken above 95°, but do not appear to melt (diacetate, colourless 
needles, m. p. 209°). 

If hydrogen peroxide is added cautiously to a solution of 2-methyl- 
«-naphthylamine sulphate in boiling glacial acetic acid, the separa- 
tion of 4 : 4’-diamino-3 : 3’-dimethyldinaphthyl sulphate is observed. 
The free base forms colourless, prismatic crystals, m. p. 213° (diacetyl 
derivative, m. p. above 300°). The presence of two free amino- 
groups in the molecule is proved by its conversion into the di-p- 
nitrobenzylidene compound, C3g,H,,0,N,, small red crystals. 


small, pale yellow 


Chromo-isomeric Silver Salts of Pentabromophenol, and 
a Theory of Chromo-isomerism of Solid Compounds. 
Howarp J. Lucas and Arcute R. Kemp (J. Amer. Chem. Soc., 
1921, 43, 1654—1665)—The silver salt of pentabromophenol 
exists in two forms, one pink and the other colourless, and in both 
forms silver is linked to oxygen. The moist pink salt is converted 
into the more stable, colourless form on heating or in the presence 
of a small amount of alcohol or of ammonia. If treated with 
stronger aqueous ammonia, it is converted into a white ammoniate, 
C,Br,-O-NH,,C,Br,0Ag,2NH,,H,O, which changes into a yellow 
ammoniate, C,Br;*OAg,2NH., when warmed with stronger ammonia 
solutions. The pink salt is more reactive than the white salt. 
Thus with ethyl iodide it more readily gives the ethyl ether, and 
it more rapidly absorbs ammonia from an atmosphere containing it. 
To explain these facts, a new theory of chromo-isomerism is 
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posed, on the basis of which the wave-length of the light ab- 
sorbed by a substance will change as the electrostatic environment 
of the absorbing atoms or ions changes, and will be longest when 
the electrostatic fields are the strongest. This theory offers a 
satisfactory explanation of the yellow colour of aqueous solutions 
of the colourless sodium pentabromophenoxide, of the colour of 
the two forms of the silver salt, and of the yellow colour of the 
ammoniate of the latter. Absorption of light in these cases is 
attributed to the isorropesis of the benzene ring, which is un- 
doubtedly a factor in colour production in other benzene derivatives. 

The theory offers a satisfactory explanation of the different 
colours of polymorphic forms of inorganic compounds such as 
mercuric iodide, thallous iodide, etc. The more symmetrical 
form is the darker coloured because the electrostatic fields about 
the atoms are stronger in the more symmetrical forms. W. G. 


Production of Picric Acid from the Sulphonic Acids of 
Phenol. Ruru Kine (T., 1921, 119, 2105—2119). 


Preparation of p-Methylaminophenol. Society or CHEMICAL 
InDUSTRY IN BAsLE (Swiss Pat., 88561; from Chem. Zentr., 1921, 
iv, 803—804).—p-Arylsulphonamidopheny! esters of the formula 
Acyl‘O-C,H,-NH°SO,°Aryl are methylated on the N-hydrogen 
atom and the monomethyl derivatives thus obtained are hydro- 
lysed to form p-methylaminophenol by the usual methods. By 
treatment of 4-toluenesulphonamidophenyl toluenesulphonate, 
(,H,Me-SO,-NH-C,H,°O-SO,°C,H,Me, with sodium hydroxide solu- 
tions, the sodium salt is obtained as leaf-like, white crystals. This 
is heated with methyl alcohol and methyl chloride under pressure 
for a few hours at 100—120°, whereby 4-toluenesul phonmethylamido- 
phenyl toluenesulphonate is obtained; it forms needles, m. p. 162°. 
This is heated with 70% sulphuric acid, and by cautious addition 
of water to the brown product a clear solution is obtained, which is 
heated with dilute sodium carbonate solution, p-methylaminophenol 


is extracted from the weak alkaline solution with ether. 
G. W. R. 


Metallic Derivatives of Nitrophenolic Compounds. II. 
Some Nitrotolyloxides of Metals of Group II. Dororny 
GopDARD and ARCHIBALD Epwin Gopparp (T., 1921, 119, 2044— 
2048). 


Thymol from Nitrocymene. R. M. Cotz (U.S. Pat., 1378939). 
—Thymol is prepared by electrolytic reduction of nitrocymene 
and diazotisation and reduction of the resulting 2-amino-5-hydroxy- 
|-methy!-4-isopropylbenzene. CHEMICAL ABSTRACTS. 


Preparation of Thymol, Menthone, and Menthol from 
Eucalyptus Oils. Henry G. Smrrx and A. R, Penroxp (J. Roy. 
Soc. New South Wales, 1920, 54, 40—47; cf. T., 1921, 119, 779).— 
Piperitone, a natural constituent of certain eucalyptus oils (loc. 
cit.), when oxidised with ferric chloride and acetic acid, gives a 
25% yield of thymol. When reduced by hydrogen in the presence 
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of nickel at 175—180°, piperitone gives an almost quantitative 
yield of menthone, which on further treatment with sodium in 
aqueous ether gives menthol. W. G. 


Oxonium Salts from Phenol Ethers and Phenols. |, 
Nitrosophenol Dyes. IV. F. Kenrmann, H. Decker, and 
B. Sotontna (Ber., 1921, 54, [B], 2427—2435).—With refer. 
ence to Decker and Solonina’s quinonoid oxonium formula for 
Kehrmann and Messinger’s colour salt from thymol ethyl ether 
(A., 1902, i, 767), Meyer and Billroth (A., 1920, i, 37) state 
that the compound was not purified by crystallisation, and that 
the constitution of the diphenylamine derivative obtained by 
reduction was not definitely proved. These assertions are con- 
troverted by the authors, who apply the oxonium theory to explain 
the constitution of other similar compounds. a. a Bs 


Oxonium Salts from Phenol Ethers and Phenols. II. 
Decomposition of Oxonium Salts from Thymol Ethyl Ether 
and from Anisole by Water or Substances of Alkaline 
Reaction. F. Kenrmann, H. Decker, and Cu. ScHMAJEWSKI 
(Ber., 1921, 54, [B], 2435—2440). —The authors have investigated 
further the red compounds obtained from oxonium salts by the 
action of basic compounds or water (Decker and Solonina, A., 
1902, i, 767). 

In this way, Kehrmann and Messinger’s blue nitrate, 


Me Me 
ORY \So—no—7 
NO,"OEt: om as —NO a as O, 


(cf. —_— and Billroth, ‘i 1920, i, sn, yields a mixture, from 
which the following two compounds have been isolated: (1) Thy- 


moindophenol ethyl ether (Decker and Solonina, loc. cit.), and | 


(2) a small proportion of a compound, crystallising i in pale orange- 
yellow needles, m. p. 125—126°, and of unknown constitution; the 
expected diethyl ether of dithymylnitric oxide was not detected. 
When dianisylnitric oxide is prepared by the action of pyridine 
on the perchlorate of the blue compound formed by nitration of 
anisole (Meyer and Billroth, loc. cit.), it is accompanied by indo- 


phenol oxide monomethyl ether, Ox | =n O~< Soe, which 
crystallises in lustrous, pale orange-yellow needles, m. p. 125—126°, 
forms a violet solution in concentrated sulphuric acid, and is reduced 
by stannous chloride to p-hydroxy-p’ -methoxydiphenylamine. By 
ferric chloride, the latter is oxidised to indophenol monomethyl ether, 
which crystallises in lustrous, yellowish-red, unstable crystals, and 
may be prepared from the potassium derivative of indophenol, by 
way of the corresponding silver compound. a. my &- 


Studies in the Dihydronaphthalene Series. II. The 
ar-Dihydro-a-naphthols and their Derivatives. FREDERICK 
MavRicE Rowe and EstuHer Levin (T., 1921, 119, 2021—2029). 
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Nitro-Derivatives of Quinol. F. Kenrmann, M. Sanpoz, 
and R. Monnrer (Helv. Chim. Acta, 1921, 4, 941—948).—The 
observation that quinol monobenzoate is nitrated when dissolved 
in amyl nitrite led to this investigation of the quinol benzoates. 
The nitration of quinol monobenzoate, m. p. 163—164°, in acetic acid 
solution with one molecular proportion of nitric acid yields 2-nitro- 
quinol 4-monobenzoate, golden-yellow needles, m. p. 95—96°, 
identical with that obtained by the action of amyl nitrite. Hydro- 
lysis converts it into o-nitroquinol, m. p. 133—134° (Elbs, A., 1893, 
i, 640), and benzoylation yields o-nitroquinol dibenzoate, white, silky 
needles, m. p. 139—140°. Further nitration yields 2 : 6-dinitro- 
quinol 4-benzoate, citron-yellow needles, m. p. 150—151°, which 
on hydrolysis is converted into 2 : 6-dinitroquinol, long, yellow 
lain needles containing water of crystallisation, m. p. 134—135° (Nietzki, 
>, GA, 1883, 465); 2:6-dinitroquinol 4-nitrobenzoate, straw-yellow 

needles, m. p. 161—162°; 0-nitroquinol dinitrobenzoate, small, white 

Il. Forystals, m. p. 214—215°. 
her § ‘The nitration of quinol dibenzoate, m. p. 180—181°, yields 2 : 6- 
Ine Bdinitroguinol dinitrobenzoate, yellow needles, m. p. 158—159°. It 
SKI Gis interesting to note that two nitro-groups enter the quinol nucleus 
ted Gin this case, whereas a second nitro-group cannot be introduced 
the into the quinol nucleus by the nitration of 2-nitroquinol dibenzoate. 
A., The nitration of quinol dibenzoate never results in the formation 

sof a mononitro-derivative, which is in agreement with Nietzki’s 
observations (loc. cit.) with quinol diacetate. F. M. R. 


ative 
M in 


Nuclear Condensations of Ethers of Phenylmercaptan. I. 
A. BistrzycKi and Franz Kusa (Helv. Chim. Acta, 1921, 4, 969— 
981).—p-Methylthioltriphenylacetic acid, SMe-C,H,-CPh,-CO,H, 
colourless needles or microscopic prisms, m. p. 208—210° after 
‘softening at 204°, is prepared in almost quantitative yield by the 
}gradual addition of anhydrous stannic chloride to a gently boiling 
jsolution of benzilic acid and anisyl mercaptan in benzene, The 
silver salt and methyl ester, colourless prisms, m. p. 141—142°5°, are 
idescribed. Attempts to demethylate the acid by hydriodic acid 
or aluminium chloride alone or in the presence of benzene or carbon 
disulphide did not lead to the desired result. The acid is converted 
lo- Wby sulphuric acid (95%) at the atmospheric temperature into 
ch |P-methylthioltriphenylcarbinol, SMe*C,H,°CPh,-OH, pale yellow 
prisms, m. p. 65—68° after slight previous softening, which is 
reduced by zinc dust in glacial acetic acid solution to p-methyl- 
thioltriphenylmethane, colourless needles, m. p. 68—69°. The 
carbinol is converted by hydrogen chloride in ethereal solution 
into p-methylthioltriphenylchloromethane, rhombic platelets, m. p. 
88°5—89°5°, which undergoes a complicated decomposition when 
heated. The acid is converted by nascent bromine into p-methyl- 
sulphoxidetriphenylacetic acid, SOMe*C,H,*CPh,*CO,H, colourless, 
microscopic prisms, decomp. 130° (after four years the decomp. tem- 
perature had risen to 219—220°; the reason for this is unknown), and 
by potassium permanganate into p-methylsulphonetriphenylacetic acid, 
80,Me-C,H,*CPh,*CO,H, microscopic prisms, decomp. 140°. The 
VOL, OXXIL, i. c 
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latter is transformed by concentrated sulphuric acid into p-methy). 
sulphonetriphenylcearbinol, which appears to exist in two forms, 
m. p. 178—179° and 132° respectively; the former is produce 
when the latter is preserved, whilst the reverse change can occasion. 
ally be induced by crystallisation from a mixture of acetone and 
water. 

Diphenyl-«-methylthiolnaphthylacetic acid, SMe-C,)H,*CPh,°CO,H, 
rhombic leaflets, m. p. about 204° (decomp.) after previous darken. 
ing and softening, is prepared from benzilic acid and «-naphthy| 
methyl sulphide. (The sodiwm salt, needles, and methyl ester, 
colourless needles, m. p. 185—186°, are described.) It does not 


appear to be converted into the corresponding carbinol by treat. f; 


ment with sulphuric acid, although evolution of carbon dioxide 
occurs. When heated at 200—225°, it passes into diphenyl-v. 
methylthiolnaphthylmethane, CHPh,*C,)H,*SMe, prisms, m. p. 157— 
158°. 

Diphenyl sulphide can be condensed with benzilic acid, but the 
product has not been obtained in the crystalline condition. 

The condensation of diphenyleneglycollic acid and anisyl mer. 
captan in boiling benzene solution in the presence of stannic 
chloride leads to the production of 9-p-methylthiolphenylfluorene, 


ot >CH-CyHy SMe, long needles, m. p. 126—128°. 9-p-MMethyl. 


6**4 
thiolphenylfluorene-9-carboxylic acid, gi ee 
almost colourless leaflets, m. p. about 170° (decomp.), can, how- 
ever, be obtained when diphenyleneglycollic acid and thioanisole 
react in glacial acetic acid solution in the presence of concentrated 
sulphuric acid at a temperature not exceeding 40—45°. Under the 
latter conditions, benzilic acid can be condensed with thiophenol, 
but investigation of the product is not complete. H. W. 


, large, 


Derivatives of Cinnamyl Alcohol and Phenylallyl Alcohol. 
a-Phenylglycerol. CHARLES Movurev and Patrick GALLAGHER 
(Bull. Soc. chim., 1921, [iv], 29, 1009—1017).—Phenylally] alcohol 
or cinnamyl alcohol, when acted on by phosphorus _tribromide 
or hydrogen bromide, gives in all cases the compound C,H,*C,H,Br, 
which has, in all probability, the constitution CHPh:CH-CH,Br 
(cf. Klages and Klenk, A., 1906, i, 638). This monobromo-deriv- 
ative on bromination gives «Sy-tribromo-«-phenylpropane, which, 


when heated with silver acetate and acetic acid at 120—125° for}® 


thirty-five hours, gives phenylglyceryl triacetate, b. p. 175°/5—6 mm.; 
d® 1:1871; ni} 1:4972. This triacetate, when boiled with dilute 
hydrochloric acid, yields «-phenylglycerol, b. p. 181°/4 mm.; 
di®> 12213; nj}? 15605; ni} 15600; njf* 1°5598. W. G. 


The Molecular Transposition accompanying the Dehydra- 
tion of ««-Diphenyl-$-dimethylpropan-«-ol. (Mmr) Ramari 
(Compt. rend., 1921, 173, 1182—1184).—It has previously been 
shown that, when «a«-diphenyl-§8-dimethylpropan-«-ol is dehy- 
drated by means of a mixture of acetic anhydride and acety! 


cipiti 
sensi 
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‘Echloride, a hydrocarbon and a chloro-compound, C,,H,,Cl, m. p. 


1099—110°, are obtained (cf. A., 1913, i, 1325). This chloro- 
compound yields with silver acetate a hydrocarbon, C,,H,,, and 


ion.f its constitution is now established as being CH,*CPh,*CMe,Cl. 


xa-Diphenylpropaldehyde reacts with magnesium ethyl bromide 
to give BG-diphenylpentan-y-ol, b. p. 210—212°/40 mm., which by 
the action of thionyl! chloride is converted into y-chloro-88-diphenyl- 
pentane. Ethyl aa«-diphenylpropionate reacts with magnesium 
methyl iodide to give 66-diphenyl-y-methylbutan-y-ol, 
CMePh,-CMe,:OH, 


Pb. p. 186—187°/14 mm., which with thionyl chloride yields 
.} ,-chloro-B8-diphenyl-y-methylbutane, m. p. 108—109°, identical with . 


the chloro-compound mentioned above. W. G. 


Triphenylethinylcarbinol and its Analogues. Kurt HEss 
and WILHELM WELTZIEN (Ber., 1921, 54, [B], 2511—2521).— 


{The authors have prepared and investigated triphenylethiny!- 


carbinol, OH-C(C:CPh),, phenyldi-phenylethinyl-carbinol, 
OH-CPh(C:CPh),, 


.fand diphenylphenylethinylearbinol, OH*CPh,-C:CPh, in order to 


ascertain if, as regards halochromy, these compounds resemble the 
carbinols including radicles of the triphenylmethyl type con- 


‘Btaining so-called tervalent carbon. The third of the above com- 


pounds is Nef’s benzophenonephenylacetylene (A., 1900, i, 21) 
obtained by the action of sodium phenylacetylide on benzophenone, 
and the authors have prepared all three compounds by this method 


fwhich gives, however, poor yields. Better results were obtained 
‘Eby the use of magnesium phenylethinyl bromide. That the 


reactions really proceed in the direction supposed and that, for 
instance (Kohler and Reimer, A., 1905, i, 347), in the action of 
magnesium phenylethylene bromide on phenylpropiolic chloride 
the acetylene linking of the phenylpropiolic acid does not par- 
ticipate, is shown by the fact that the action of hydrogen and 
platinum black in alcoholic solution converts the triphenyl- 
ethinyl-carbinol into a compound obtainable also from magnesium 
8-phenylethyl bromide and ethyl 8-phenylpropionate : 
OH-C(C:CPh), OH:C(CH,°CH,Ph)s. 
2CH,Ph-CH,*MgBr+CO,R-CH,°CH,Ph —7 

The,action of magnesium phenylethinyl bromide on distyryl 
ketone yields a compound, C,;H,,0, which forms a yellow syrup 
solidifying to a deep brown, vitreous mass, gives a red solution 


., with concentrated sulphuric acid, and has probably the constitution 


CPhiC-C(OH)(CH:CHPh),, although here also combination of 


-}phenylacetylene at an ethylene gap of the ketone is not excluded. 


The three carbinols exhibit typical halochromy, and give 
respectively : (1) with concentrated sulphuric acid, bluish-violet, 


-fmagenta, and orange-red solutions, (2) with perchloric acid, deep 


bluish-violet, Bordeaux, and orange-red precipitates, and (3) with 
stannic chloride, bright blue, Bordeaux, and reddish-violet pre- 


-Ecipitates. The colorations and precipitates are, however, so 


sensitive that no double compounds have yet been isolated. With 
c2 
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phenylacetylene or tolane, no sign of halochromy is revealed by 
the above reagents. The conclusion is drawn that the tripheny. 
methane configuration with its typical effects on the carbinol need 
not be attributed to the aromatic character of the benzene nucleus, 
since halochromy is observed when the benzene nuclei are replaced 
by “ gap-linkings.’”’ Owing to the instability of these acetylene 
compounds, it was not found possible to replace the hydroxy] of 
the carbinols by halogens, so that the question of radicle-dissociation 
remains open. 

Oxalyl chloride and magnesium phenylethinyl bromide react, 
giving a compound agreeing in composition with the formula 
OH-C(C:CPh),*C(C:CPh),-OH, and an attempt is to be made to 
obtain by pinacone rearrangement a compound which, with 
magnesium phenylethinyl bromide, will yield an ethane derivative 
which contains only one hydroxyl group and may be examined 
for dissociation. 

For the purpose of testing Gomberg’s quinocarbonium theory, 
Schlenk and Ochs (A., 1915, i, 579) prepared tri-2-thionylcarbinol 
and regarded the halochromy of this compound as explainable 
by quinonoid rearrangement (cf. Pfeiffer and Béottler, A., 1919, 
i, 62). For triphenylethinylearbinol, however, quinonoid rear. 
rangement is excluded, unless a highly improbable allenic structure 
is assumed. 

Tri-phenylethinyl-carbinol, C,;H,,0, prepared from magnesium 
phenylethinyl bromide and phenylpropiolic chloride, crystallises 
in long, colourless needles, softening at 122°, m. p. 126—128° 
(browning). 

Phenyldiphenylethinylearbinol, C,,H,,0, prepared from mag. 
nesium phenylethinyl bromide, ethyl bromide, magnesium, and 
phenylacetylene, forms a yellow oil. 

Tri-B-phenylethylcarbinol, OH*C(CH,°CH,Ph),, crystallises in 
bundles of long, colourless needles, softening at 66°, m. p. 68—69°. 

The compound Cz,H,.O0, (see above), obtained from magnesium 
phenylethinyl bromide and oxalyl chloride, forms pale yellow 
crystals, softening at 128°, m. p. 130—131° (decomp.). T. H. P. 


Action of Nitrogen Iodide and of Cyanogen Iodide on 
Benzamidine. Pavut Rosin (Compt. rend., 1921, 173, 1085— 
1086).—Nitrogen iodide readily reacts with benzamidine to give 
iodobenzamidine (A., 1920, i, 568), but cyanogen iodide gives a 
very unstable, additive compound, C,H,N,°CNI, m. p. 72° sa as 

W.G. 


Electrolytic Reduction of some Carboxylic Acids. 
HarvusHicE Inoue (J. Chem. Ind. Japan, 1921, 24, 906—918).— 
By the electrolytic reduction of (a) phenylacetic acid, (6) cinnamic 
acid, and (c) benzoic acid, the following substances were isolated 
in each case: (a) Phenylethyl alcohol and r-@y-dihydroxy-«é-di- 
phenylbutane, m. p. 114-5°. (6) y-Phenylpropyl alcohol and r-yé- 
dihydroxy-«{-diphenylhexane. (c) Benzyl alcohol. $y y-Dihydroxy- 
«-phenyl-y-methylbutane, m. p. 145°, was prepared by the same 
reducing method (cf. J. Soc. Chem. Ind., 1922, Jan.). K. K. 
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The Electrochemical Oxidation of Aromatic Nitriles. 
fr. Ficuter and Gustav GrisarD (Helv. Chim. Acta, 1921, 4, 
928—941).—The behaviour of benzonitrile, the three toluonitriles, 
henylacetonitrile, and allied substances has been examined. 

Benzonitrile is extensively degraded by electrochemical oxidation, 
in addition, hydroxylation of the nucleus takes place with the 
formation of catechol and 2: 5-dihydroxybenzonitrile, colourless 
needles, m. p. 151°. 

p-Toluonitrile is electrochemically oxidised at lead peroxide 
anodes with exceptional smoothness to p-cyanobenzoic acid; in 
the most favourable circumstances, the total yield of this sub- 
stance and terephthalic acid amounts to 446%. p-Toluic acid, 
when dissolved in a mixture of acetone and sulphuric acid, is con- 
verted at a lead peroxide anode into terephthalic acid, the yield 
being 14%. In warm solution and with an excess of current, p- 
xylene is oxidised at a lead peroxide anode mainly to p-tolualdehyde, 
small quantities of p-toluic acid being also formed. From these 
results it is apparent that the electrochemical oxidation of the 
methyl to the carboxyl group is greatly facilitated by the presence 
of the cyano-radicle. 

In a well-cooled solution, o-toluonitrile is converted at a lead 
peroxide anode into o-cyanobenzoic acid, the yield being 6-25% ; 
in addition, very considerable degradation occurs. If the cooling 
is not efficient the nitrile becomes hydrolysed to o-toluic acid, 
which becomes oxidised to o-phthalic acid. o-Toluic acid is 
very extensively degraded in acetone-sulphuric acid solution at 
lead peroxide anodes; phthalic acid is formed to the extent 
of 5%. 

es acid is produced in 28% yield from m-toluo- 
nitrile dissolved in a mixture of acetone and sulphuric acid at lead 
peroxide anodes; the formation of dark, resinous products is more 
marked in this case than with the other isomerides. 

Under all conditions of electrochemical oxidation, phenylaceto- 
nitrile is attacked and suffers fission at the methylene group; the 
sole products are benzaldehyde and benzoic acid, which are also 
produced from phenylacetic acid.  ?. - 


Nitration, Chlorination, and Bromination of m-Hydroxy- 
benzeic Acid. P. H. Bryer (Rec. trav. chim., 1921, 40, 621— 
631)—On nitration m-hydroxybenzoic acid yields the 2-nitro-, 
4-nitro-, and 6-nitro-derivatives together with a small quantity of 
a dinitro-acid (cf. Griess, A., 1887, 485). Chlorination yields the 
2-chloro- and 6-chloro-acids (cf. Zincke and Walbaum, A., 1891, 
i, 708, and Mazzara, A., 1900, i, 596). Bromination, in acetic acid 
solution, yields the 4-bromo-derivative only (cf. Coppadoro, A.., 
1903, i, 257). For purposes of comparison with acids which other 
workers had stated to be obtainable by the methods used, but 
which were not so obtained, the following were prepared: 5-nitro- 
m-hydroxybenzoic acid, pale yellow crystals, m. p. 194—195°, was 
obtained by hydrolysis of the methyl ester prepared as described 
by Cohen and McCandlish from methyl 3: 5-dinitrobenzoate (T., 
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1905, 87, 1266). Griess’s 5-nitro-acid (A., 1887, 485) is in reality 
6-nitro-m-hydroxybenzoic acid; 4-chloro-m-hydroxybenzoic acid, 
m, p. 219-5—220-5°, was obtained from 4-nitro-m-hydroxybenzoic 
acid by reduction, diazotisation, etc.; and 6-bromo-m-hydroxy. 
benzoic acid, m. p. 185° (decomp.), was prepared similarly from 
6-nitro-m-hydroxybenzoic acid. H. J. E. 


Some Derivatives of Saligenin. Murrmi C. Harr ang? 3( 
ArtHuR D. HirscHrecper (J. Amer. Chem. Soc., 1921, 43, 1688—§» 
1693)—With a view to study their pharmacological properties : 
derivatives of saligenin of the types OR-C,H,°CH,°OH, - 

R-CO-0-C,H,°CH,°0H, it 
and R:CO-O-C,H,°CH,-O-COR were prepared. The ethers wer§!. 
prepared by heating potassium saligenate with the alkyl or ary! 
haloid on a water-bath under a reflux condenser. In this way, een 
the authors obtained the ethyl ether, b. p. 264° (cf. Botsch, A, ci r 
1882, 174), the propyl ether, b. p. 155—157°/24 mm.; the n-butyl nt 
ether, b. p. 160—162°/25 mm.; the isoamyl ether, b. p. 176°/27§° 
mm., and the benzyl ether, b. p. 221—222°/25 mm., m. p. 37°. 

The mono-esters were prepared by the action of acid chlorides or 
anhydrides on potassium saligenate in ether or alcoholic solutions, 
The monoacetate has b. p. 167—168°/29 mm.; the monobenzoate 
was a colourless oil; the dibenzoate obtained by benzoylation in 
pyridine solution had m. p. 51°. 

Potassium saligenate is best obtained by the action of alcoholic 179 
potassium hydroxide on saligenin in acetone solution. A good 18 
yield of 5-bromo-2-hydroxybenzyl alcohol was obtained by the §* " 
method of Auwers and Biittner (A., 1899, i, 36). For the preparation 
of 5-iodo-2-hydroxybenzyl alcohol, Seidel’s method (cf. A., 1899, 
i, 597) is not satisfactory. A good yield is obtained by treating 335 
saligenin in aqueous solution with a solution of iodine in aqueous ei 
potassium iodide. W. G. 


Complex Metallic Ammines. VI. cis-Phthalato-, cis-] 1 
Homophthalato-, and other Diethylenediaminecobaltic Salts. | Ne 
JameEs Cooper Durr (T., 1921, 119, 1982—1988). (Co 


The Optically Active Forms of the Keto-dilactone of } the 
Benzophenone-2 : 4: 2’: 4’-tetracarboxylic Acid. WHL1An § sod 
Hopson Mitts and Cuartes Reynotps Nopper (T., 1921, 119, } evi 
2094—2104). a-b 


Preparation of Vanillin from Acetylisoeugenol. W. C. | (cf 
Srevers and L. GivaupAN AND Co. (Swiss Pat., 89053; from Chem. | wh 
Zentr., 1921, iv, 911).—Acetylisoeugenol is oxidised in the presence f rea 
of aromatic aminocarboxylic acids. For example, acetylisoeugenol, J mo 
as such, or dissolved in an appropriate solvent, is added to an J «-b 
aqueous solution of sodium dichromate. The mixture is mechanic- [ m. 
ally shaken at 80° while a solution of p-aminobenzoic acid in 50% | mc 
sulphuric acid is added. Acetylvanillin is extracted from the 
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oducts of reaction. The bisulphite compound is obtained and 
treated successively with acid and sodium hydroxide. G. W. R. 


The Preparation of Aldehydes from Acid Chlorides. IV. 
Dialdehydes. I. Kari W. RosenmunD, F Ritz ZETZSCHE, and 
(ar. Futrscu (Ber., 1921, 54, [B], 2888—2893)—An examination 
of the possibility of preparing di- and poly-aldehydes by the cata- 
lytic reduction of the corresponding acid chlorides (cf. A., 1918, 
; 300; 1921, ii, 320). 

The action is carried out by means of hydrogen in the presence 
of palladised kieselguhr in hot xylene solution, “ svlphured ”’ 
quinoline being used as regulator. Suberyl, isophthalyl, and tere- 
phthalyl chlorides are thus converted into the corresponding 
dialdehydes in 75—85°% yield. s-o-Phthalyl chloride, on the 
other hand, gives mainly phthalide under these conditions; pre- 
sumably the symmetrical is transformed into the unsymmetrical 
acid chloride by the palladium chloride formed during the reaction 
in the same manner as by aluminium chloride. 

The following substances are described. Suberdialdehyde (di- 
semicarbazone, m. p. 183—185°, dioxime, m. p. 152°; diphenyl- 
hydrazone, colourless needles, m. p. 84—86°); isophthaldialdehyde, 
m. p. 88—89°; terephthaldialdehyde, m. p. 116°; terephthalyl- 
idinedi-x-naphthylamine, C,gHo No, yellow crystals, m. p. 223—225° 
after softening at 210°; terephthaldialdehydedi-p-nitrophenylhydr- 
azone, crystalline powder, m. p. 281° (decomp.) after softening at 
272°; terephthaldialdehydediphenylhydrazone, yellow leaflets, m. p. 
278° (decomp.) after softening at 265°. 

Terephthalyl chloride is converted by aniline in xylene solution 
into the dianilide, long, colourless needles, m. p. 334—337°, by 
«naphthylamine into the di-«-naphthalide, needles, m. p. 334— 
335° (slight decomp.) after softening at 325°, and by diphtnyl- 
amine into the bisdiphenylamide, colourless needles, m. p. 272—273° 
(decomp.) after softening at 268°. ~ H.W. 


The supposed True Dibenzoylmethane of Wislicenus ; 
New Experiments. CHARLES DUFRAISSE and PIERRE GE&RALD 
(Compt. rend., 1921, 173, 985—987).—It has been shown previously 
(A., 1921, i, 114) that the compound obtained by Wislicenus by 
the saponification of phenyl bromostyryl ketone with alcoholic 
sodium hydroxide is not dibenzoylmethane, CH,(COPh),, and 
evidence is now produced to show that the compound is really 
1-benzoyl-6-ethoxy-6-phenylethylene, COPh-CH:CPh:OEt. 

Benzoylphenylacetylene readily condenses with ethyl alcohol 
(cf. Moureu and Brachin, A., 1904, i, 811) to give a compound 
which is identical with Wislicenus’s compound. Wislicenus’s 
reaction really takes place in two stages. In the first stage, a 
molecule of ethyl alcohol is added at the double linking, giving 
a-bromo-a-benzoyl-f-ethoxy-B-phenylethane, COPh-CHBr-CHPh:OEt, 
m. p. 60—61°; b. p. 182—183°/3—4 mm., which then loses a 


molecule of hydrogen bromide, giving Wislicenus’s compound. 
W. G. 
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Hydroxycarbonyl Compounds. 2:4:6:2’-Tetrahydroxy. 
benzophenone. P. Karrer (Helv. Chim. Acta, 1921, 4, 992— 
993).—2 : 4: 6 : 2’-T'etrahydroxybenzophenoneketimide hydrochloride, 

C,H,(OH),°C(C,H,°OH):NH,HCl, 
colourless needles, separates gradually when a solution of salicylo. 
nitrile and phloroglucinol in anhydrous ether is saturated with 
hydrogen chloride in the presence of anhydrous zinc chloride and 
preserved at the atmospheric temperature during several days; 
it is a relatively stable substance which may be crystallised from 


fuming hydrochloric acid. It is hydrolysed by hot water tof. 


2:4: 6: 2’-tetrahydroxybenzophenone, CgH,(OH),*CO-C,H,°OH, yel. 
low leaflets which gradually decompose and blacken when heated; 
the latter has marked anti-diarrheic action. H. W. 


The Products of the Reduction of Hydroxymethylene- 
acetophenone [Phenyl {$-Hydroxyvinyl Ketone] and of 
a-Hydroxymethylene-«-benzylacetone [$-Phenyl-«-hydroxy- 
methylene-ethyl Methyl Ketone]. Hans Rupr and Hans Miu 
(Helv. Chim. Acta, 1921, 4, 841—860).—The successful reduction 
of hydroxymethylenecamphor to camphylearbinol by hydrogen in 
the presence of nickel has led the authors to investigate the be- 
haviour of phenyl $-hydroxyvinyl ketone and 8-phenyl-«-hydroxy- 
methylene-ethyl methyl ketone under similar conditions; the 
reactions in these cases are found to follow a complex course. 

Phenyl $-hydroxyvinyl ketone, COPh-CH:CH:OH, is not smoothly 
reduced by hydrogen in the presence of nickel in aqueous-alcoholic 
solution. Its reduction by aluminium amalgam in moist ethereal 
solution, and the action of nickel and hydrogen, sodium amalgam, 
and zinc dust and ammonium chloride respectively on its sodio- 
compound, are described fully. Apart from the formation of very 
considerable amounts of resinous by-products, hydrogenation pro- 
ceeds in such a manner that the double bond and the ketonic group 
are affected simultaneously, giving the corresponding glycol, which 
passes by loss of water into the unsaturated secondary alcohol, 
thus: COPh-CH:CH-OH + 2H, = OH-CHPh:CH,-CH,-OH —"° 
OH:CHPh:CH:CH,. «y-Dihydroxy-a-phenylpropane is a colourless, 
odourless liquid, b. p. 175°/11 mm. (slight decomp.). It is smoothly 
transformed by benzoyl chloride in the presence of pyridine into 
the corresponding dibenzoate, colourless needles, m. p. 51°, which 
loses benzoic acid when heated and passes into cinnamyl benzoate, 


CHPh:CH-CH,-OBz, a highly refractive liquid, b. p. 209°/13 mm. | 


a-Phenylallyl alcohol, OH*CHPh:CH:CH,, is a colourless liquid, 
b. p. 92°/11 mm., 214°/760 mm., the constitution of which is proved 
by its conversion, by means of ozone, into mandelic acid. The 
corresponding benzoate, a colourless, mobile liquid, has b. p. 182°/12 
mm. 

The reduction of styryl methyl ketone to $-phenylethyl methyl 
ketone, b. p. 112—113°/12 mm., is effected with unusual ease 
and in 98—100% yield by means of hydrogen and nickel. The 
condensation of the saturated ketone with ethyl formate in the 
presence of sodium, sodamide, or sodium ethoxide is described 
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fully, the latter agent being preferentially used, since it leads to 
the production of the «-compound (yield 80%) and y-compound 
yield 10—15%) which are separated by taking advantage of the 
solubility of the copper salt of the latter in cold benzene in which 


“Bthe copper compound of the former does not dissolve. 6-Phenyl- 


r-hydroxymethylene-ethyl methyl ketone, CH,Ph-C(:CH-OH)-COMe, is 
an extremely unstable substance characterised by the readiness 
with which it passes into 6-acetylindene (see later) when heated or, 
more particularly, when treated with a trace of acid; the corre- 
sponding sodium salt, a pale yellow, amorphous powder, copper 
salt, steel-blue leaflets, m. p. 184°, and amorphous nickel salt are 
described. The sodium salt is readily converted in aqueous solution 
by the addition of the hydrochloride of the requisite base into the 
anilide, CH,Ph-CAc:CH:NHPh, lemon-yellow needles, m. p. 180— 
134° (indefinite), and p-tolwidide, pale yellow needles, m. p. 103°. 
The corresponding amide crystallises in long, almost colourless 
needles, m. p. 95°. The benzoate, triclinic crystals, m. p. 73°, is most 
conveniently prepared from benzoyl chloride and the copper salt 
in well-cooled pyridine solution. By reason of its instability, the 
reduction of §-phenyl-«-hydroxymethylene-ethyl methyl ketone 
appears to be impossible, but the benzoate is readily hydrogenated 
in accordance with the scheme: CH,Ph-CAc:CH-OBz+H, —> 
(H,Ph:CHAc:CH,-OBz —»> CH,Ph-CAc:CH,+Ph-CO,H _ths 
CH,Ph-CHMe-COMe. «-Phenylisopropylethyl methyl ketone, b. p. 
118—120°/14 mm., gives a semicarbazone, colourless needles, m. p. 
112°; it is converted by ethyl formate and sodium ethoxide into 
a-phenylisopropyl B-hydroxyvinyl ketone, 
CH,Ph-CHMe-CO-CH:CH:OH, 
slender, colourless needles, m. p. 62° (the sodium, nickel, and copper 
salts are described). 
CH, 


8-Acetylindene, CoH, < Gq Ce, asbestos-like needles, m. pe. 


122° (phenylhydrazone, colourless needles, m. p. 225°) is most con- 
veniently prepared from $-phenyl-«-hydroxymethylene-ethyl methyl 
ketone by the action of hydrochloric or formic acid. It is 
converted by concentrated nitric acid or ozone into phthalic 
acid; the isolation of an intermediate compound could not be 
effected. 

8-Phenylethyl 8-hydroxyvinyl ketone, CH,Ph*CH,-CO-CH°:CH-OH 
(see above), crystallises in colourless needles, m. p. 99°, b. p. 139— 
140°/12 mm. It is moderately stable when pure and dry, but 
is rapidly and quantitatively decomposed by traces of mineral 
acids into formic acid and @-phenylethyl methyl ketone. The 
sodium and copper salts and the benzoate, colourless needles, m. p. 
99—100°, are described. H. W. 


Additive Reactions of the Carbonyl Group involving the 
Increase in Valency of a Single Atom. James B. Conant 
(J. Amer. Chem. Soc., 1921, 43, 1705—1714, 2125; cf. preceding 
abstracts)—The additive reactions of the phosphorus haloids with 


carbonyl compounds are of a different type from the reactions of 
c* 
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most reagents with these compounds in that they involve the form. 
ation of a cyclic compound and the increase in valency of a single 
phosphorus atom. The reaction is reversible and is analogous to 
reactions such as the addition of halogen acids to ammonia. The 
author has applied Lewis’s theory of the cubical atom (cf. A, 
1916, ii, 310) to this problem. He considers that the positive 
nucleus of the carbon atom of the carbonyl group is exposed by 
the drawing away of the electrons of the double bond, and that 
the exposed nucleus behaves, in additive reactions, like a positively 


charged atom and unites with atoms having unshared electrons, fi 


Such an atom is the phosphorus atom in phosphorus trichloride 
and the nitrogen atom in ammonia. The resulting additive con. 
pounds may undergo various irreversible intramolecular changes 


‘ or react irreversibly with other reagents giving stable products. 


Phosphorus tribromide combines with phenyl styryl ketone in 
the 1:4-position, the reaction being parallel to that with the 
trichloride and the equilibrium has been determined in each case. 
It is more in favour of the additive product in the case of the 
tribromide than with the trichloride. 


1:2-Naphthaquinols. K. Fries (Ber., 1921, 54, [B], 2925— 
2930).—The compound described by Fries and Hiibner (A., 1906, 
(:CH,)-C0 
H=—|CH 
has been shown by Pummerer and Cherbuliez (A., 1915, i, 418; 

1919, i, 440) to have the constitution 
CH; O CH; indicated by the annexed formula 


P i ed \-o \/\/\. and to be dissociable in solution into 
ee Se | | | 1: 2-naphthamethylenequinone and 


ba a al \/\/ 1-methyl-8-naphthol. They have there- 
fore considered that the dehydro-com- 
pound obtained from 6-bromo-l-methyl-@-naphthol (Fries and 
Hiibner, Joc. cit.) must yield 6-bromo-1-methyl-6-naphthyl acetate 
(in addition to the compound, C,,H,,0,CIBr, previously isolated) 
when acted on by acety! chloride; this is now shown to be the case. 
It is also shown that the constitution, FF tenons iget Sng 
assigned previously to the compound C,3H,,0.CIBr, is incorrect, 
since it is hydrolysed to 4-chloro-6-bromo-1-methyl-8-naphthol, 
needles, m. p. 179°, and hence must be 4-chloro-6-bromo-]- 
methyl-8-naphthyl acetate. The course of the reaction is explained 
by the fission of dehydro-6-bromo-1l-methyl-8-naphthol into the 
quinol chloride, CoH Br ee which is converted into the 
acetate of 4-chloro-6-bromo-1-methyl-8-naphthol and 6-bromo-1- 
methyl-$-naphthol which becomes acetylated. 
The following new compounds are described. 4-Chloro-1-methyl- 
8-naphthol, colourless needles, m. p. 161°, and its acetate, lustrous 


CMe(NO,)*CO 


i, 190) as 1: 2-naphthamethylenequinone, CHA<S 


prisms, m. p. 78°; the compound, C,H,Br< small 
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prisms, m. p. 127° (decomp.); 1:3:4: 4-tetrachloro-2-keto-1-methyl- 
wtrahydronaphthalene, CH Co -OHCr prisms, m. p. 82°. 
H. W. 


Oxidation and Reduction of Quinol and Quinone from 
the Point of View of Electromotive Force Measurements. 
f.S. GRANGER and J. M. NEtson (J. Amer. Chem. Soc., 1921, 43, 
1401—1415).—The reaction C,H,O, = C,H,O,+2H-+20 has been 
investigated by measurement of the #.M./’. of solutions of quinone, 
qunol, and quinhydrone in water and hydrochloric acid by means of 
combinations of the type Hg| HgCl (sat.) KCl| KCl (sat.) | Solution 
of C,H,O, and C,H,0, in HCl| Pt. In addition to the Z.M.F. data, 
values for the solubility of the constituents in water and hydro- 
chloric acid are required and were obtained. The solubility of 
quinol at 25° is found to be (a) in water 0-645 mol. per litre, (6) in 
)01N-hydrochloric acid, 0-645 mol. per litre, (c) in 0-1N-hydro- 
chloric acid, 0-633 mol. per litre, and (d) in N-hydrochloric acid, 
0494 mol. per litre. The solubility of quinone at 25° in water is 
01266 mol. per litre, in 0-1N-hydrochloric acid 0-1275 mol. per 
litre, and in N-hydrochloric acid 0-1332 mol. per litre. The solu- 
bility of quinol, quinone, and quinhydrone in the presence of one 
another has been determined and the dissociation constant (K) of 
quinhydrone calculated. The value of K in water is 0-289, in 
)1N-hydrochloric acid 0-263, and in N-hydrochloric acid 0-267. 
Several tables of potential measurements are given, and these values 
are compared with calculated values and found to be in fair agree- 
ment. The equilibrium constant (k) for the reaction quinol = 
quinone is calculated by means of the equation 7=0-0298 log 
(/h)+0-0596 log (H*)—0-0298 log k, and the value 1-6x 10% 
obtained. J. F.S. 


The Dibromoanthraquinones. Martin Barrecay and J. 
(tauDIN (Bull. Soc. chim., 1921, [iv], 29, 1017—1027; cf. Grand- 
mougin, A., 1921, i, 871).—A more detailed account of work already 
published (A., 1921,i, 349). 1 : 6-Dibromoanthraquinone, m. p. 204°, 
is obtained by heating 1-nitro-6-sulphoanthraquinone with bromine 
in a sealed tube for eight hours at 210°. 1 : 7-Dibromoanthra- 
quinone, m. p. 220°, is obtained in the same manner from 1-nitro- 
7-sulphoanthraquinone, or from 1 : 7-diaminoanthraquinone by the 
Sandmeyer reaction. W. G. 


The Homonuclear Dibromoanthraquinones. EK. GRAND- 
MoUGIN (Compt. rend., 1921, 173, 839—840; cf. A., 1921, i, 871). 
—Very scanty details are given for the preparation of the four 
homonuclear dibromoanthraquinones, namely, the 1: 2-, 1:3-,1:4-, 
and 2 : 3-derivatives. WwW 


The Dibenzoyldiaminoanthraquinones. Martin BaTTrEGAy 
and J. CLaupiIn (Bull. Soc. chim., 1921, [iv], 29, 1027—1036).— 
In part a more detailed account of work already published (cf. 
A., 1921, i, 513). 1:2- and 2:3-Diaminoanthraquinones when 
c*2 
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benzoylated in neutral or acid media give the corresponding 2-pheny). 
anthraquinoneiminazole, but in alkaline solution the benzoylation 
yields the dibenzoyl derivative. 2-Phenyl-«-anthraquinoneimin. 
azole, m. p. 235° (Schaarschmidt, A., 1915, i, 177 gives m. p. 271°), 
in an alkaline vat dyes cotton an orange-yellow, which passes by 
oxidation to a very fast, intense bright yellow. 1 : 2-Dibenzoyj. 
diaminoanthraquinone has m. p. 355°. 2-Phenyl-8-anthraquinone. 
iminazole has m. p. >360° (Schaarschmidt, loc. cit., gives > 385°), 
and 2: 3-dibenzoyldiaminoanthraquinone has m. p. 315°. 2:6. 
Dibenzoyldiaminoanthraquinone has m. p. 300°, and 2 : 7-dibenzoyl. 
diaminoanthraquinone has m. p. 300°. Of these dibenzoyl deriv. 
atives only the 1 : 4-, 1 : 5-, and 1 : 8-derivatives are powerful dyes. 
W. G. 


The Intermediate Products in the Synthesis of Alizarin. 
EvuGkneE GRANDMOUGIN (Compt. rend., 1921, 173, 1176—1178; 
ef. A., 1921, i, 871).—The author considers that the stages in 
the synthesis of alizarin from anthracene are : anthracene —> 9: 10. 
dibromoanthracene —> its tetrabromide —> 2:3: 9: 10-tetrabromo. 
anthracene —> 2 : 3-dibromoanthraquinone —> alizarin. 

W.G. 


Derivatives of I-Menthol. E. A. Licx (Apoth.-Zeit., 1921, 
36, 279; from Chem. Zenir., 1921, iii, 721)—The following deriv- 
atives of /-menthol are described: cyanomenthane, C,,H,,N, 
yellowish-white needles ; potassium menthanecarboxylate, C,,H4,0,K, 
long, yellow needles; menthanecarboxylic acid, C,,HoQ., white 
needles; menthanealdehyde corresponding with the latter acid, 
C,,H,,0, silky needles; the secondary alcohol from the aldehyde, 
CyoH490., slender, white needles; the ketone, C..H3,0., white 
needles; sesquiterpene from menthone, C,;H,, or Cy9H4,, brownish- 
black, thick mass, not solidifying after two months; nitrososesqui- 
terpene, Cs pH,,NO, a light yellow syrup; the compound, 
CSSK’C,,H,;-NO-OK, yellow needles, detonating on heating. 

G. W. R. 


Essential Oil of Nepeta japonica, Maxim. I. YosHriHarv 
Murayama and Takeyosui Itacaki (J. Pharm. Soc. Japan, 1921, 
869—880).—An essential oil (1-8%) was obtained by steam dis- 
tillation of Nepeta japonica, Maxim, from China. It boils at about 
205° or 63—83°/10 mm. and contains d-limonene and a small quantity 
of free acids, esters, and alcohols, but consists mainly of a ketone, 
C,)9H,,0, which seems to.be d-menthone, the optical antipode of 
the common /-menthone. K. K. 


The Essential Oils of Leptospermum flavescens var. 
grandiflorum and Leptospermum odoratum. A. R. PENFOLD 
(J. Roy. Soc. New South Wales, 1920, 54, 197—207; cf. A., 1921, 
i, 859).—The chief constituents of the essential oil of Leptospermum 
flavescens var. grandiflorum are the two sesquiterpenes aromaden.- | 
drene and eudesmene, together with a sesquiterpene alcohol not 
identified. The oil has d® 0-9324; [a], —2-42°; n} 1-5048 and is 


dhenyl. 
Ylation 
1eimin. 
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distinct from the oil of Leptospermum flavescens. The principal 
constituents of the essential oil of Leptospermum odoratum, Cheel, 
are eudesmol, aromadendrene, and eudesmene, $-pinene, «-pinene, 
the butyric and acetic esters of an unknown alcohol, together with 
a small amount of an alcohol having an odour of citronellol, but 
not being either geraniol or citronellol, and small amounts of a 
solid and liquid phenol. The yield of oil was much higher from 
leaves cut in August or October than from those cut in May, and 
the eudesmol was present in minimum amount in the latter oil. 


W. G. 


The Structural Formula of Caoutchouc according to 
Harries. S. C. J. Oxtvier (Rec. trav. chim., 1921, 40, 665— 
676; cf. Harries, A., 1904, i, 757, and 1905, i, 364)—The author 
has repeated some of Harries’s work and has obtained, in some 
cases, different results. He concludes that the assumption of 
homogeneity for the ozonide of caoutchouc is not valid and that 
the molecular weight cannot serve as a basis for estimating that of 
caoutchouc itself; further, that it is impossible in the present 
state of our knowledge to choose between the ring formula sug- 
gested by Harries and the Weber open-chain formula. H. J. E. 


Catechu and Catechin. Astrip CLEVE von EULER (Svensk. 
Kem. Tidskr., 1921, 33, 88—98; from Chem. Zentr., 1921, iii, 
731).—A_ theoretical discussion of the chemistry of catechu and 
catechin. From a consideration of existing experimental work, 
the following alternative formule for catechin are suggested : 


 —_ , a 
OH CH |, 
i OH, a | or OHK >—Gny » OH 
die al CHH 
CH, ‘ia 
G. W. R. 


The Course of the Reaction in the Synthesis of Oxindigo 
(2:2’-Diketo-A'"-dicoumaran). K. Fries and H. HasEnJAGER 
(Ber., 1921, 54, [B], 2931—2934; cf. Fries and Hasselbach, A., 
1911, i, 150)—When 6-methyl-3-coumaranone reacts with 3-keto- 
2-p-dimethylaminoanilcoumaran in xylene solution, 2’-p-dimethyl- 
aminoanilino-6-methyl-2 : 2'-dicoumaranone, brownish-red, glistening 
needles, m. p. 232° (decomp.), after sintering at 229°, is obtained. 
It is hydrolysed by strong acids to p-aminodimethylaniline and 
“6-methyloxindigo.”” 3-Keto-2-p-dimethylaminoanil-6-methylcou 
maran and 3-coumaranone, on the other hand, yield the isomeride 
2-p-dimethylaminoanilino-6-methyl-2 : 2’-dicoumaranone, pale brown- 
ish-red needles, m. p. 211° (decomp.), after sintering at 208°. It 
is hydrolysed by strong acids to p-aminodimethylaniline and 
“ 6-methyloxindigo.” 


i. 46 ABSTRACTS OF CHEMICAL PAPERS. 


2 : 2’-Diketo-6-methyl-A'’-dicoumaran (“‘ 6-methyloxindigo,” “6. 
methyl-2 : 2'-dicowmaranone-indigo ”’), crystallises from glacial acetic 
acid in small, yellow, prismatic crystals, m. p. 265° (decomp.), after 
darkening at 220° and sintering at 240°. 

It follows, therefore, that the isomeric 2- or 2'-p-dimethylamino. 
anilino-6- methyl- 2:2’ -dicoumaranones are the primary reaction 
products and not “ 6-methyloxindigo.” F. M. R 


Syntheses in the Thianthren Series. I. JNANENDRA Naty 
RAy (T., 1921, 119, 1959—1967). 


Preparation of Nitrosulphonic Acids of Hydrogenated 
Cinchona Alkaloids. C. F. Bornrincer & SéuneE (D.R.-P. 
338738; from Chem. Zentr., 1921, iv, 709—710).—Nitrosulphonic 
acids are prepared by dissolving hydrogenated cinchona alkaloids 
or their salts in a mixture of sulphuric and nitric acids, or nitric 
acid or an alkali nitrate is added to a solution of them in sulphuric 
acid, or their nitro-compounds are dissolved in strong sulphuric 
acid. Nitrohydrocinchonidinesulphonic acid, C,gH,,0,N.,8, forms 
yellow, microscopic crystals; hexagonal plates are obtained from 
methyl alcohol; it is decomposed by heating with hydrochloric acid, 
giving nitrohydrocinchonidine and sulphuric acid. It chars with. 
out melting. Nitrohydroquininesulphonic acid, Cyy)H,,0,N,8, forms 
yellow needles; it chars without melting on heating above 250° 
and darkens on exposure to light. By heating with hydrochloric 
acid, sulphuric acid and nitrohydroquinine are obtained. The 
latter forms thin, yellow leaflets, m. p. 212° (decomp.). Nitro. 
ethylhydrocupreinesul phonic acid, C.3Hy,0,N,8, forms yellow crystals 
which darken at about 260° and char at about 280° without melt- 
ing. It is decomposed on heating with hydrochloric acid into 
sulphuric acid and nitroethylhydrocupreine. G. W. R. 


Preparation of Aminosulphonic Acids of Hydrogenated 
Cinchona Alkaloids. C. F. BorurincerR & S6uneE (D.R.-P. 
339947 ; from Chem. Zenir., 1921, iv, 912).—Nitrosulphonic acids, 
derived from hydrogenated cinchona alkaloids, are reduced by means 
of ferrous sulphate and alkali hydroxide. For example, nitro- 
hydroquininesulphonic acid is reduced by ferrous sulphate in the 
presence of an aqueous or methyl-alcoholic solution of barium 
hydroxide to aminohydroquininesulphonic acid; it forms yellow 
needles, m. p. 222—224°. The red crystalline sulphate gives 
aminohydroquinine, m. p. 216—218°, by hydrolysis with strong 
hydrochloric acid. G. W. R. 


Preparation of Acetylsalicylyl Compounds of Quinine and its 
Derivatives. E. Merckx, Claus Drent, and Hans Mayen (D.R.-P. 
338853; from Chem. Zentr., 1921, iv, 709).—o- Acetoxybenzoyl 
chloride is allowed to react with molecular proportions of quinine 
or its derivatives in a suitable solvent. By the action of o-acetoxy- 
benzoyl chloride on dry quinine in dry alcohol, o- acetoxybenzoyl- 
quinine hydrochloride is obtained in white needles or plates, m. p. 
242° (decomp.). From a solution of ethylhydrocupreine in dry 
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«8 Bioluene, o-acetoxybenzoylethylhydrocupreine hydrochloride is similarly 
acetic prepared ; it forms white needles, m. p. 252° (decomp.). 
yen G. W. R. 


; The Active Constituent of Ergot. K. Sprro and A. STon 
imino: ft Verh. Schweiz. Nat. Ges., 1920, reprint; from Chem. Zentr., 1921, 
action iii, 889 -890).—Ergotamine, obtained in crystallisable form from 
R. ergot, on treatment with methyl alcohol gives a new, less active, 
alkaloid, ergotaminine. Ergotamine acts paralytically on the 
sympathetic system, causes contraction of plain muscular tissue, 
and a slight decrease in blood pressure. It acts on the uterus even 
nated ff atgreat dilutions. Ergotaminine exerts a similar effect. Histamine 
R.-P, F takes no part in the typical ergot effect. Ergotamine, however, 
honic ff acts similarly to ergot and may be used in the same way. 


Natu 


aloids G. W. R. 

je Hydrogenation of isoCodeine and ,-Codeine. Epmunp 
huric @ SPEYER and Hermann Wierers (Ber., 1921, 54, [B], 2647— 
forms 9650).—Catalytic hydrogenation in the presence of palladium 
from § proceeds differently in the cases of isocodeine and w-codeine, since 


the former is transformed into a dihydro-derivative, whereas the - 
with. § latter gives tetrahydro-y-codeine to which, on the basis of Knorr’s 
formula for ¥-codeine, the annexed con- 


forms CH ding 

250° JW figuration is assigned. 

blosie OMe-C” CH Dihydroisocodeine, C,,H,,0,N, erystal- 
| , C lises in small, rhombic prisms, m. p. 199— 

Rang - 4 he 200°; the corresponding picrate, m. p. 
‘ C CH pint : _— : 

vstals é 2 235—237°, after previous softening, the 

melt. CH ’ H hydrochloride and hydroiodide are de- 

inte ef a scribed. The methiodide forms leaflets, 

R HC... CH NMe m._ p. 272°. Tetrahydro--codeine, 

; H, & *. CH(OH) CH, CysH,;0;N,0-5H,0, crystallises in rhom- 

ated 7%, v4 bic prisms, m. p. 114—115° after soften- 

R.-P. CH Ge CH ing at 110°; it dissolves in solutions of 

cids, — oe alkali hydroxides from which it is pre- 


eans | cipitated by ammonium chloride. The hydrochloride, microscopic 
itro- | prisms, m. p. 238—240° (decomp.), and methiodide, prisms, m. p. 
. the | 249—250° (decomp.), are described. 


Constitution of Rutaecarpine. Yasuniko ASAHINA and 
Atsusui Fusrta (J. Pharm. Soc. Japan, 1921, 863—869).—Asahina 
and Mayeda (cf. A., 1916, i, 238, 621; A., 1921, i, 48) proposed 
constitutional formule for evodiamine and rutaecarpine, alkaloids 
isolated from the fruits of Evodia rutaecarpa, Benth. and Hook. 
dits | The authors attempted to reduce rutaecarpine with alcohol and 
2.-P, | sodium, with hydriodic acid, with zinc amalgam and hydrochloric 
zoyl | acid, and with acetic acid and sodium amalgam in methyl-alcoholic 
nine | solution without obtaining any definite compound except rutae- 
oxy- | carpine hydriodide, m. p. 270°. When rutaecarpine was heated 
zoyl- | with amyl alcohol and potassium hydroxide for two hours, an- 
1. p. | thranilic acid and 2-8-aminoethylindole-3-carboxylic acid, Cy,H1,0.Ng, 
dry | Were isolated in almost quantitative amount. The acid forms 
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white, silky crystals, m. p. 257°, is almost insoluble in common 
organic solvents, but soluble in acetic acid and hot dilute alcohol; 
yields a picrate, orange-yellow scales, m. p. 247° (decomp.), and 
when boiled with dilute hydrochloric acid for two to three hours, 
is resolved into 2-8-aminoethylindole and carbon dioxide. This 
confirms the constitution previously suggested for rutaecarpine. 
K. K. 


The Addition of Organic Bases to Metallic Salts. Watrm 
Peters (Z. anorg. Chem., 1921, 118, 172—176).—It was shown in 
previous papers (A., 1913, ii, 42; 1915, i, 504) that by the addition 
of ammonia or amines to complex salts, compounds of much higher 
co-ordination number were obtained than by the addition of 
ammonia to simple salts. The work has now been extended by the 
preparation of a number of pyridine, piperidine, and ethylene. 
diamine additive compounds of double platino- and _ platini. 
chlorides. No relation was found between the number of molecules 
of each base combined with a salt and the affinity or dissociation 
constant of the base. The following compounds were prepared. 

Pyridine compounds : CuPtCl,,6C;H,;N, long, thick, cornflower. 
blue needles; CdPtCl,,6C;H;N, a white, curdy precipitate by 
adding pyridine to the aqueous solution of the salt; 

MnPtCl,,6C;H,N, 
a brick-red precipitate changing to brown; NiPtCl,,6C;H,N, 
yellowish-green; CoPtCl,,6C;H;N, yellowish-brown. 

Piperidine compounds : NagPtCl,,2C;H,,N, reddish-brown pre- 
cipitate; BaPtCl,,4C,H,,N; Na, PtCl,,4C,H,,N, pale yellow 
crystals; CuPtCl,,2C,H,,N, greenish-blue precipitate ; 

ZnPtCl,,4C;H,,N, 
white; CdPtCl,,2C,H,,N, olive; NiPtCl,6C,H,,N, dirty green. 

Ethylenediamine compounds: ZnPtCl,,2C,H,(NH,),, white; 
CdPtCl,,6C,H,(NH,),, small crystals with a yellow _ tinge; 
NiPtCl,,2C,H,(NH,)., bright red. E. H. R. 


Action of Sodammonium on Pyridine. Preparation of 
the Hydrate of Tetrahydrodipyridyl. P. Lresrav and M. Picon 
(Compt. rend., 1921, 173, 1178—1180).—When pyridine, cooled 
to —60°, is allowed to drop slowly on to sodammonium, a com- 
pound, (C;H;NNa),NH,, is obtained which retains its ammonia 
even in a vacuum. This compound is spontaneously inflammable 
in air and detonates. It reacts with methyl and propyl iodides, 
tert.-amyl chloride, and ethylene dichloride giving in all cases un- 
stable substances. By the controlled action of alcohol and water 
in the presence of ether, tetrahydrodipyridyl hydrate, (C;H,N).,H,9, 
is obtained from which the corresponding hydrochloride, 

(C;H,N),HCl, 
and mercurichloride, (C;H,N),HCl,HgCl,, were prepared. W. G. 


Reduction of Pyridine with Zinc Dust and Acetic Anhydride. 
Orro DiwrotH and Ricnarp HEENE (Ber., 1921, 54, [B], 2934— 
2942).—Pyridine is readily reduced by zine dust in the presence 
of acetic anhydride to 1: }’-diacetyltetrahydro-4 : 4’-dipyridyl, 
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jon<CH:CHS cH-CH<On GH NAC, long, yellow needles, 


m. p. 124—125°, which on exposure to moist air is converted 
adually into 4:4’-dipyridyl and acetic acid. De-acetylation 
and oxidation to 4 : 4’-dipyridyl is also observed by the action of 
manganese dioxide or lead dioxide on the substance dissolved in 
acetic acid or by the action of air or nitrous fumes on the alcoholic 
solution. It is transformed by iodine in benzene solution to 
4:4’-dipyridyl, but pyridine is the main product of the action of 
jodine dissolved in potassium iodide on a solution of the acetyl 
compound in acetic acid. Conversely, 4: 4’-dipyridyl is reduced 
by zinc dust and acetic anhydride to 1 : 1’-diacetyltetrahydro- 
4:4’-dipyridyl. The relationships are thus similar to those 
observed by Emmert between pyridine and tetrahydrodipyridyl 
(A., 1919, i, 415; 1920, i, 331). Like the dialkyl compound, 
|: l’-diacetyltetrahydro-4 : 4’-dipyridyl undergoes dissociation into 
radicles; the solution of the substance in glacial acetic acid 
becomes intensely blue when gently warmed, but is decolorised 
by air and the alternate coloration and decolorisation can be 
repeated until the substance is completely oxidised. It appears 
that the radicle can react in two forms, NAc<oHcHSo<i 
Ac /oWCH 
and SnZ)» < -—CH. The first form gives a peroxide, 
4 \GH-CH* 


NAc CH:CHS CH-0-0-CH<GiigH > NAC, with sie whieh, 


possibly after transformation into NAc<GnigH> cc OH loses 


acetic acid, whereupon two residues unite to form 4 : 4’-dipyridyl. 
The second form adds iodine or hydroxy] to give 
ae ne v4 Mone 
a, F) 
HO” \CH-CH/ 

which loses acetic acid and yields pyridine. 

Diacetyltetrahydrodipyridyl can also be obtained in a colourless 
modification when the yellow variety is warmed with alcoholic 
potassium hydroxide solution (the acetyl groups are remarkably 
stable towards this reagent). Since the yellow and colourless 
forms are chemically indistinguishable and have the same melting 
point, it would appear at first sight that the coloured crystals are 
contaminated by some persistent, coloured impurity. Against 
this view, however, it is observed that the solution of the colour- 
less compound in acetic anhydride becomes yellow when warmed 
and deposits yellow crystals when subsequently cooled. The 
yellow compound deposits a small quantity of orange-red needles, 
m. p. (indefinite) 248°, when warmed with a small quantity of 
acetic acid or acetic anhydride; the substance has not yet been 
investigated completely. 

Quinoline, also, is readily reduced by zinc dust and acetic 
anhydride, giving an amorphous powder, m. p. (very indefinite) 
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190°, the analyses of which give results agreeing approximately 
with those required for 1 : 1’-diacetyltetrahydrodiquinolyl. H. W. 


Fission of y-Pyrone by Aniline and N-Phenyl-4-pyridone, 
W. Borscue and Iris Bonacker (Ber., 1921, 54, [B], 2678— 
2686).—y-Pyrone is readily converted by aniline into di-anilino. 
vinyl ketone, CO(CH:CH-NHPh),, which easily loses aniline and 
passes into 1-phenyl-4-pyridone. The latter may be regarded, 
not only as a y-pyridone derivative, but also as an N-disubstituted 
aromatic amine of the type of dimethylaniline. It exhibits, how. 
ever, few of the reactions typical of this type of substance. Its 
indifference towards ketonic reagents, alkyl haloids, and _ nitrous 

acid has led Smernov (A., 1921, i, 594) to regard it as 
HO’ CoH an internal ammonium oxide (annexed formula). This 
HC /CH view is not shared by the authors, since the quin- 
NPh quevalency of the nitrogen atom is opposed to its 
ability to add Grignard’s reagents. They consider 
that its stability is due to the unsaturated nature of the two carbon 
atoms attached to the nitrogen atom and the consequent greater 
demand on its valency whereby its power of influencing reactions 
in the aromatic portion of the molecule is correspondingly dimin- 
ished. If this is the case, 1-phenyl-4-piperidone should exhibit 
the reactivity of an N-dialkylaniline. Since the ketone could not 
be prepared in sufficient quantity, this point has not been tested 
experimentally, but it is shown that the corresponding saturated 
secondary alcohol is a highly reactive substance. 

Bishydroxymethyleneacetonedianilide  [di-anilinovinyl ketone}, 
yellow, silky needles, m. p. 150°, is prepared by the action of 
aniline on y-pyrone in dilute acetic acid solution at the atmospheric 
temperature (a substance, C,,H,,ON,, m. p. 167°, is obtained as 
by-product in quantity too small for extended investigation). 
Fission of the y-pyrone ring can also be effected by substituted 
anilines and its homologues if the latter possess pronounced basic 
properties ; the corresponding p-tolwidino-, pale yellow leaflets, m. p. 
167°, and m-nitranilino-compounds, m. p. 223°, are described in 
detail. (««’-Dimethyl-y-pyrone, on the other hand, appears to 
be stable towards aniline.) The dianilino-ketone is converted by 
hydrochloric acid, by sodium ethoxide, or by distillation in a 
vacuum into 1- phenyl- 4-pyridone, long, colourless needles, m. p. 
(+2H,O) 104—105°. Anhydrous 1-phenyl-4-pyridone, m. p. 116° 
(Smernov, loc. cit., gives 125°), is conveniently prepared by distilla- 

tion of aniline chelidonate under diminished pressure. 
C-OMe The corresponding picrate, yellow leaflets, m. p. 190°, 

YN and methiodide, colourless rhombohedra, m. p. 146°, 
HG H are described; the latter, however, appears to be a 
HC CH pseudomethiodide (annexed formula), since the corre- 

\Z sponding hydroxide passes into 1-phenyl-4-pyridone 

NY and methyl alcohol when its aqueous solution is 

Ph I evaporated. 1-Phenyl-4-pyridone forms an additive 

compound with magnesium methyl iodide, from which 
the parent substance is regenerated by dilute acid. 
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4-Hydroxy-1-phenylpiperidine, m. p. 69—70°, is prepared by 
the reduction of 1-phenyl-4-pyridone by sodium in boiling alcoholic 
solution. ‘The picrate, dark yellow needles, m. p. 145—147°, meth- 
iodide, m. p. 153—155°, benzoate, coarse, colourless prisms, m. p. 102— 
103°, and p-nitrobenzoate, yellow leaflets, m. p. 156°, are described. 
4-Hydroxy-1-phenylpiperidine does not react simply with nitrous 
acid, since the secondary alcoholic group is liable to be attacked, 
but the formation of a p-nitroso-derivative is established by the 
isolation of the corresponding gallocyanin dye, C,;H,,0,N,Cl, 
bluish-green needles, m. p. 140°. With a diazotised solution of 
aniline, 4-hydroxy-1l-phenylpiperidine gives 4-hydroxy-1-p-benzene- 
aophenylpiperidine, small, brown crystals, m. p. 127° (benzoyl 
derivative, m. p. 125°), whilst with diazotised sulphanilic acid it 
gives the corresponding sodium salt, C,,;H,,0,N,SNa,2H,O, which 
isreduced by stannous chloride and hydrochloric acid to 4-hydroxy- 
|-p-aminophenyl piperidine, colourless leaflets, m. p. 158° (dibenzoyl 
compound, colourless leaflets, m. p. 195°). Di-4-hydroxypiperidino- 
4-phenylmethane, CH,(C,H,°C;NH,°OH),, colourless leaflets, m. p. 
162°, is prepared from the base by the action of formaldehyde and 
hydrochloric acid. 

The oxidation of 4-hydroxy-l-phenylpiperidine to 1-phenyl- 
4-piperidone has not been effected in a satisfactory manner; the 
latter substance has been prepared in small quantity by hydro- 
genation of 1-phenyl-4-pyridone by Skita’s method and is identified 
as the compound, N Phe cpp >C:N-NH-CO-NHPh, yellow 
leaflets, m. p. 199° (decomp.). : H. W. 

Benzyl Ester of 2-Phenylquinoline-4-carboxylic Acid, 
A. Gams and O. Kartser (U.S. Pat., 1378343).—Benzyl 2-phenyl- 
quinoline-4-carboxylate is prepared as follows: Sodium 2-phenyl- 
quinoline-4-carboxylate is heated in acetone and treated with 
benzyl chloride, gradually added, the acetone is distilled off, the 
residue is mixed with water and extracted with ether or benzene. 
The solution in the volatile solvent thus obtained is washed with 
sodium carbonate and with water and dried with calcium chloride 
and then treated with dry gaseous hydrogen chloride. The hydro- 
chloride of the benzyl ester thus formed is a fine, crystalline, yellow 
powder. It is dissolved in alcohol, decomposed by adding solid 
sodium carbonate, and separated by filtration from the sodium 
chloride. By concentrating the solution the ester crystallises. 
It may be purified by recrystallisation from alcohol or ether. It 
has m. p. 77—78° and is citron-yellow. CHEMICAL ABSTRACTS. 


Certain Derivatives of Arylated Cinchonic Acids. Karu 
W. RosenmunD (Ber., 1921, 54, [B], 2893—2896).—«-Phenylcin- 
chonic acid (2-phenylquinoline-4-carboxylic acid) is extensively 
used in pharmacy under the name ‘“‘ Atophan.”’ In this connexion 
its allyl ester is particularly useful by reason of its low melting 
point, solubility in fat, and ready absorption by the skin. A 
number of unsaturated esters of differently substituted cinchonic 
acids are described, which, however, do not possess these properties. 
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2-Phenylquinoline-4-carboxylic acid is converted by boiling 
thionyl chloride into 2-phenylquinoline-4-carboryl chloride, m. p, 
81—82°. Allyl «-phenylcinchonate is a pale yellow liquid, b. p, 
265°/15 mm., 215°/0-8 mm., m. p. 30°. The corresponding cin. 
namyl ester has m. p. 83°. Allyl 2-phenyl-6-methylquinoline. 
4-carboxylate forms pale yellow needles, m. p. 75—76°. Allyl 
2-piperonylquinoline-4-carboxylate, m. p. 61°, By-dibromo-n-propy 
2-phenylquinoline-4-carboxylate, m. p. 75°, By-dibromo-«-phenyl. 
n-propyl 2-phenylquinoline-4-carboxylate, needles, m. p. 103°, and 
By-dibromopropyl 2-piperonylquinoline-4-carboxrylate, m. p. 102— 
103°, are also described. H. W. 


Isomerism of the isoOxazolecarboxylic Acids. VI. 
M. Berti and 8S. Beriincozzi (Gazzetta, 1921, 51, ii, 229—238)— 
It has been shown (Betti and Alessandri, A., 1915, i, 713; Betti, 
A., 1915, i, 896; Betti and Berlingozzi, A., 1915, i, 996, 997; Betti 
and Pacini, A., 1916, i, 222) that two 3: 5-diphenylisooxazole. 
4-carboxylic acids, m. p. 153° and 233° respectively, and two 
5-phenyl-3-methylisooxazole-4-carboxylic acids, m. p. 157° and 
189° respectively, may be obtained. It is now found that, in 
either case, the acid with the lower melting point represents the 
unstable form and may be converted by boiling concentrated alkali 
hydroxide solution into the less readily fusible, stable isomeride; 
the inverse change has not been found possible. 

These results explain (1) why the amide obtained from 3-phenyl 
(or methyl)-4-benzylideneisooxazolone may yield the one acid when 
treated with dilute alkali hydroxide solution and the other when 
treated with the concentrated alkali, it being the amide of the 
unstable acid, and (2) why the ethyl ester obtained by the action 
of hydroxylamine on ethyl benzoyl- (or acetyl-)acetoacetate is 
hydrolysable only to the stable isomeric acid, with which it corre- 
sponds. The amides of the stable acids, and the ethyl esters of 
the unstable acids, have now been prepared. 

The isomerism of these acids may be due to the presence in the 


one form of a double ring, thus o<yeehe On 
contains an asymmetric carbon atom, experiments are being made 
on the optical resolution by means of alkaloids. 

The stable form of 3: 5-diphenylisooxazole-4-carboxylic acid, 
m. p. 233°, gives the following derivatives: chloride, which was 
obtained slightly impure in long, silky, almost white needles, m. p. 
88—89°. Amide, C,,H,.0,N,, which forms opaque, white, sphericai, 
crystalline aggregates, m. p. 223°. Anilide, C..H,,0.No, crystal- 
lising in groups of small, yellow needles, m. p. 188°. The isomeric 
unstable acid, m. p. 153°, gives an anilide, crystallising in lustrous, 
deep yellow leaflets, m. p. 236°; the ethyl ester, obtained as an 
orange-yellow oil, and the chloride, obtained as a viscous, orange- 
yellow substance, could not be purified. 

The stable form of 5-phenyl-3-methylisooxazole-4-carboxylic 
acid, m. p. 189°, yields: a dense, oily, yellow chloride, difficult to 
purify; an amide, C,,H,,0,No, crystallising in opaque, white, 


; as this formula 
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mammillary aggregates, m. p. 205°; and an anilide, which crystal- 
lises in groups of silky, white needles, m. p. 160°. The isomeric 


mstable modification, m. p. 157°, forms an oily, uncrystallisable 


chloride ; an anilide, separating in lustrous, brown crystals, m. p. 
179°, and an ethyl ester, which was obtained as a dense, intractable 
oil. T. H. P. 


2:4-Diketo-5-phenyl-5-ethyltetrahydro-oxazole. J. ALTWEGG 
and D. Esin (U.S. Pat., 1875949).—2 : 4-Diketo-5-phenyl-5-ethyl- 
tetrahydro-oxazole is prepared by dissolving 450 grams of «-phenyl- 
4-methyl-lactamide in 3 litres of boiling toluene, adding 700 grams 
of anhydrous potassium carbonate with stirring, slowly adding 
300 grams of ethyl chloroformate, heating the mixture for an hour, 
adding cold water, decanting, and treating the liquid with sulph- 
uic acid. An oily substance separates, which after some time 
slidifies to a crystalline mass, from which crystals, m. p. 63°, b. p. 
176°/3 mm., are obtained after cooling. The aqueous solution has 
an acid reaction and forms salts with alkali or alkaline-earth metals 
and magnesium. The 5-methyl derivative, m. p. 70°, may be 


similarly produced from «-phenyl-lactamide. 
CHEMICAL ABSTRACTS. 


A New Synthesis of Oxazines. ArrHuR FAIRBOURNE and 
Haroxtp Toms (T., 1921, 119, 2076—2078). 


Isatin and its Derivatives. III. 5: 5’-Di-isatylmethane and 
its Conversion into Quinoline Derivatives. W. BorscuE and 
R. Meyer (Ber., 1921, 54, [B], 2841—2843; cf. Borsche and 
Sander, A., 1915, i, 299).—p-Diaminodiphenylmethane is readily 
converted by Sandmeyer’s method (A., 1919, i, 318) through 
4: 4’-di(oximinoacetylamino)-diphenylmethane, yellow plates, m. p. 
212°, into 5: 5’-di-isatylmethane (I), a reddish-yellow powder which 
does not melt at 300°. 


NH N 
CH, | A\/\co , | A~\Z\Me 
= | Ico CH, | | | 
/ . WZ 
(I.) CO,H 9 
(II.) 


The latter compound readily combines with ketones, thus with 
acetone it yields 6 : 6’-methylene-di-(2-methylquinoline-4-carboxylic 
acid) (II), a yellow powder, m. p. above 320°, and this when dis- 
tilled with lime, is converted into 6-diquinaldylmethane, colourless 
plates, m. p. 142°, which forms a yellow picrate, darkens at 215°, 
m. p. 234° (decomp.). With acetophenone 5: 5’-di-isatylmethane 
forms 6 : 6’-methylenedi-(2-phenylquinoline-4-carboxylic acid), m. p. 
265° (decomp.), which when distilled with lime yields diquinolyl- 
methane, silvery, glistening plates, m. p. 205°. F. M. R. 
Isatin and its Derivatives. IV. The Action of Hydrazine 


on Isatin and 1-Methylisatin. W. Borscuz and RoBert MEYER 
(Ber., 1921, 54, [B], 2844—2853)—The interaction of hydrazine 
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and isatin should result, according to the conditions, in the form. 
ation of isatin hydrazone or di-isatinazine, but Curtius and Thun 
(A., 1891, 1360) obtained only the former, and regarded it as a 


hydrazi-compound (C<Y). Staudinger and Kupfer (A., 191], 


i, 751), on the other hand, concluded that the reaction products of 
hydrazine with aldehydes or ketones are hydrazones, and this view 
is supported by the investigation of the action of hydrazine on 
isatin and l-methylisatin. If the products are hydrazi-compounds, 
the derivative of isatin should yield a triacetyl compound and the 
derivative of l1-methylisatin a diacetyl compound. Actually they 
yield diacetyl (I) and monoacetyl (II) compounds respectively, 
identical with the condensation products of acetylhydrazine with 
l-acetylisatin and 1-methylisatin : 


( \GiN-NHAc ( \ Gin NHAc 
Wry aye 

NAc (L-) NMe _ (IL.) 
Isatinhydrazone can be condensed with isatin or aldehydes under 
suitable conditions, the reaction being facilitated in most cases by 
the presence of a trace of mineral acid, but condensation does not 
occur with ketones. 

Isatinhydrazone, small, flat, yellow needles, m. p. 237—238° 
(Curtius and Thun gave 229°), sublimes without decomposition 
in a vacuum, dissolves in hot dilute sodium hydroxide with an 
orange-red colour, and on cooling slender, dark yellow needles 
(o-aminophenylglyoxylic acid-hydrazone sodium salt?) separate, 
from which isatinhydrazone is regenerated by acetic acid. 1-Acetyl- 
isatin-acetylhydrazone, yellow needles, m. p. 178°, is obtained by 
the action of acetic anhydride on isatinhydrazone, or by the action 
of acetylhydrazine on |-acetylisatin in alcoholic solution. Benzyl- 
ideneisatinazine, orange-red needles, m. p. 195° (decomp.), is 
obtained by the interaction of isatinhydrazone and benzaldehyde 
in alcoholic solution. 

Piperonylideneisatinazine, small, orange-red needles, m. p. 250— 
251° (decomp.), is obtainefl by the interaction of isatinhydrazone 
and piperonaldehyde in alcoholic solution in presence of a drop of 
fuming hydrochloric acid. 

p-Nitrobenzylidencisatinazine forms orange-red plates, m. p. 
250—251° (decomp.). Di-isatinazine, glistening, dark red needles, 
decomposing at 295—296°, is best prepared by boiling an alcoholic 
solution of isatinhydrazone with isatin in presence of a few drops 
of fuming hydrochloric acid; it is hydrolysed by acetic acid and 
fuming hydrochloric acid to isatin and hydrazine, and with acetic 
anhydride it forms only a monoacetyl derivative, dark yellow, fiat 
needles, decomposing at 220°. In continuation of a former investi- 
gation (A., 1902, i, 186), an attempt was made to convert March- 
lewski’s semicarbazone of isatin (A., 1896, i, 449) into the azine by 
boiling with aniline. The product was, however, the phenyl- 
carbamylhydrazone, C,H;,ON:-N-NH:‘CO-NHPh, yellow needles, 
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m. p. 233° (decomp.). 1-Methylisatinhydrazone forms small, yellow, 
gistening needles, m. p. 107—108°, is soluble in most organic 
solvents, but insoluble in dilute sodium hydroxide; it forms a red 
picrate, m. p. 112°, and a red hydrochloride, m. p. 182°. 1-Methyl- 
isatinacetylhydrazone crystallises in thin, yellow needles, m. p. 
143°. Benzylidene-1-methylisatinazine forms red plates, m. p. 156°. 
p-Nitrobenzylidene-1-methylisatinazine forms small orange-yellow 
needles, m. p. 245—246°. Di-1l-methylisatinazine crystallises in 
light red needles, decomposing at 240—245° after darkening at 
about 235°. 

There is a great similarity between the behaviour of isatin and that 
of l-methylisatin with hydrazine, but the corresponding isatic acids 
(-aminophenylglyoxylic acids) in acetic acid solution exhibit a 
rmarkable difference in their behaviour when treated with hydr- 
wine. o-Aminophenylglyoxylic acid yields an intermediate pro- 
duct, C,gH,,0,N,,2H,O, a pale yellow, crystalline powder, which 
is instantaneously converted into di-isatinazine by alcohol con- 
taining some hydrochloric acid. 1-o0-Methylaminophenylglyoxylic 
acid, on the other hand, under similar conditions, yields a second 
hydrazone, oblique-angled, red prisms, m. p. 162—163°, believed 
to be a stereoisomeride of that already described. F. M. R. 


Octabromoindigotin. Evc. GranpmMovein (Compt. rend., 
1921, 173, 982—985).—Tetrabromoanthranilic acid, by the action 
of formaldehyde, gives a formalide, C,H,0,NBr,, which yields a 
nitrile and the latter on hydrolysis yields the glycine of tetrabromo- 
athranilic acid. The glycine when boiled with acetic anhydride 
gives acetyltetrabromoindoxylic acid, which in ammoniacal solution 
is readily saponified and oxidised, giving octabromoindigotin. On 
oxidation in acetic acid solution with chromic acid, octabromo- 
indigotin gives tetrabromoisatin, and on reduction a leuco-derivative, 
the yellow sodium salt of which is only sparingly soluble. The 
original indigotin has a redder colour than the hexabromoindigotin. 


W. G. 


Deoxyindigotin. W. Borscue and Rospert Meyer (Ber., 
1921, 54, [B], 2854—2856).—An alcoholic suspension of indigotin 
is unaffected by boiling with hydrazine, but on adding sodium 
hydroxide and boiling for several hours, a deep green solution is 
obtained which deposits a yellow, crystalline precipitate on oxida- 
tion by air. This product, C,,H,,ON,, crystallises from 200 times 
its weight of glacial acetic acid in small, greenish-yellow needles, 
m. p. 317°. The authors name the product deoryindigotin, and 
ascribe the following constitution to it : 

‘ CON np—p—-CHey 

CoH yy C=C HCH: 
Neither deoxyindigotin nor the solution from which it is obtained 
are suitable for dyeing, but when deoxyindigotin is sulphonated 
with 36 times its weight of sulphuric acid for three-quarters of an 
hour at 40—45° it yields a monosulphonic acid, the sodium salt 
of which dyes wool or silk in golden-yellow shades which are very 
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fugitive to light. Similar deoxy-compounds are obtained by the 
action of hydrazine and sodium hydroxide on 5: 5’- or 7:7. 
dimethylindigotin, or dibromoindigotin, but thioindigo red is only 
converted into its leuco-compound. F. M. R. 


Benzoylation and Benzylation of 2 : 5-Diketopiperazine, 
TaKAOKI Sasaki and Toxups1 Hasuimoro (Ber., 1921, 54, [B), 
2688—2693).—2 : 5-Diketo-1 : 4-dibenzoylpiperazine is prepared by 
the gradual addition of benzoyl chloride to a suspension of glycine 
anhydride in pyridine and subsequent heating of the mixture on 
a water-bath; it forms colourless crystals, m. p. 239—240°, 
whereas Scheiber and Reckleben (A., 1913, i, 969) record m. p. 
116°. It is smoothly converted into hippuric acid by means of 
sodium hydroxide solution at 37°. 2: 5-Diketo-1 : 4-dibenzyl- 
piperazine (cf. Mason and Winder, T., 1894, 65, 190; Mannich and 
Kuptal, A., 1912, i, 217) cannot be prepared by the action of sodium 
ethoxide and benzyl chloride on glycine anhydride but is readily 
formed from diacetylglycine anhydride under similar conditions; 
it has m. p. 173—174°. The stability of the ring system is remark. 
ably increased by the introduction of the two benzyl groups. 

H. 


Diketopiperazines. XI. 3:5-Diketo-1-benzylhexahydro- 
1:4-diazine. J. V. Dussky and E. DingemanseE (Ber., 1921, 
54, [B], 2659—2667; cf. A., 1919, i, 289).—Iminodiacetonitrile, 
NH(CH,°CN),, m. p. 78°, is conveniently prepared by the action of 
aqueous hydrocyanic acid (10%) on hexamethylenetetramine and 
is benzylated by the gradual addition of the nitrile and pyridine 
to benzyl chloride, which is heated at the temperature of boiling 
water. Benzyliminodiacetonitrile, CH,Ph*N(CH,°CN),, large, pris- 
matic crystals, m. p. 45—45-5° (the unstable hydrochloride, m. p. 
105°, is described), is hydrolysed by boiling aqueous barium hydr- 
oxide solution to benzyliminodiacetic acid, CH,Ph:N(CH,°CO,H),, 
colourless, matted needles, m. p. 197—-198° (decomp.). The sub- 
stance behaves definitely as a monobasic acid and yields only a 
monopotassium salt even when treated with two molecular pro- 
portions of potassium hydroxide. The colourless zinc salt, 
C,,H,,0,NZn, and the pale blue copper salt, C,,H,,0,NCu, are 
described. The latter gives an azure blue additive product, 
C,,H,,0,NCu,NH,,2H,O, with ammonia. Benzyliminodiacetic acid 
gives a nitrate, C,,H,,0,N,HNOs,, colourless needles, m. p. 117° 
(decomp.), and a hydrochloride, C,,H,,;0,N,HCl, decomp. 197°. 
Benzyliminodiacetonitrile is transformed by methyl-alcoholic hydro- 
gen chloride into methyl benzyliminodiacetate hydrochloride, m. p. 
210°, which, however, could not be isolated in the homogeneous 
condition. The corresponding dimethyl ester could only be obtained 
as a pale yellow, viscous liquid which decomposes when distilled 
under diminished pressure. The corresponding diethyl ester is a 
brownish-yellow, viscous liquid with similar properties; in the form 
of its hydrochloride, the latter is converted by ammonia into its ethyl 
hydrogen ester and, finally, into the diamide, CH,Ph:-N(CH,°CO-NH,)., 
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e yellow, glistening needles, m. p. (anhydrous) 166° (-++-1H,0), 
m. p. 159°, which can also be prepared by the action of hydrogen 
roxide on the nitrile. The anhydrous hydrochloride and its 
monohydrate, m. p. 222° (decomp.), are described. When heated 
at 130-—_190° under 8 mm. pressure, the diamide is transformed 
into benzyliminodiacetimide [3 : 5-diketo-1-benzyl-1 : 4-hexahydrodt- 
azine], CH,PLN<GH* GQ > NH. yellowish-white crystals, m. p. 
106°. f H. W. 

Diketopiperazines. XII. Attempted Preparation of 
{-Benzoyl-3 : 5-diketohexahydro-1 : 4-diazine. J. V. Dussky 
and E. Honer (Ber., 1921, 54, [B], 2667—2673; cf. preceding 
abstract)—A record of unsuccessful attempts to prepare 3: 5- 
diketo-1-benzoylhexahydro-1 : 4-diazine from benzoyliminodiacet- 
amide by elimination of ammonia or from the corresponding mono- 
amide by loss of water. 

Benzoyliminodiacetonitrile, colourless, lustrous leaflets, m. p. 
131—132° (cf. Bailey and Snyder, A., 1915, i, 389), is prepared 
enveniently by heating iminodiacetonitrile with a solution of 
benzoyl chloride in benzene at 110—120°; it is formed in small 
amount by the benzoylation of the iminodinitrile according to 
the Schotten-Baumann method. It could not be hydrolysed with 
hydrogen peroxide ; it is converted by barium or potassium hydroxide 
almost exclusively into benzoyliminodiacetomonoamide, 

CO,H:CH,*NBz-CH,*CO-NH,, 

m. p. 190—191°. Methyl benzoyliminodiacetate, NBz(CH,°CO,Me),, 
transparent prisms, m. p. 73—76°, is prepared by the action of 
benzoyl chloride on methyl iminodiacetate or, preferably, from the 
hydrochloride of the ester, benzoyl chloride, and sodium hydrogen 
carbonate. It is hydrolysed by aqueous barium hydroxide solution 
at the atmospheric temperature to benzoyliminodiacetic acid, 
NBz(CH,*CO,H),,H,O, glassy prisms, m. p. 88—90°; the barium 
salt, colourless leaflets (+-1-5H,O), and the copper salt, pale blue 
powder (+H,O), are described. Benzoyliminodiacetodiamide, 
NBz(CH,*CO-NH,),, m. p. 225—227°, is obtained by the action of 
ammonia on a solution of the methyl ester in alcohol. H. W. 


Diketopiperazines. XIII. J. V. Dussxy, E. Honer, and 
E. DrncEMANSE (Ber., 1921, 54, [B], 2674—2678; cf. preced- 
ing abstracts).—2 : 5-Diketopiperazine-1 : 4-diacetodi-«-naphthalide, 
(gH -NH-CO-CH,N<60 C2 >N-CH,"CO:NH-C;9H,,decomposing 

2 
above 313°, is obtained by the action of methyl iminodiacetate 
hydrochloride on «-naphthylamine at 170—175°. In spite of 
manifold variations in the experimental conditions, it was not 
found possible to conduct the operation in such a manner as to 


lead to the production of the ketopiperazine, NH< for CO>N-C 19H 7. 
2 


The preparation of phenyliminodiacetimide from aniline and 
chloroacetamide has been recorded previously (Dubsky and 
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Grinacher, A., 1918, i, 188); attempts to prepare the corresponding 
2:6-dimethyl derivative by the use of «-chloropropionamide 
yielded a mixture of «-anilinopropionamide, NHPh-CHMe-CO-NH,, 
colourless, lustrous leaflets, m. p. 141°, and «-anilinopropionanilide, 
slender, silky needles, m. p. 126-5°. 

Hexaethylidenetetramine is highly resistant towards hydro. 
cyanic acid. H. W. 


Rosaniline-sulphurous Acid and its Colour Reactions with 
Aldehydes. Hurtnrich WreLanp and Gord ScuEvine (Ber, 
1921, 54, [B], 2527—2555)—The hydrochloride of pararosaniline. 
leucosulphonic acid prepared by Hantzsch and Osswald (A., 1900, 
i, 256) was regarded as the substance which produces the well- 
known colour reactions with aldehydes. Subsequently, Diirr. 
schnabel and Weil (A., 1905, i, 947) obtained the free sulphonic 
acid, and products described as ‘‘ neutral and acid sulphites”’ of 
pararosaniline. The latter authors’ product is the free base of 
the former authors’ hydrochloride, and is actually a trihydrate of 
pararosanilineleucosulphonic acid, crystallising in needles, whilst 
the so-called ‘ acid sulphite ” is the monohydrate of pararosaniline- 
leucosulphonic acid, crystallising in oblique-angled plates. This 
sulphonic acid possesses an amphoteric character, and its hydro- 
chloride has been described by Hantzsch and Osswald (loc. cit.), 
It forms a sodium salt, plates (2H,O), and an ammonium salt, fine 
needles (2H,O). Similar products are obtained from other dyes, 
namely, Débner’s-violet-leucosulphonic acid, small, quadrangular 
monoclinic, yellow crystals (H,O), and Crystal-violet-lewcosul phonic 
acid, faintly violet powder (3H,O), which is extremely unstable. 

The so-called ‘neutral sulphite” is the pararosaniline salt 
of pararosanilineleucosulphonic acid, metallic glistening crystals, 
C(C,H,°NH,),*SO,-NH,:C,H,:C(C,H,"NH,),. Similar colour salts 
of a mixed type have also been prepared, namely, the Crystal- 
violet salt of pararosanilineleucosulphonic acid, black, crystalline 
powder with a green, metallic lustre, and the pararosaniline salt of 
Malachite-green-leucosulphonic acid, black, microcrystalline powder 
with a green lustre. Pararosanilineleucosulphonic acid is not the 
substance which gives rise to colour reactions with aldehydes, for 
no reddish-violet colour is produced when acetaldehyde is added 
to a very dilute hydrochloric acid solution of pararosanilineleuco- 
sulphonic acid, and the latter can be isolated unaltered from the 
solution after removing the acetaldehyde in a vacuum. ‘The colour 
reaction only occurs when the solution contains sulphurous acid. 
The solution of pararosanilineleucosulphonic acid (I) in sulphurous 
acid is regarded as containing the N-sulphinic acid (IT), thus : 


SO;H-C(C,H,NH,)."CsH,NH, +80, => 
(L.) 


SO,H-C(C,H,"NH,),*C,H,-NH-SO,H 
(II.) é 


The sulphur dioxide attached to the amino-group in II can be 
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removed completely by iodine, which distinguishes it sharply from 
the sulphonic group attached to the carbon atom. The first stage 
in the reaction is the formation of the N-sulphinic acid, and the 
sulphonic group is introduced subsequently. When an aldehyde is 
added to the colourless dilute solution of the rosaniline-sulphurous 
acid an intense bluish-red colour is produced owing to the conver- 
sion of the benzenoid triphenylmethane derivative into a quinonoid 
compound by some hitherto unknown means. It was not known 
definitely whether the aldehyde colouring matter still contains 
sulphurous acid in some form, or whether it is identical with the 
reaction product obtained by the interaction of rosaniline and one 
or two molecular proportions of aldehyde. Actually the aldehyde 
colouring matter contains SO,. When a solution of pararosaniline 
reacts with one molecular proportion of sulphur dioxide and one 
molecular proportion of acetaldehyde, an insoluble colouring matter 
(III) separates in bluish-red flocks after a short time : 


NH,-C,H,'C:C,H,:NH 
H,'NH-SO,CHMe-OH(H,0) 
(III.) 


With an excess of sulphurous acid, a colourless, crystalline product 
(4H,O) is formed : 


SO,H-C(C,H,*NH,).*C,H,"NH-SO,;CHMe-OH 
(IV.) 


This N-aldehyde-sulphurous acid pararosanilineleucosulphonic acid 
(IV) is also formed by the addition of acetaldehyde to a concen- 
trated solution of pararosanilineleucosulphonic acid in a slight 
excess of aqueous sulphurous acid. 

The colouring matter (III) is insoluble, whereas the colouring 
matter produced in the ordinary colour reaction with aldehydes is 
readily soluble, and is only formed when a further molecular pro- 
portion of sulphur dioxide is used, and the quantity of aldehyde 
is also increased. It would appear, therefore, that the latter 
colouring matter, when acetaldehyde is used, has the con- 
stitution : NH-C,H,°:C(C,H,-NH:SO-O-CHMe:OH),. The instability 
of this colouring matter on keeping is due to the hydrolysis of the 
aldehyde-sulphurous complex as such, for that does not give rise 
to colour reactions. F. M. R. 


Trypaflavin [3 :6-Diamino-1-methylacridinium Chloride]. 
Hans Tuteme (Ber. deut. Pharm. Ges., 1921, 31, 323—344).— 
Normal trypaflavin is composed of equimolecular quantities of two 
stereoisomeric forms, one of which on treatment of the sulphate 
in aqueous solution with barium hydroxide is converted into the 
true stable quaternary ammonium base, whilst the other breaks 
down into diaminoacridine with loss of methyl alcohol. The 
trypaflavin sulphate which is formed on adding sulphuric acid to 
the aqueous solution of the base after filtering off the diamino- 
acridine, no longer behaves as a dual substance when the treat- 
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ment with barium hydroxide is repeated, as no diaminoacridine j; 
formed, but, instead, the theoretical quantity of the quaternary 
base. The different behaviour of the normal sulphate and the 
above salt was also demonstrated by conductivity measurement; 
of the two salts in reaction with barium hydroxide. Whilst in the 
one case a very rapid fall in conductivity during the first fey 
minutes was observed, in the latter case, where no diaminoacridine 
was formed, no such rapid fall in conductivity occurred. In each 
case there was a slow continuous decline, but this was due to 
absorption of carbon dioxide by the free base. G. F. M. 


The Behaviour of certain Bisacylaminoethylene Derivatives 
prepared from Glyoxalines. A. Winpavus, W. D6rrIEzs, and 
H. JENSEN (Ber., 1921, 54, [B], 2745—2755).—A series of examples 
is given of the fission of the glyoxaline ring by isovaleryl chloride 
with the product of bisacylaminoethylenes, the catalytic hydro. 
genation of the latter to the ethane derivatives, and the conversion 
of these into the corresponding amines. The bisbenzoylamino. 
ethylene compounds lose a molecule of benzoic acid and one of 
ammonia under the influence of alcoholic hydrogen chloride and 
pass into benzoylamino-ketones which are transformed by further 
action of the same reagent into aminoketones. 

A well-cooled aqueous solution of glyoxaline is converted by 
alternate addition of small amounts of isovaleryl chloride and 
potassium hydroxide solution into bisisovalerylaminocthylene, which 
is conveniently characterised as its dibromide, slender needles, 
m. p. 164—165° (decomp.). Hydrogenation of the ethylene deriv- 
ative in the presence of spongy palladium gives bisisovalerylamino- 
ethane, C,H,(NH-CO-C,H,),, lustrous needles, m. p. 182°, which is 
converted by concentrated hydrochloric acid at 140° into ethylene- 
diamine dihydrochloride. Bisbenzoylaminoethylene is transformed 
by boiling methyl alcoholic hydrogen chloride solution (10°) into 
aminoacetaldehyde, which is identified as glyoxalosazone. 

4(5)-Methylglyoxaline is converted by isovaleryl chloride and 
reduction of the initial product into «$-diisovalerylaminopropane, 
colourless, slender needles, m. p. 172—173°, which is transformed 
into «-diaminopropane (dipicrate, yellow needles, m. p. 237° 
after previous darkening; dibenzoyl derivative, m. p. 192—193°), 
«8-Dibenzoylaminopropylene is transformed by alcoholic hydrogen 
chloride into aminoacetone. 

Hydrogenation of the product of the fission of histamine with 
isovalery| chloride leads to the formation of «88-triisovalerylamino- 
butane, slender needles, m. p. 196—197°, which is converted in the 
usual manner into «(d-trcaminobutane trihydrochloride, needles, 
m. p. 209—210° (corresponding picrate, small, yellow needles, 
decomp. about 225°). The fission of histamine with benzoyl 
chloride and sodium hydroxide has been described previously 
(Windaus and Vogt, A., 1907, i, 978); the product thus obtained 
is converted by alcoholic hydrogen chloride into «d-dibenzoyl- 
amino-8-ketobutane, NHBz-CH,*CO-CH,*CH,*NHBz, small, colourless 
needles, m. p. 151° (semicarbazone, needles, m. p. 172—173°). 
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Ethyl glyoxaline-4-propionate oxalate is transformed by benzoyl 

chloride and sodium carbonate into the ester, 
NHBz:CH:C(NHBz)-CH,°CH,°CO,Et, 

slender needles, m. p. 1832—133° (the corresponding acid crystallises 

in needles, m. p. 156—157°); it is converted by boiling alco- 

holic hydrogen chloride into ethyl 8-benzoylamino-y-ketovalerate, 

NHBz-CH,-CO-CH,°CH,°CO,Et, coarse prisms, m. p. 101° (semi- 

carbazone, needles, m. p. 171°). 

The fission of histidine methy] ester has been described by Kossel 
and Edlbacher (A., 1915, i, 285); the unsaturated ester thus 
produced has been hydrolysed to the acid, 

NHBz-CH:C(NHBz)-CH,*CH(NHBz)-CO,H, 
small needles, m. p. 241°. The unsaturated ester is converted by 
hydrogen chloride dissolved in methyl alcohol into methyl a8-di- 
benzoylamino-y-ketovalerate, NHBz-CH,*CO-CH,°CH(NHBz)-CO,Me, 
lustrous needles, m. p. 173—174°; it gives a phenylhydrazone, pale 
yellow leaflets, m. p. 221—222°. H. W. 


The Nitro- and Amino-derivatives of 4-Phenylglyoxaline. 
REGINALD Linpsay Grant and Frank Lee Pyman (T., 1921, 
119, 1893—1903). 


Aziminobenzene (1:2:3-Benztriazole). G. CHAaRRIER and 
A. Bererra (Gazzetta, 1921, 541, ii, 267—269).—Attempts were 
made to prepare o-benzoylaminophenyldiazonium chloride by the 
action of nitrous acid on benzoyl-o-phenylenediamine, but it was 
found that, under the most varied conditions, this reaction yields 


the benzoyl derivative of 1: 2: 3-benztriazole, CH,<SB>N ; 


which crystallises in long, colourless needles, m. p. 112°. When 
dissolved in 95°% alcohol and boiled in a reflux apparatus with 
30% sulphuric acid for nine hours, this compound is hydrolysed 
to 1:2:3-benztriazole, which is conveniently prepared by this 
method. ao 


Preparation of Triazoles of the Aromatic Series (y-Az- 
imides). Katte & Co., Axt. Gus. (D.R.-P., 338926; from 
Chem. Zentr., 1921, iv, 709).—o-Aminoazo-dyes, in particular those 
which contain amino- and hydroxyl-groups in addition to the 
amino-group present in the ortho-position to the azo-group are 
treated with cuprammonium salts. The product from diazotised 
sulphanilic acid and m-tolylenediamine is dissolved in water and 
treated with ammonia. An aqueous solution of copper sulphate 
and 25°4 aqueous ammonia solution is added and the mixture is 
heated at 90° for a few hours. On cooling, the ammonium salt of 
5-amino-2-p-sulphophenyl-6-methyl-)-aziminobenzene crystallises out. 


5-Amino-2-phenyl-y-aziminobenzene, PhN<{>C,Hy-NH;, is simi- 


larly obtained from benzeneazo-m-phenylenediamine. It crystal- 
lises from glacial acetic acid and has m. p. 183°. The dye from 
diazotised 5-aminosalicylic acid and m-tolylene diamine gives 
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similarly 5-amino-2-p-hydroxy-m-carboxyphenyl-6-methyl-y-azimino. 
benzene, CO,H-C,Hy(OH) NCI >C,H,Me-NH,. G. W.R. 


Structure and Colour of the Azine Scarlets. Juv ivs 
BEREND CoHEN and HERBERT GRACE CRABTREE (T., 1921, 119, 
2055—2070). 


Ring Closure with Hydrazinedicarbonamides containing 
Sulphur. Dithiourazole and Iminothiourazole. Emm Fromy 
(Ber., 1921, 54, [B], 2840)—The author has prepared previously 
many of the compounds described by Arndt and Milde in their 
recent publication (A., 1921, i, 813), and the account of the work 
will appear shortly in the Annalen. In general, the results obtained 
are in good harmony except in so far as the preparation of dithio- 
urazole and iminothiourazole is concerned, for which the author 
prefers the older process. H. W. 


The Electrochemical Oxidation of Azobenzene. [Fr. 
FICHTER and WoLFGanG JAECK (Helv. Chim. Acta, 1921, 4, 1000— 
1009).—Text-books of electrochemistry, in dealing with the ques- 
tion of the introduction of hydroxyl groups into the benzene 
nucleus by anodic oxidation, quote the conversion of azobenzene 
into tetrahydroxyazobenzene (Heilpern, A., 1898, i, 249) as a 
smooth reaction. Heilpern’s analytical figures for the so-called 
tetra-acetyl derivative of tetrahydroxyazobenzene, however, repre- 
sent a triacetyl derivative as regards the carbon content, although 
the hydrogen content does not agree with this. Repetition of the 
oxidation shows that the product resembles that obtained: by 
Heilpern, and is formed by the hydroxylation of azobenzene, 
although it is not tetrahydroxyazobenzene, but a complex mixture. 
Two of the reaction products have been isolated in the form of 
their acetyl derivatives from this mixture by means of their different 
solubilities in benzene; pp’-diacetoxyazobenzene, readily soluble in 
benzene, m. p. 193-5°, which on hydrolysis yields pp’-dihydroxy- 
azobenzene, brown crystals, m. p. 204°; diphenyl-pp’-bisazo- 
phenyl acetate, sparingly soluble in benzene, glistening orange-red 
crystals, m. p. 257°, which on hydrolysis yields diphenyl-pp’- 
bisazophenol, HOCH, N:N-C,H,°C,.H,N°N°C,H,°OH, small, brown 
needles, m. p. 265°; the constitution was confirmed by synthesis 
from tetrazotised benzidine and phenol. 

For purposes of comparison, the isomeride, 

NPh:N-C,H,°O°C,H,"N:-N-C,H,°OH, 
for which the name 4’-hydroxy-4 : 4’’-bisazo-benzolyl ether is suggested, 
in which azobenzolyl represents the group C,H;°N:N:C,H,, was 
synthesised; p-hydroxyazobenzene condensed with p-nitrochloro- 
benzene for twelve hours at 240° yields azobenzolyl-p-nitrophenyl 
ether, small, brown crystals, m. p. 125°, which is reduced in aqueous- 
alcoholic solution by sodium sulphide to azobenzolyl-p-aminopheny! 
ether, pale brown, glistening scales, m. p. 100—101°. Prolonged 
reduction converts the latter compound into its hydrazo-derivative, 
m. p. 212°, which is reoxidised by air to the azo-compound. When 
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azobenzolyl-p-aminophenyl ether is diazotised and coupled with 
phenol, 4’-hydroay-4 : 4’’-bisazobenzolyl ether, brown crystals, m. p. 
198°, is formed; its acetyl derivative crystallises in plates, m. p. 
183°. F. M. R. 


Action of Diazo-salts on Aromatic Sulphonamides. I. 
PavitRA Kumar Dutt, HuaH ROBINSON WHITEHEAD, and ARTHUR 
Worma.L. (T., 1921, 119, 2088—2094). 


Separation of the Proteins of the Serum. M. Prerrre and 
A. Vina (Bull. Soc. Chim. Biol., 1921, 3, 483—489).—A simplified 
method for the separation of serum-albumin and serum-globulin 
is described. Serum is neutralised with hydrochloric or sulphuric 
acid and the proteins are precipitated by addition of acetone or 
alcohol. Treatment of the precipitate with water removes the 
albumin, which is again precipitated, after filtration from the 
globulin, by addition of acetone. E. 8. 


The Electric Charge of Hemoglobin. L. MicHAzELIs and 
Y. Amrita (Biochem. Z., 1921, 118, 144—149)—Cataphoretic 
experiments show that hemoglobin behaves as a complex ampho- 
lyte. At the isoelectric point, the cataphoretic movement is nil, 
and with increasing or decreasing Py there is a continuous increase 
in the cataphoretic velocity. These results disprove Straub and 
Meier’s contentions (A., 1921, i, 72). H. K. 


Viscosity of Gelatin Solutions. Crarke E. Davis, EARLE 
T. Oakes, and HaroLtp H. Browne (J. Amer. Chem. Soc., 1921, 
43, 1526—1538).—Three kinds of gelatin have been examined to 
ascertain the effect on the viscosity of gelatin solutions of (a) the 
ageing of the solution, (b) the method of producing the sojution, 
(c) the hydrogen-ion concentration, (d) the concentration of the 
gelatin, and (e) the hydrolysis of the solution. It is shown that 
viscosity determinations of gelatin solutions can be made by an 
Ostwald viscosimeter with a maximum error of 0:-5%. Gelatin 
solutions increase in viscosity with age at different rates, depending 
on the concentration of the gelatin, the type of gelatin, and the 
hydrogen-ion concentration. For any given gelatin solution a 
maximum viscosity is attained at an age of solution of about twenty- 
four hours. A decrease in viscosity after the maximum is reached 
indicates bacterial decomposition. Gelatin solutions show a 
maximum viscosity at a hydrogen-ion concentration represented 
by Py=3-0—3-5 at 25°. The viscosity of gelatin solutions is not a 
simple function of the concentration of the gelatin. Both the 
hydrogen and hydroxyl ions catalyse the hydrolysis of gelatin in 
solution, but the hydroxyl ion is more powerful in this respect than 
the hydrogen-ion. Excessive temperatures accelerate the hydrolysis 
of gelatin, whilst actual boiling of the solutions causes very rapid 
hydrolysis. J. F.S. 

An Unidentified Base among the Hydrolytic Products of 
Gelatin. Donaup D. van SLYKE and ALMA HILuLeER (Proc. Nat. 
Acad. Sci., 1921, 7, 185—186).—The non-amino-nitrogen pre- 
cipitable from the products of the acid hydrolysis of proteins is 
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assumed to be entirely in the histidine and arginine. When 
arginine is estimated directly, the remaining non-amino-nitrogen 
is assumed to be histidine. A comparison of the histidine obtained 
on this assumption with that obtained by Koessler and Hanke’s 
direct colorimetric method (A., 1920, ii, 67) gave satisfactory 
results for casein, edestin, and fibrin, but not for gelatin. A hitherto 
unknown base must therefore be present among the products of 
the hydrolysis of gelatin which are precipitable by phosphotungstic 
‘acid. This was obtained by successive removal of the other bases 
from the phosphotungstate fraction, after removal of phospho. 
tungstic acid. Attempts to crystallise the free base were un. 
successful. It is hygroscopic and decomposes slowly at 100°. 
The ratio of total nitrogen to amino-nitrogen is 2:1 and is not 
increased by prolonged boiling with 20% hydrochloric acid or by 
heating in a bomb tube with 25% sulphuric acid. It is concluded 
that it is not a peptide. G. W. R. 


Origin of Melanin from Pyrrole. II. Action of Organ 
Extracts on Pyrrole. The Sepia of the Cuttlefish. Pirrro 
Ronponi (Sperimentale, 75, 33—44; from Chem. Zenitr., 1921, 
iii, 887).—An aqueous extract of the ink-sac of cuttlefish (previously 
freed from secretion) gives a distinct blackening with pyrrole. It 
is weaker in the case of an extract heated for ten minutes, but is 
deepened by addition of ferrous sulphate solution. Similar results 
are obtained with extract from the skin of frogs. The phenomenon 
is confined to melanogenic organs and is of colloidal character. 
A pyrrole oxydase may be present. The inky secretion (sepia) 
appears to be a suspensoid associated with a protective colloid 
which prevents precipitation by the electrolytes in sea-water. 
From the similar properties of sepia and Angeli’s ‘‘ pyrrole-black ” 
it is concluded that a pyrrole ring cecurs in the former. 


G. W. R. 


Action of Hydrolytic Enzymes. II. Marc H. Van Laz 
(Bull. Soc. Chim. Belg., 1921, 30, 261—265; cf. A., 1921, ii, 445).— 
The author’s hypothesis, that a hydrolytic enzyme owes its activity 
to its capacity for adsorbing substrate and hydrogen ions, involves 
the possibility of an enzyme acting on all hydrolysable substances 
which it adsorbs. In such a case, the optimal concentration of 
hydrogen ions should be independent of the particular substrate 
acted on, for this optimum is regarded as a characteristic of the 
enzyme itself, being the point beyond which the coagulating effect 
of further increases in the concentration of hydrogen ions, on the 
enzyme particles, preponderates over their catalytic effect on 
hydrolysis. Among the hydrolytic transformations effected by 
malt extract, those relating to starch, proteins, esters, and amygdalin 
(cf. A., 1921, i, 488) are all subject to the same optimal reaction, 
and may accordingly be due to one enzyme. J. H. L. 


Some Errors in the Study of Invertase Action. WARREN 
C. VospureH (J. Amer. Chem. Soc., 1921, 43, 1693—1705; cf. 
Nelson and Vosburgh, A., 1917, ii, 252).—Invertase solutions are 
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subject to loss in activity when diluted, the magnitude of the 
loss varying with the invertase preparation and the substances 
resent in the water used for the dilution. Dilution with distilled 
water results in less loss than is the case if very dilute acids are 
used and for practical purposes is consistent if the dilution is not 
too great. When an invertase solution is added to solutions con- 
taining sucrose, losses in activity are less than when the sucrose 
js absent. The velocity of hydrolysis of sucrose by invertase is 
eater when a citrate or acetate buffer is used as the source of 
hydrogen ions than when citric or acetic acid respectively is so used. 
Both dilute and stock solutions of invertase lose strength on keeping, 
the former faster than the latter. W. G. 


Toxicity. I. The Action of Quinine on Invertase. PETER 
Rona and Ernst Buiocu (Biochem. Z., 1921, 118, 185—212).— 
The inhibitory action of quinine hydrochloride on invertase is 
dependent on the Py of the solution. The more alkaline, the 
greater the toxic effect. This indicates that the free base is the 
active agent. The same applies to the action on parameecia. 
Qptochin, eucupin, and vuzin behave similarly, the two former 
being equivalent to quinine; vuzin is considerably more active. 
Quinidine has a greater toxic effect than quinine. H. K. 


Toxicity. III. The Action of m- and p-Nitrophenols on 
Invertase. PreTeR Rona and Emericn Bacu (Biochem. Z., 
1921, 118, 232—253).—The inhibitory action of these phenols is a 
time process. There is also a distinct threshold value for each, 
beyond which only a relatively small variation of concentration is 
possible without producing complete inhibition. The process is 
not reversible, this being attributed to an irreversible destruction 


of the ferment. H. K. 


The Action of Metallic Copper and Silver on Diastase. 
The so-call- 1 Oligodynamic Phenomena. A. LUGER (Biochem. 
Z., 192" © .7, 153—160).—Diastase inactivated by contact with 
metals _ ore or less reactivated by treatment with certain salts 
such as )tassium cyanide and sodium thiosulphate. H. K. 


Enzymes. VIII. Conditions of Action of Amzylases. 
W. BrEDERMANN and Amin Rueua (Fermentforsch., 1921, 5, 56— 
83; ef. A., 1921, i, 11, 468).—The results of previous investigators 
on the hydrogen- or hydroxyl-ion concentrations under which 
amylases act are fully discussed and their bearing on the different 
theories which have been advanced to explain enzyme action is 
considered. 

As regards the retarding influence of hydroxyl ions on diastatic 
action, there exists always an upper limiting amount of enzyme for 
which the optimum activity persists in spite of the alkaline re- 
action. For less quantities of the enzyme, the action is retarded 
to an extent which increases as the amount of enzyme diminishes. 
Such “‘ subliminal ’’ amounts of enzyme may, however, be rendered 
active under the same reaction conditions if the degree ene 
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and therewith the diastatic power is raised by addition of suitabld 
ionic mixtures to the solution. 


Similarly, the action of diastatic enzymes is prevented by af» 


certain definite hydrogen-ion concentration, this depending, hoy. 
ever, on the amount of enzyme present in the solution. Malt 
diastase is far more ‘ 
former exerting its optimum activity when the acidity is such that 
the action of the latter is prevented. 


- Chemical Investigation of Amylases and Related Enzymes, 
H. C. SuHerman (Carnegie Inst. Washington Yearbook, 1919, 18, 
328—330).—A neutral solution of sodium aspartate corrected the 
abnormally low results obtained by the action of purified pancreatic 
amylase on potato starch which had previously been purified by 
washing with very dilute alkali and subsequent thorough washing 
with specially purified water. The neutral solution of sodium 
aspartate also accelerated the rate of hydrolysis of wheat, maize, 
rice, and potato starches by purified pancreatic amylase, by purified 
malt amylase, by commercial pancreatin, or by saliva, but had no 
such action on their hydrolysis by a simple extract of malt, or by 
either the commercial or a laboratory preparation of the amylase of 
Aspergillus oryze. When soluble starch was used as the substrate 
and the reducing sugar produced was estimated gravimetrically, 
similar results were obtained. When this technique was used, and 
asparagine was substituted for sodium aspartate, essentially similar 
results were obtained; however, the asparagine apparently pro- 
duced a slight increase in the activity of taka-diastase. When both 
asparagine and a neutral solution of sodium aspartate were added 
to a digestion mixture, the results were such as were obtained by 
use of either of the two compounds in its optimum concentration. 
Thus the activating effects of aspartic acid and asparagine were 
interchangeable rather than additive; their effect was not due toa 
change in the hydrogen-ion concentration, or to the sodium ion, or to 
the mere concentration of electrolyte, since optimum concentrations 
of chlorides and phosphates were already present. The effect was, 
in a sense, specific, since neutral sodium aspartate increased the 
enzymic activity when the optimum amounts of chlorides and 
phosphates were present, but could not completely replace chlorides 
in the activation of pancreatic amylase. CHEMICAL ABSTRACTS. 


Importance of Acidity for Cyanohydrin Synthesis and the 
Non-existence of Rosenthaler’s syn-Emulsin. E. NorDEFELD? 
(Biochem. Z., 1921, 118, 15—33).—The formation of benzaldehyde- 
cyanohydrin is largely conditioned by the Py of the solution, the 
synthetic action increasing rapidly with increase of Py. The 
enzymatic nature of emulsin in this reaction is an unnecessary 
assumption, the increased velocity in its presence being due to 
removal of hydrogen-ions by adsorption of benzoic acid. The speci- 
ficity of emulsin in producing optical activity in the hydroxy-nitrile 
formed is not necessarily enzymatic, as the results of Fajans (A., 
1908, ii, 268) with quinine and quinidine have shown. H. K 
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Toxicity. II. The Action of Quinine on Serum-lipase. 
PeteR Rona and Dora Rernicke (Biochem. Z., 1921, 118, 2138— 
931).—Quinine hydrochloride inhibits the action of lipase similarly 
to the inhibition produced by atoxyl (A., 1921, i, 69). The action 
depends on the P,, of the medium, being more pronounced with 
increasing P,,, and is independent of the particular salt of quinine 
wed. The inhibiting action on animal sera is only obtained at - 
concentrations of quinine one hundred to one thousand times that 
observed with human sera. H. K. 


The Enzyme Phosphatase-Phosphatese. H. P. BAREN- 
pRECHT (Biochem. Z., 1921, 148, 254—255).—Euler and Ohlsen’s 
experiments (A., 1912, i, 61) support the radiation hypothesis of 
enzyme action. H. K. 

Additive Reactions of Phosphorus Haloids. II. The 
{:4-Addition of Phosphenyl Chloride. Jamus B. Conant and 
§. M. Potzack (J. Amer. Chem. Soc., 1921, 43, 1665—1669; cf. 
4., 1920, i, 454).—Dichlorophenylphosphine reacts with phenyl 
styryl ketone in acetic acid solution to give phenyl-8-benzoyl-«-phenyl- 
dhylphosphinic acid, COPh:CH,*-CHPh:PPhO-OH, m. p. 220— 
225° (decomp.). In acetic anhydride as a solvent, the product is 


an unsaturated cyclic anhydride, cH<(or G>PPhO, which 


radily reacts with water to give the ketophosphonic acid. The 
sructure of the anhydride is shown by the fact that it combines 
with one equivalent of bromine and the product reacts with water 
to give two stereoisomeric phenyl-8-bromo-8-benzoyl-«-phenylethyl- 
phosphinic acids, CHBzBr-CHPh:-PPhO-OH, which may also be 
prepared by bromination of the ketophosphinic acid. One has 
m. p. 150° and the other m. p. 195° (decomp.). They are both 
decomposed by aqueous alkali, giving pheny] styryl ketone, hydrogen 
bromide, and phenylphosphonic acid. W. G. 
Addition Reactions of Phosphorus Haloids. III. The 
Reaction with Distyryl Ketone and Phenyl Cinnamylidene- 
methyl Ketone. James B. Conant, ALBERT H. Bump, and 
Harotp S. Horr (J. Amer. Chem. Soc., 1921, 43, 1677—1684; 
ef. preceding abstract)—Phosphorus trichloride acts on distyryl 
ketone in acetic acid solution to give $-cinnamoyl-«-phenylethyl- 
phosphonic acid (cf. A., 1918, i, 74), which, when acted on by ~ 
bromine in chloroform solution, yields «-phenyl-B-(«’®’-dibromo- 
'-phenylpropionyl)-ethylphosphinic acid, 
CHPhBr-CHBr-CO-CH,°CHPh:PO(OH),, 
mu. p. 180—182°. This compound readily loses hydrogen bromide 
under the influence of alcoholic potassium hydroxide, giving 
«-phenyl-B-(«’-bromocinnamoyl)-ethylphosphinic acid, 
CHPh:CBr-CO-CH,°CHPh:PO,H,, 
m. p. 130—132°, which on oxidation with ozone gives hydrogen 
bromide, benzoic acid, and «-phenyl-8-glyoxyethylphosphinic acid, 
00,H-CO-CH,*CHPh:PO,H,, m. p. 183° (decomp.), and this phos- 
phonic acid on heating loses carbon monoxide, yielding «-phenyl- 
8-carboxyethylphosphinic acid. 


d* 
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A similar series of reactions occurred when the phosphorus 
trichloride was replaced by phosphenyl chloride. The products 
obtained were phenyl-«-phenyl-B-cinnamoylethylphosphinic acid, 

CHPh:CH:CO-CH,*CHPh:PPhO-OH, 
m. p. 235—236°; phenyl-x-phenyl-B-carboxyethylphosphinic acid, 
m. p. 212°; phenyl-ax-phenyl-B-(«'B’-dibromophenyl propionoyl)-ethyl 
phosphinic acid, m. p. 195° (decomp.); phenyl-a-phenyl-B-(«’-bromo. 
cinnamoyl)-ethylphosphinic acid, m. p. 200°. 

Phenyl cinnamylidenemethyl ketone condensed with phosphorus 
trichloride in acetic anhydride to give a poor yield of 8-benzoyj. 
a-styrylethylphosphinic acid, CHPh:CH-CH(CH,Bz)-PO,H,, m. p 
159—161°, and with phosphenyl chloride in acetic acid solution 
to give phenyl-B-benzoyl-«-styrylethylphosphinic acid, 

CHPh:CH-CH(CH,Bz)-PPhO-OH, 
m. p. 200°, which on oxidation with ozone gave benzaldehyde as 
one of the products, the combination thus taking place in the 
1 : 4-position. W. G. 


New Organic Compounds of Phosphorus. IV. Phos- 
phineimines. H. StaupincerR and Ernst Hauser (Helv. Chim. 


Acta, 1921, 4, 861—886).—It has been shown previously (Stau- ff 


dinger and Meyer, A., 1920, i, 106) that phosphines react with 
azides to give phosphazides which decompose spontaneously into 
phosphineimines: NPh:N:N+PPh, —> NPh:N-N:PPh, — 
NPh:PPh,. By operating at a low temperature, it has now been 
found possible to effect the isolation of certain phosphazides. 
The behaviour of phosphines towards azides has been more fully 
examined. 

The greatest reactivity towards phenyl- and benzoyl-azides is 
exhibited by tertiary phosphines, among which the alkyl con- 
pounds are the most active. Triphenylstibine, triphenylarsine, 
and a number of tertiary amines are found to be indifferent 
towards azides, and the substances thus conform to the general 
rule that phosphorus shows the most pronounced tendency to 
pass into the quinquevalent state. Triphenylphosphine and 
triethylphosphine react readily in cold dilute solution with a 
number of azides, and the reaction does not appear to be influenced 
to a marked degree by the presence of substituents in the latter. 
It therefore appears probable that the azides, the aliphatic diazo- 
compounds, and nitrous oxide, all of which behave in the same 
manner towards phosphines, are to be regarded as substances 
possessing the unsaturated group, :‘N?N, for which the name 
‘“‘azen’’ is proposed. The independence of the reaction on the 
presence of substituents in the nitrogenous component thus receives 
an explanation, since it is untikely that the behaviour of the 
terminal nitrogen atom would be influenced greatly by a change 
in group at the third nitrogen atom. 

The reactivity of the phosphineimines depends greatly on the 
presence of substituents. In general, derivatives of triethylphos- 
phine are more active than those of triphenylphosphine and 
N-alkylated phosphineimines react more readily than the corres- 
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ponding N-arylated compounds. Benzoylated phosphineimines 
are relatively very stable. Generally, the phosphineimines are 
readily hydrolysed in accordance with the scheme NR:PR,+H,O 
— [R,P(OH)-NHR] —>R,P:0+NH,R. They yield salts with 
acids, some of which are stable towards cold water. They react 
readily with carbonylene derivatives containing twin double bonds 
(carbon dioxide, carbimides, and ketens), giving oxides of the 
tertiary phosphines, and a similar change is observed with thio- 
carbonylene compounds and other substances with twin double 
bonds (sulphur dioxide, etc.). On the other hand, they do not 
react in the cold with substances containing a simple carbonyl 
group even if the latter is unusually activated. Similarly, simple 
reactions are not observed with other substances containing an 
usaturated bond, such as nitrosobenzene. 

Phosphine does react with an ethereal solution of phenylazide 
or benzoylazide. Phenylphosphine and phenylazide evolve nitrogen 
violently after some time, but the other products have not been 
examined. 

The following substances are described. 'riphenylphosphineimine 


azide, PPh,;NH,N,H (from triphenylphosphine and hydrogen 


azide in benzene solution), a colourless, crystalline powder, m. p. 
196° (decomp.), which is stable in dilute aqueous solution, but is 
hydrolysed by dilute acids to triphenylphosphine oxide. T'riphenyl- 
phosphinemethylimine, NMe:PPhs, a colourless, crystalline mass 
which is very sensitive towards moisture, m. p. (about) 62—65°; 
it is converted by carbon dioxide into triphenylphosphine oxide 
and methylearbimide and by carbon disulphide into tripheny]l- 
phosphine sulphide and methylthiocarbimide. Zihylazide, a colour- 
less, mobile liquid, b. p. 48°. Triphenylphosphine-ethylimine, a 
colourless, crystalline substance, m. p. (indefinite) 90°, which is 
transformed by ethyl! iodide into the compound, C.,H,,NPI, m. p. 
164—165°. Ethyl azidoacetate and triphenylphosphine give a 
glassy mass which is hydrolysed to triphenylphosphine oxide and 
glycine ester hydrochloride and is transformed by methyl iodide 
into the compound, C,,H,;O0,NPI, m. p. 103—104°. 
Triphenylphosphinephenylimine is transformed by phenylearb- 
imide into triphenylphosphine oxide and carbodiphenyldi-imide, and 
by benzophenone, after prolonged heating at 150°, into tripheny]l- 
phosphine oxide and benzophenoneaniline. Benzaldehyde at 100° 
gives triphenylphosphine oxide and benzylideneaniline. Sulphur 
dioxide very readily gives thionylaniline, whereas a reaction is 
not observed with nitrobenzene, diphenyl-N-phenylnitron, iodo- 
benzene, or diphenylsulphoxide. T'riphenylphosphine-«-naphthyl- 
azide, Cy)H-*N-N:-N:PPh,, a yellow, crystalline powder, decomp. 
63—65°. T'riphenylphosphine-«-naphthylimine, a yellow, crystal- 
line powder, m. p. 141—143°. Triphenylphosphinebenzoylimine, 
colourless crystals, m. p. 193—194°, which is unusually stable and 
exhibits very feebly basic properties. Phenyldiethylphenylphos- 
phazide, NPh:N—N-PPhEt,, a pale yellow, crystalline powder, 
m. p. 51—52° (decomp.). Phenyldiethylphosphinephenylimine, 
NPh:PPhEt,, a colourless, crystalline powder, m. p. 69—70°, 
d* 2 
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which has only feebly basic properties. Phenyldiethylphosphine. 
benzoylimine, colourless crystals, m. p. 73—74°, which decomposes 
into phenyldiethylphosphine oxide and benzonitrile when distilled. 
Triethylphosphineimine azide, PEts.NH,N,H (from triethylphos. 
phine and hydrogen azide in light petroleum solution). T'riethy. 
phosphinemethylimine, NMe:PEt,, a colourless liquid, b. p. 94— 
96°, which is extremely sensitive to moisture. 'riethylphosphine- 
ethylimine, a colourless liquid, b. p. 93-5°/11 mm., is highly reactive 
towards unsaturated compound; with carbon dioxide or ethyl 
thiocarbimide it gives diethylcarbodi-imide, NEt:C-NEt, a colourless 
liquid, b. p. 24-5°/11 mm. Triethylphosphinephenylimine, a pale 
yellow, oily liquid, b. p. 116°/0-:08 mm. T'riethylphosphinebenzoy|. 
imine, colourless crystals, m. p. 62°5—63°. Boiling triethy]phos- 
phine is readily acted on by nitrous oxide with formation of triethy|- 
phosphine oxide and nitrogen. Tritsoamylphosphine, b. p. 13]— 
132°/11 mm., combines with phenyl azide to yield triisoamylphos. 
phinephenylphosphazide, P(C;H,1)3.N‘N-NPh, a yellow, crystalline 
precipitate, m. p. 57—58°, which decomposes readily with formation 
of triisoamylphosphinephenylimine, a colourless liquid, b. p 
161°/0:04 mm. T'riisoamylphosphine-ethylimine, a colourless liquid, 
b. p. 119°/0-23 mm.; the intermediately formed phosphazide 
appears to be relatively stable, but it was not isolated. H. W. 


Organic Compounds of Phosphorus. V. Action of Car- 
bonylene Derivatives on Phosphazines. H. STauDINGER and 
W. Braunuottz (Helv. Chim. Acta, 1921, 4, 897—900).—It has 
been shown previously that phosphineimine derivatives, phos- 
phinemethylene derivatives, and phosphine sulphides react with 
carbonylene or thiocarbonylene compounds to give phosphine 
oxides and substances of the types R-N:C:X, CR,:C:X, and 8:C:X 
respectively, and that the compounds just named are particularly 
reactive (cf. Staudinger and Meyer, A., 1920, i, 106; Staudinger, 
Rathsam, and Kjelsberg, A., 1921, i, 33). The work has now 
been extended to the phosphazines, but the results are generally 
unsatisfactory. 

Triphenylphosphinebenzophenoneazine reacts readily with pheny!- 
carbimide, but the primary product polymerises rapidly to a 
colourless product of high molecular weight which evolves phenyl- 
carbylamine freely when heated. Reaction appears to occur thus: 
PPh,:N-N:CPh,+ 0:C:NPh —> PPh,O+CPh,-N-N:C:NPh( 2% N,+ 
CPh,:C:NPh+N,) —> polymeride —> C-NPh+(?)CPh,:NiN.  Re- 
action proceeds similarly, but more slowly, with phenylthiocarb- 
imide. With carbon disulphide the phosphazine gives poly- 
merides of high molecular weight, which could not be purified 
instead of the desired compound, CPh,:N-N:C:S, which might 
decompose into nitrogen and CPh,:C:S. Carbon dioxide reacts 
very slowly with the phosphazine and does not appear to give 
diphenylketen. Sulphur dioxide gives a well-defined additive 
compound with triphenylphosphinebenzophenoneazine, from which 
the unchanged phosphazine can be regenerated by very cautious 
heating; at a slightly higher temperature, fission of the phosphazine 
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gecurs with evolution of nitrogen and formation of triphenylphos- 
phine oxide, benzophenone, and sulphur, probably in accordance 


i oy bo ancien —> PPh,O-+ N(:S:0)-N:CPh, 
— CPh,:S:0 —> CPh,:0+S. The reaction is highly complicated, 
since the phosphine sulphide and small amounts of thiobenzo- 
henone are also produced. A complex change takes place also 
with thionylaniline, yielding the phosphine oxide and sulphide 
and an oil which gives benzophenone and many other products 
when heated. H. W. 


with the scheme: 


Organic Compounds of Arsenic. VI. Fission of Alkylated 
or Arylated Arsine Hydroxybromides. WiLHELM STEINKOPF 
and Gustav ScHweEN (Ber., 1921, 54, [B], 2802—2811).—Under 
the influence of heat, the hydroxy-bromides of tertiary arsines 
suffer, in part, decompositions analogous to those experienced by 
the trialkylhalogenoammonium hydroxides and on this account 
appear to have the constitution [AsR,Br]OH. . On the other hand, 
their complete hydrolysis to trialkyl-(aryl)arsine oxides or their 
hydroxide and the pyrogenic fission to alkyl bromide and aryl 
and dialkyl-(aryl)-arsenious acid are more readily expressed by 
the formula [AsR,OH]Br. The formulation with quinquevalent 
arsenic, ASR,Br-OH, gives a formal picture, but not an explanation 
of their reactions. 

Phenyldimethylarsine hydroxybromide is decomposed when 
heated at 160—180° in a vacuum into phenyltrimethylarsonium 
bromide and phenylmethylarsenic acid, which remain in the flask, 
a distillate of higher boiling point which is converted by being 
heated with methyl iodide into phenyltrimethylarsonium iodide, 
phenyltrimethylarsonium tri-iodide, and (?) phenyldibromoarsine 
[which thus in accordance with the observations of Steinkopf 
and Schwen (A., 1921, i, 694) must contain phenyldimethylarsine 
and phenylmethylbromoarsine], and a distillate of lower boiling 
point containing methyl bromide, water, and methyl alcohol. 
Fission under atmospheric pressure at about 195° gives a distillate 
containing methyl bromide, methyl alcohol, and aqueous hydro- 
bromic acid and a residue consisting of arsenious acid and phenyl- 
timethylarsonium bromide which are insoluble in ether together 
with phenyldimethylarsine and phenylmethylbromoarsine and 
diphenylbromoarsine, which dissolve in ether and are transformed 
by methyl iodide into phenyltrimethylarsonium iodide and tri- 
iodide, diphenyldimethylarsonium tri-iodide, and diphenyliodo- 
arsine. The changes are represented by the schemes: (1) 
AsPhMe,BrrOH —»> AsPhMe,+HOBr —> HBr+0O; (2) 
AsPhMe,Brr(OH —» AsPhMeBr+MeOH; (3) 2AsPhMe,BrrOH 
—> 2MeBr+2AsPhMe-OH —> (AsPhMe),0+H,O. The phenyl- 
methylarsine oxide reacts with the liberated hydrogen bromide 
thus, (AsPhMe),0+2HBr=2AsPhMeBr-+ H,O, whereas the pheny]l- 
trimethylarsonium bromide is a secondary product derived from 
methyl bromide and phenyldimethylarsine. The changes (1) and 
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(2) are similar to those suffered by trialkylhalogenoammonium 
hydroxides. 

Triphenylarsine hydroxy-bromide is decomposed in a vacuum 
at about 250°, giving two distillates, the more volatile of which 
contains bromobenzene, water, and hydrobromic acid, whereas 
the less volatile is a mixture of bromobenzene, triphenylarsine, 
and diphenylbromoarsine, since it is converted by methyl iodide 
into triphenylmethylarsonium tri-iodide and diphenyldimethyl. 
arsonium tri-iodide. The presence of phenol could not be estab. 
lished. Fission, which is not quantitative, occurs in accordance with 
the schemes: AsPh,BrrOH —» AsPh,+HOBr —> HBr-+-O and 
AsPh,Br-OH —> 2PhBr-+-H,0+(AsPh,),0 728" | 2AsPh,Br-+H,0, 

H. W. 


Organic Compounds of Arsenic. V. Action of Cyanogen 
Bromide on Phenylated Tertiary Arsines. WILHELM STEIN. 
KOPF and Gustav ScHWEN (Ber., 1921, 54, [B], 2791—2801; ef. 
A., 1921, i, 694)—Phenylated tertiary arsines unite with cyanogen 
bromide in much the same manner as do the trialkylarsines (Stein. 
kopf and Miiller, A., 1921, i, 404) to give cyanobromides which 
undergo normal fission into alkyl haloid and cyanoarsine except in 
the case of triphenylarsine cyanobromide, the decomposition of 
which follows a complex course, leading, in part, to regeneration 
of the initial material. The ability of the di- and tri-phenylarsines 
to form bromocyanides, whereas the corresponding amines appear 
to be indifferent towards cyanogen bromide, is attributed to the 
more positive character of the arsenic atom. 

Phenyldimethylarsine bromocyanide, AsPhMe,Br-CN, a colourless, 
microcrystalline powder, m. p. 94—96°, is prepared by the gradual 
addition of a solution of bromocyanogen in dry light petroleum to 
phenyldimethylarsine dissolved in the same medium, the apparatus 
used being that described by Wolfram (A., 1921, ii, 395). It is 
converted by moisture into phenyldimethylarsine hydroxy-bromide, 
AsPhMe,Br-OH, lustrous needles, m. p. 162°, which is converted 
by silver oxide into phenyldimethylarsine dihydroxide. The latter 
is transformed readily into phenyldimethylarsine hydroxy-chloride, 
colourless needles, m. p. 163°, phenyldimethylarsine hydroxy-picrate, 
needles, m. p. 132°, and phenyldimethylarsine hydroxy-iodide, 
yellow needles, m. p. 117°. Phenyldimethylarsine iodocyanide, 
yellow, crystalline powder, m. p. 93°, is prepared from its com- 
ponents and is converted by moisture into the hydroxy-iodide 
just described. Phenyldimethylarsine bromocyanide is decomposed 
by heat into cyanophenylmethylarsine, A8PhMe:-CN, b. p. 127°/11 mm. 

Diphenylmethylarsine bromocyanide, AsPh,MeBr:CN, a colourless, 
voluminous, crystalline powder, m. p. 61—62°, is prepared from 
its components; it is converted by moisture into diphenylmethyl- 
arsine hydroxy-bromide, transparent crystals, m. p. 118° (corre- 
sponding picrate, m. p. 137°). The bromocyanide is converted by 
heat into methyl bromide and diphenylcyanoarsine, AsPh,:CN, 
m. p. 31-5°, b. p. 191°/1] mm. 

Triphenylarsine bromocyanide, colourless, relatively coarsely 
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aystalline powder, m. p. (indefinite) 130—140° after softening at 
120°, is converted by moisture into triphenylarsine hydroxy- 


Cuum @ bromide, m. p. 168° (corresponding picrate, yellow needles, m. p. 
which ff 162—163°). H. W. 
lereas 

rsine, § Aromatic Arsenic Compounds. IX. Diazoamino-com- 
odide § pounds of p-Aminophenylarsinic Acid and its Derivatives. 
thyl. § Watter A. Jacogps and MicuarL HEIDELBERGER (J. Amer. Chem. 
stab. HH Soc., 1921, 43, 1632—1645; cf. A., 1920, i, 107, 108, 110, 111, 
with ff 114, 116, 117).—It has previously been observed by Ehrlich and 


and Mf Bertheim that p-aminophenylarsinic acid can be diazotised and 
H,0, § the resulting diazo-compound coupled without difficulty, yielding 
W. azo-dyes (cf. A., 1907, i, 812). The authors now show that this 


reaction can be extended to the preparation of well-defined diazo- 


ogen Hf amino-compounds containing the arsinic acid residues, and several 
‘EIN- # such groups of compounds have been prepared and are described. 
; Cf. B For the treatment of experimental trypanosomiasis these com- 
ogen # pounds possess certain inherent disadvantages, and their use has 
tein- @ been discontinued. The following compounds are described. 

hich Diazobenzene(4-arsinic acid)dimethylamine, m. p. 182° (decomp.), 


giving a sodium salt; diazobenzene(4-arsinic acid)diethylamine, 


n of # m. p. 195—200° (decomp.), and its sodiwm salt; diazobenzene(4- 
tion ff arsinic acid)piperidine, m. p. 162—163°, and its sodium salt; 
ines 


bisdiazobenzene(4-arsinic acid)pentamethylenetetramine, m. p. 210— 
212° (decomp.), and its sodium salt. 

Diazobenzene(4-arsinic acid)aniline, m. p. 112—113° (decomp.), 
and its sodium salt; diazobenzene(4-arsinic acid)methylaniline, 


less,  m. p. 160—162° (decomp.), and its sodiwm salt; diazobenzene(4- 
lual f arsinic acid)-p-toluidine, m. p. 130—132°, and its sodium salt; 
1 to Ff diazobenzene(4-arsinic acid)-4’-chloroaniline, m. p. 177° (decomp.), 
tus ff and its sodium salt; diazobenzene(4-arsinic acid)-o-anisidine, m. p. 


9}—99° (decomp.), and its sodium salt; diazobenzene(4-arsinic 


ide, aid)-p-anisidine, m. p. 116—119° (decomp.), and its sodiwm salt ; 
ted i diazobenzene(4-arsinic acid)-4’-aminoacetanilide, m. p. 165—170° 
iter § (decomp.), and its sodium salt; diazobenzene(4-arsinic acid)-4’- 
ide,  aminophenol, its benzoic ester, m. p. 155—158° (decomp.), and its 


sodium salt ; diazobenzene(4-arsinic acid)-4’-aminoacetophenone, m. p. 


ide, | 177—178° (decomp.), and its sodium salt. 

de, Diazobenzene(4-arsinic acid)-o-aminobenzoic acid, m. p. 160° 
m- § (decomp.), and its mono- and di-sodium salts; diazobenzene(4- 
ide & arsinic acid)-m-aminobenzoic acid, m. p. 141°, and its mono- and 
sed ff di-sodium salts; diazobenzene(4-arsinic acid)-p-aminobenzoic acid, 
m. ff and its monosodium salt; methyl diazobenzene-4-arsinic acid-3'- 
88, Ff amino-6’-methoxybenzoate, m. p. 90—95° (decomp.), and the free 
om Ff aid, m. p. 140° (decomp.), and its disodium salt ; diazobenzene(4- 
yl- §f arsinic acid)-3’-aminoanisic acid, m. p. 150—155° (decomp.), its 
re- § methyl ester, m. p. 150° (decomp.), and its disodium salt; methyl 
by f diazobenzene(4-arsinic acid)-6’-aminopiperonylate and the corre- 


sponding sodium salt ; diazobenzene(4-arsinic acid)-4’ -aminocinnamic 
acid, m. p. 155—160° (decomp.), its ethyl ester, m. p. 155—160° 
(decomp.), its disodium salt, and the sodium salt of the ethyl ester ; 
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diazobenzene(4-arsinic acid)-4’-aminophenylarsinic acid, m. p. 154° 
(decomp.), and its mono- and di-sodium salts. 
Diazobenzene(4-arsinic acid)phenylglycine and its sodium salt: 
diazobenzene(4-arsinic acid)-p-tolylglycine, m. p. 148—149° (de. 
comp.), and its sodium salt; diazobenzene(4-arsinic acid)benzyj. 
glycine, m. p. 155—160° (decomp.); diazobenzene(4-arsinic acid)-4’. 
methoxyphenylglycine, its sodium salt, its ethyl ester and the 
sodium salt of the ester; diazobenzene(4-arsinic acid)-4’-ethowy. 


phenylglycine, its sodium salt, its ethyl ester, and the sodium salt §» 


of the ester. 

Diazobenzene(4-arsinic acid)-4’-aminophenoxyacetic acid, m. p. 
132° (decomp.), its disodium salt, its ethyl ester, m. p. 132—133° 
(decomp.), and the sodium salt of the latter; the acetamide, m. p. 
162° (decomp.), and its sodium salt, and the acetomethylamide, m. p. 
170° (decomp.), and its sodium salt; diazobenzene(4-arsinic acid). 
4’-methylaminophenoxyacetic acid, m. p. 155—160° (decomp); 
diazobenzene(4-arsinic acid)-3’-methyl-4’-aminophenoxyacetic acid, its 
disodium salt, its methyl ester, and the sodium salt of the latter ; diazo. 
benzene(4-arsinic acid)-4’-amino-2’-methylphenoxyacetic acid, its di- 
sodium salt, its methyl ester, m. p. 143—144° (decomp.), and the 
sodium salt of the latter ; methyl diazobenzene(4-arsinic acid)-4’ -amino- 
2’ : 5’-dimethylphenoxyacetate, m. p. 120° (decomp.), and the di. 
sodium salt of the free acid; methyl diazobenzene(4-arsinic acid). 
4’-amino-2’-methyl-5’-isopropylphenoxyacetate, m. p. 145° (decomp.), 
and the disodium salt of the free acid; methyl diazobenzene(4- 
arsinic acid)-4’-amino-3’-methyl-6’-isopropylphenoxyacetate and the 
disodium salt of the free acid; diazobenzene(4-arsinic acid)-2’-bromo- 
4’-aminophenoxyacetic acid, m. p. 120° (decomp.), its methyl ester, 
m. p. 154—155° (decomp.), and its disodium salt; diazobenzene(4- 
arsinic acid)-6-bromo-4-amino-2-methylphenoxyacetic acid, m. p. 
155° (decomp.), its disodium salt, and its methyl ester, m. p. 188° 
(decomp.); diazobenzene(4-arsinic acid)-4’-amino-6’-acetophenory- 
acetic acid, its disodium salt, and its methyl ester, m. p. 155° (de- 


comp.); 6-diazo-o-toluene(3-arsinic acid)-p-aminophenoxyacetic acid, | 


its disodium salt, and its methyl ester, m. p. 130—132° (decomp.); 
diazo-2-bromobenzene(4-arsinic acid)-p-aminophenoxyacetic acid, m. p. 
130° (decomp.), its disodium salt, its methyl ester, m. p. 123—125 
(decomp.), and the sodium salt of the ester. W.G 


Aromatic Arsenic Compounds. X. Azo-dyes derived 
from p-Aminophenylarsinic Acid. Watrtr A. Jacoss and 
MicHaEL HEIDELBERGER (J. Amer. Chem. Soc., 1921, 43, 1646— 
1654; cf. preceding abstract).—It has been found that certain 


classes of aromatic amino-compounds yield aminoazo-dyes at once f: 


when coupled with diazotised arsanilic acid or give diazoamino- 
compounds which rapidly undergo rearrangement, giving the dyes. 
In most cases the reaction between the amino-compound and the 
diazotised arsanilic acid proceeded smoothly, but the isolation 
and purification of the resulting dyes was often difficult. ‘The 
following compounds are described :— 
1-Amino-2-methoxynaphthalene-4-azobenzene-4’-arsinic acid; 1- 
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amino-4-methoxynaphthalene-2-azobenzene-4’-arsinic acid, m. Pp. 


195° (decomp.). 
4.Methylamino-5-carboxybenzeneazobenzene-4’-arsinic acid and its 


Imono- and di-sodium salts; 4-ethylamino-5-carboxybenzeneazo- 


henzene-4’-arsinic acid and its monosodium salt; 4-isoamylamino- 
jcarboxybenzeneazobenzene-4’-arsinic acid, its hydrochloride, and its 
monosodium salt; 4-amino-2 : 3-dimethoxy-5-carboxybenzeneazobenz- 


me-4’-arsinic acid, its hydrochloride, and its monosodium salt; 
y.amino-4 : 5-dimethoxy-3-carboxybenzeneazobenzene-4’-arsinic acid, 
its hydrochloride, and its monosodium salt. 

4.Benzene(4’-arsinic acid)azo-phenylglycine, m. p. 170—175° 
(lecomp.), and its hydrochloride; 4-benzene(4’-arsinic acid)azo- 
)-methylphenylglycine, m. p. 157° (decomp.), and its hydrochloride ; 
L-henzene(4’-arsinic acid)azo-2-methoxyphenylglycine, m. p. 167° (de- 
omp.), and its sodium salt; 4-benzene(4’-arsinic acid)azo-2-ethoxy- 
phenylglycine, m. p. 245—250° (decomp.), and its sodium salt; 
i -benzene(4-arsinic acid)azo-«-naphihylglycine, m. p. 275° (decomp.), 
and its disodium salt. 

4-Benzene(4’-arsinic acid)azo-phenylaminomethanesulphonic acid, 
As0,H,*CgH,*N-N-C,H,"NH°CH,°SO,H, m. p. 187—189°, and its 
disodium salt; 4-benzene(4’-arsinic acid)azo-2-methoxyphenylamino- 
mehanesulphonic acid, m. p. 158—160° (decomp.), and its disodiwm 
salt. 

6-Benzene(4’-arsinic acid)azo-3-aminophenoxyacetic acid, 

AsO,H,"C,H,N-N-C,H,(NH,)-O-CH,°CO,H, 

its hydrochloride, and its monosodium salt; 6-benzene(4’-arsinic 
aid)azo-3-amino-4-methylphenoxyacetic acid, m. p. 242—243° (de- 
comp.), its hydrochloride, and its monosodium salt; 4-benzene(4’- 
arsinic acid)azo-5-amino-2-methylphenoxyacetic acid, m. p. 187— 
188° (decomp.), its hydrochloride, and its monosodium salt; 4-benz- 
ene(4’-arsinic acid)azo-3-amino-6-methoxyphenoxyacetic acid, and 
its hydrochloride ; 4-amino-6-methoxy-3-[phenyl-(4’-arsinic acid)azo]- 


.Bphenoxyacetic acid, its hydrochloride and its monosodium salt; 
p>-benzene(4’-arsinic acid)azo-4-amino-1 : 2-bisphenoxyacetic acid, and 
-fits monosodium salt; 8-benzene(4-arsinic acid)azo-«-amino-a’ - 


_Japhthoxyacetic acid, m. p. 285° (decomp.), and its disodiwm salt ; 


i -benzene(4-arsinic acid)azo-a-amino-f-naphthoxyacetic acid and its 
disodium salt; 5-benzene(4’-arsinic acid)azo-2-hydroxy-phenoxyacetic 
wid and its monosodium salt. W. G. 


Preparation of Dimethyl- and Diphenyl-arsinecarboxylic 
Acids. ANnprié Jos and Henri Guinot (Fr. Patents 521119 and 
521469 ; from Chem. Zentr., 1921, iv, 870—871).—Cacodyl cyanide, 
AsMe,*CN, and diphenylarsine cyanide, AsPh,*CN, respectively, are 


-fsubmitted to hydrolysis by the usual methods for the preparation 
. J of carboxylic acids from nitriles. By hydrolysis of cacodyl cyanide 


with dilute sulphuric acid and subsequent neutralisation with 
calcium hydroxide, the calcium salt of dimethylarsinecarbozylic 


:}acid is obtained, from which the free acid, AsMe,*CO,H, is formed 


by decomposition with acids and recrystallisation from an appro- 


priate solvent. It reddens blue litmus;and gives stable salts with 
d** 
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a number of common metals and alkaloids. Diphenylarsinecar). 
oxylic acid, AsPh,°CO,H, is similarly prepared. By treatment of 
diphenylarsine cyanide with hydrogen peroxide or substances 
forming hydrogen peroxide, diphenylarsinoformamide, 
AsPh,°CO-NH,, 

is formed with evolution of oxygen and may be obtained by crystal. 
lisation from suitable solvents. It is decomposed by nitrous acid, 
giving nitrogen and diphenylarsinecarboxylic acid. G. W. R. 


Organo-chromium Compounds. II. Abnormal Salt For. 
mation of Chromium Pentaphenyl Hydroxide. Chromium 
Tetraphenyl Salts (Elimination of a Phenyl Group). Fray 
HEIn (Ber., 1921, 54, [B], 2708—2727; cf. A., 1921, i, 826).—It 
has been shown previously that chromic chloride or chromyl 
chloride is converted by magnesium phenyl bromide in cold ethereal 
solution into a mixture of bromides from which chromium penta. 
phenyl bromide can be isolated in small amount and in an impure 
state; the most definite compound of the series is chromium penta. 
phenyl hydroxide, CrPh,-OH,4H,O. Attempts to isolate the pure 
pentaphenyl salts by the action of acids or salts on the crystalline 
base lead in a surprising manner to the loss of a phenyl group and 
formation of chromium tetraphenyl salts, the only exception to 
this regularity being found in the production of the pentaphenyl 
carbonate. The tetraphenyl salts, in so far as they are soluble 
in a mixture of alcohol and water, yield neutral solutions and are 
therefore not hydrolysed. Their normal behaviour is shown by 
the observation that the haloids give immediate precipitates with 
silver nitrate solution, and, with suitable acids, give precipitates 
of the corresponding sparingly soluble chromium _tetraphenyl 
salts. They have also a marked tendency towards the formation 
of complex salts and polyiodides. Attempts to isolate chromium 
tetraphenyl hydroxide by the electrolysis of an alcoholic solution 
of the iodide were only partly successful. The author considers 
that the phenyl group is liberated in the nascent condition; it is 
present in the solutions largely in the form of phenol (the formation 
of which is attributed to the action of dissolved or atmospheric 
oxygen and, to some extent of water), of diphenyl and of a solid 
acidic substance which could not be characterised completely. 

The action of a freshly-prepared, very dilute alcoholic solution 
of chromium pentaphenyl! hydroxide on a dilute, aqueous alcoholic 
solution of Reinecke’s salt leads to the precipitation of chromium 
tetraphenylchromitetrathiocyanatodiammine, PhCr| Crit} thin, 
golden-yellow leaflets, m. p. 175° (decomp.), when placed in a 
bath at 165°. The salt is also obtained from the 8-modification of 
the base. It is somewhat sensitive to rise in temperature and to 
prolonged desiccation over concentrated sulphuric acid. It is 
extraordinarily stable when preserved beneath alcohol or mixtures 
of alcohol and water. Determinations of the molecular weight in 
freezing nitrobenzene indicate extensive dissociation, which is 
presumably ionic in character. A compound of chromium tetra- 
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phenyl iodide with chloroform, CrPh,I,CHCl,, dark brownish-red, 
thombic leaflets, is prepared conveniently by agitating the base 
with hydriodic acid or aqueous potassium iodide solution and 
chloroform, and is isolated from the chloroform extract. If the 
latter is treated with two to three times its volume of ether, a 
second salt (+3CHCI,) separates. The solvent can be removed 
by gentle heating, leaving chromium tetraphenyl iodide, m. p. 178° 
(dlecomp.), after being placed in a bath at 165—170°. The salt 
appears to be somewhat associated in boiling chloroform, but 
dissociated in freezing phenol. It forms complex salts with silver 
iodide or mercuric chloride, which, however, are remarkably less 
stable than the parent substance. It gives a periodide, CrPh,I,, 
chocolate-brown prisms, when its solution in alcohol or chloroform 
is slowly added to an alcoholic solution of iodine. Chromium 
ttraphenyl bromide is prepared in the same manner as the iodide ; 
it forms orange-coloured, rectangular platelets (+}CHCl,) which 
readily loses the chloroform and then has m. p. 136°, and is 
considerably less stable than the corresponding iodide. Chromium 
téraphenyl perchlorate, CrPh,ClO,, is prepared from the penta- 
phenyl base and perchloric acid in aqueous alcoholic solution; it 
forms orange-red crystals which are very unstable when dry and 
explode when gently warmed or lightly struck. Chromium tetra- 
phenyl dichromate, (CrPh,),Cr,0,, golden-orange leaflets, is most 
conveniently prepared by mixing solutions of the base and am- 
monium dichromate in methyl alcohol; it is somewhat unstable 
and decomposes in a few days when exposed to the air or pre- 
srved over calcium chloride, very readily in the presence of 
phosphoric oxide. It explodes when heated. 

Chromium pentaphenyl carbonate, (CrPh,;),CO,,6H,O, orange- 
coloured leaflets, is most readily prepared by the preservation of the 
concentrated aqueous mother-liquors from the preparation of the 
base exposed to air and in an ice-chest. It has m. p. (indefinite) 
118—119°, after softening at about 108° when placed in a bath 
pre-heated at 95°. A dihydrate and a monohydrate are also described. 
H. W. 


Organo-chromium Compounds. III. Chromium Tri- 
phenyl Hydroxide and its Salts. Franz Her (Ber., 1921, 54, 
[B], 2727—2744; cf. A., 1921, i, 826 and preceding abstract).— 
Further examination of the solution of bases obtained by the 
action of silver oxide on the chromium polyphenyl bromide has 
disclosed the presence of chromium triphenyl hydroxide which 
remains dissolved after the separation of chromium pentaphenyl 
hydroxide. It is characterised by its extreme solubility in water. 
The solutions leave a strongly alkaline, syrupy, transparent, reddish- 
black mass when evaporated. In general, they are very unstable 
when highly concentrated, but may be preserved almost indefinitely 
when dilute and in the absence of light and air. Characteristic 
precipitates are obtained by the addition of many mineral acids 
or their alkali salts, but these are generally amorphous; it is re- 


‘|markable that their colour resembles closely that of the corre- 
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sponding tetra- and penta-phenyl compounds. The most char. 

acteristic salt is chromiumtriphenylchromitetrathiocyanatodiammine, 

CrPh, | Orton | which is prepared by adding an aqueous alcoholic 
L 4 

solution of Reinecke’s salt to a similar solution of the base, until 


the precipitate commences to become distinctly flocculent, filtering 
and adding an excess of Reinecke’s salt to the filtrate. The second 
amorphous precipitate becomes microcrystalline when preserved 
beneath the mother-liquor. It is preferably preserved beneath 
alcohol, when it remains unchanged for a long period, whereas, 
when washed with alcohol and ether and left exposed to air, it 
becomes discoloured and has an odour of dipheny] after three to four 
days. It crystallises with 2H,O, of which approximately 4 mole. 
cule is lost on exposure to air, whereas a molecule is lost when it 
is dried immediately after its preparation over concentrated sulphuric 
acid. The monohydrate loses a further quantity of water when 
preserved over concentrated sulphuric acid, but decomposition 
occurs simultaneously. If, however, the freshly-prepared dihydrate 
is exposed to air in the absence of light and warmth for one to one 
and a half days and is then placed in a vacuum over concentrated 
sulphuric acid, it rapidly becomes completely dehydrated, giving 
a salt which can be preserved unchanged in the absence of air fora 
few hours, but which decomposes rapidly on exposure to air. The 
monohydrate and dihydrate have m. p., 168° when placed in a 
bath pre-heated to 155°. Like the corresponding tetrapheny! 
compound, they are transformed by great pressure into a viscous, 
resin-like mass. Determinations of the molecular weight of the 
dihydrate in freezing nitrobenzene gave abnormally low results, 
which are explained by the loss of one molecule of water; under 
similar conditions, the monohydrate behaves as if very extensively 
dissociated electrolytically. 

Chromium triphenyl iodide, CrPh,I,Et,0, is prepared by the 
addition of potassium iodide or hydriodic acid to an aqueous 
solution of the base in the presence of chloroform, into which the 
iodide passes. The concentrated chloroform solution is poured, 
after being dried, into ether; the iodide is thereby precipitated 
initially as an oil which gradually becomes solid. The hygroscopic 
salt can be preserved for a considerable period in a vacuum over 
concentrated sulphuric acid, but is unstable in the presence of dry 
or moist air. Like the corresponding tetraphenyl compound, the 
salt gives an amorphous additive compound with mercuric chloride 
and an amorphous periodide. 

Chromium triphenyl perchlorate, CrPh,ClO,, can be prepared in 
the microcrystalline form by the fractional precipitation of 4 
solution of chromium triphenyl hydroxide with dilute perchloric 
acid. It is preferably preserved in an ice-chest under a mixture of 
alcohol and ether; in the dry state, it is more labile and explosive 
than the corresponding tetraphenyl compound. 

The results described in this and the preceding communication 
show that chromium pentaphenyl and triphenyl bromides are 
present in the “ crude bromide.” The latter greatly predominates 
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when the original action is too prolonged or when the temperature 
js allowed to rise; both bromides, however, appear to be primary 
products. In addition, small amounts of chromium phenyl com- 
unds are formed which are insoluble in alcohol but readily soluble 
in chloroform to intensely olive-green solutions. They appear to 
be highly complex, probably containing several chromium atoms 
with differing valency within the molecule. They are formed 
invariably by the auto-decomposition of the orange chromium phenyl 
compounds, particularly when the process is oxidative. This fact 
appears to explain the greater extent of their formation when 
chromyl chloride in place of chromic chloride is treated with 
magnesium phenyl hromide. H. W. 


Physiological Chemistry. 


Subcutaneous Absorption of Oxygen in Mountain Climbing 
and Aviation. Raovunt Bayeux (Compt. rend., 1921, 173, 937— 
939).—The resistance to subcutaneous injection of oxygen diminishes 
as the height increases in the ascent of a mountain. That this is 
not due to the fatigue of climbing is shown by experiments conducted 
in a decompression chamber. In the latter experiment, the de- 
crease in resistance was accompanied by a slight increase in the 
beat of the pulse and a very slight increase in the velocity of respir- 
ation. The reverse process occurs as the altitude decreases or the 
pressure in the chamber increases. The injection of oxygen was 
not accompanied by formation of a gaseous tumour and the oxygen 
was rapidly absorbed. W. G. 


Influence of Temperature on the Reaction of the Blood. 
Jost M. pz Corrau (Biochem. Z., 1921, 117, 1—9).—The reaction 
of blood at 38° is P,,=0-22 lower than at 18°, in agreement with 
Michaelis and Davidoff’s findings (A., 1912, ii, 1184), provided that 
the blood is in equilibrium with carbon dioxide at 38° and then 
measured at 18°. If the blood is in equilibrium with carbon 
dioxide at both temperatures, then the P,, is independent of tem- 
perature as found by Hasselbalch (A., 1917, i, 490). The results 
with serum still show discrepancies. H. K. 


Excretion of Sweat and the Composition of the Blood. 
EBERHARD WILBRAND (Biochem. Z., 1921, 118, 61—66).—Heavy 
perspiration is followed by a thickening of the blood; parallel with 
this there is a loss of protein and sodium chloride from the serum. 
The residual (non-precipitable) nitrogen of the blood and the content 
of fat are unaltered. H. K. 


Concentration of the Blood. II. The Action of Diuretics 
of the Purine Group on the Exchange of Substances between 
the Tissues and the Blood. W. Nonnensrucu (Arch. expt. 
Path. Pharm., 1921, 91, 332—341).—Theophylline, theocine, and 
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euphylline cause the blood to lose water, which is soon replaced, 
The serum proteins increase often to a very large extent, not only 
relatively, but absolutely, and this stream of protein from the 
tissues into the serum even occurs after extirpation of the kidneys, 
G. B. 


An Effect of the Ingestion of Colostrum cn the Composition 
of the Blood of New-born Calves. Pavut E. Howe (J. Biol, 
Chem., 1921, 49, 115—118).—The blood of the new-born calf does 
not contain euglobulin or pseudo-globulin I, but after ingestion of 
colostrum relatively large amounts of these proteins are present. 
If no colostrum is given, they are only formed slowly. The function 
of colostrum seems to be to supply them rapidly. G.B 


Calcium Content of Blood Plasma and Corpuscles in the 
New-born. Marrna R. Jonss (J. Biol. Chem., 1921, 49, 187— 
192).—The whole blood contains 8-8 mg., the corpuscles 5-0 mg., 
the plasma 12-3 mg. of calcium per 100c.c. The average for plasma 
is higher and for corpuscles and whole blood less than for older 
children. In the first twelve days of life, the average percentage 
of red cells dropped from 55 to 42%. G. B. 


Action of Pilocarpine on the Composition of the Blood. 
A. Bornstern and Ropert VocEt (Biochem. Z., 1921, 148, 1—14). 
—Pilocarpine administered to dogs alters the distribution of water 
in the body, the blood showing increased content of hzemoglobin, 
corpuscles, and serum proteins. This change is only partly to be 
attributed to excretion of water from the body. In addition, 
pilocarpine produces hyperglycemia in dogs and rabbits. Extir- 
pation of the pancreas has no inhibiting action on these results, 
but atropine is antagonistic to all. H. K. 


Blood and Metabolism Studies with Radium Emanations. 
J. Havenstern (Munch. med. Woch., 1921, 68, 809—810; from 
Chem. Zentr., 1921, iii, 795).—Observations were made of the 
effect of radium radiations on the numbers of red and white blood 
corpuscles and on the behaviour of the individual leucocyte forms 
in cases of carcinoma of the uterus. Red corpuscles disintegrate 
and decrease in amount under the influence of y-rays. Leucocytes 
increase in number. There is a relative and absolute increase in 
neutrophiles and a relative although not absolute decrease in 
lymphocytes. No effect was observed on the large, white blood 
cells, and the mononuclear, eosinophile, and basophile cells. 

The metabolism experiments showed that the nitrogen content 
of the urine decreased markedly during and after treatment. 
Similar results were obtained for uric acid. Acetone and aceto- 
acetic acid were not found. The figures for indican were abnormal 
and slight albuminuria was observed. G. W. R. 


Permeability of the Red Corpuscles of Human Blood for 
Anions. Ernst WircuMANN (Pfliger’s Archiv, 1921, 189, 109— 
125; from Chem. Zentr., 1921, iii, 895).—In native human blood 
the chlorine ion is distributed between corpuscles and, plasma in 
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the ratio 1: 2-1. This distribution is unaltered by isotonic sodium 
chloride solution. In the presence of sodium sulphate solution, 
chlorine ions pass out from the corpuscles. The partition ratio 
between corpuscles and suspending liquid is found to be 1: 19-7 
for the sulphate ion, 1 : 9-7 for the phosphate ion, and 1 : 3-1 for 
the bromine ion and the chlorine ion, under similar conditions of 
experiment. The permeability for the phosphate ion increases 
with the temperature. Permeability for the bromine ion is de- 
creased by the presence of calcium. “Cyanol,” “light green- 
FS,” “setopalm,” and “ ponceau 2R,”’ were scarcely absorbed after 
two hours. G. W. R. 


Quinine Hemolysis. AtrrepD LuceEeR (Biochem. Z., 1921, 
417, 145—152).—When treated with quinine, blood corpuscles 
show a diminished resistance to acids and an increased resistance 
to alkalis. In the presence of saline solution, such corpuscles 
show a diminished resistance to water, but an increased resistance 
to saponin. H. K. 


The Amino-acid Content of Plasma and Corpuscles accord- 
ing to Bang. A. Costantino (Biochem. Z., 1921, 117, 140— 
144).—Polemical against I. Bang (cf. A., 1916, i, 528). H. K. 


Normal Sugar Content of the Blood. P. J. Camminaz, 
J. A. C. Forsyta, and H. A. Howarp (Brit. Med. J., 1921, ii, 586— 
590).—As the result of observations on the blood-sugar of man 
and animals, the authors hold the view that the liver contains a 
diastatic ferment the action of which is reversible. In the fasting 
state, the glycogenolytic activities of this enzyme are largely 
inhibited by an anti-ferment formed by the pancreas, the im- 
permeability of the resting liver cells to sodium chloride, and the 
reaction of the blood and liver cells. After the taking of food, 
when acids enter the duodenum, the secretion formed stimulates 
the liver cells to produce bile, thus permitting the entrance of 
sodium chloride, which activates the diastatic ferment. At the 
same time, it causes a secretion of alkaline pancreatic juice which 
combines with the acid gastric contents, forming acid salts and 
sodium chloride, which pass to the liver and increase the activity 
of the diastatic ferment. It also interferes with the formation of 
the internal secretion of the pancreas, thus diminishing its inhibitory 
effect on glycogenolysis in the liver. Carbohydrates reaching the 
liver from the intestine or formed from proteins in the liver are 
converted into glycogen by the diastatic ferment, the efficiency of 
the process depending on the extent to which the glycogenolytic 
action of the enzyme is inhibited by the internal secretion of the 
pancreas. Unless the power of glycogen formation possessed by 
the liver is exceeded, sugar as such, or formed from starch in the 
intestine, does not pass into the general circulation or play any 
direct part in the rise of blood-sugar following food. . Be 


Lactic Acid in the Blood of Dogs in Exercise. A. B. 
Hastrnas (Proc. Soc. Exp. Biol. Med., 1921, 18, 306—307).—Severe 
exercise of short duration increases the lactic acid, but prolonged 
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moderate exercise decreases it. The significance of lactic acid as 
a primary factor in physiological fatigue not carried to exhaustion 
seems to be an open question (cf. similar results in man, Ryffel, 
A., 1910, ii, 325). .B. 


Distribution of Uric Acid in the Blood. R. C. Tuets and 
S. R. Benepict (J. Lab. Clin. Med., 1921, 6, 680—683).—Uric 
acid was estimated in plasma and corpuscles in 104 cases, 51 of 
which showed equal distribution, 45 showed plasma uric acid 
greater than corpuscle uric acid, and 8 the converse. This rela. 
tionship holds for oxalated and defibrinated blood, and does not 
depend on pathological conditions. G. B. 


Use of Frogs to Demonstrate the Anticoagulating Action 
of Nucleic Acids. Doyon (Compt. rend., 1921, 173, 1120— 
1122).—The frogs are decapitated and sixty drops of their blood 
allowed to drop into 0-5 ¢.c. of a solution containing 0-0033 gram 
of nucleic acid, 0-0025 gram of sodium carbonate, and 0-002 gram 
of sodium chloride. No coagulation occurs. Other experiments 
with frogs are described. W.G. 


Changes in the Blood after Oral Administration of Sodium 
Chloride. G. Samson (Biochem. Z., 1921, 118, 55—60).—Oral 
administration of sodium chloride is followed by increased sodium 
chloride content of the blood-serum, the major portion, however, 
passing into the tissues. There is also an increase of the protein 
content of the blood. H. K. 


Are there Protective Enzymes against Polysaccharides? 
EmiL ABDERHALDEN (Biochem. Z., 1921, 117, 161—165).—Mainly 
polemical against Herzfeld and Klinger (cf. A., 1921, i, 286). 

H. Kk. 


The Fate of some Polysaccharides in the Digestive Tract 
of Mammals. TomrumEr Suimizu (Biochem. Z., 192], 117, 
227—240).—Fecal constituents are able to convert inulin, lichenin, 
and hemicellulose into acetic, propionic, and butyric acids. Lactic 
acid also appears. The agentis probably bacterial, as pure cultures, 
for example, Bacillus coli, B. lactis, B. proteus, and B. subtilis, 
have the same power. H. K. 


Hydrolysis of some Polysaccharides (Inulin, Lichenin, and | 


Hemicellulose) in the Digestive Tract of Mammals. Tomi- 
HIDE Suimizu (Biochem. Z., 1921, 117, 241—244).—Macerated gut 
or pancreas, separately or combined, failed to liquefy or produce 
reducing sugars from the polysaccharides named. H. K. 


Cellulose Fermentation in the Paunch of the Ox and its 
Importance for Metabolic Experiments. W. Kiet (Biochem. 
Z., 1921, 117, 67—68).—A criticism of Krogh and Schmit-Jensen’s 
results (J. Physiol., 1921, Sept. 20) on the carbon dioxide—methane 
ratio, chiefly on the grounds of priority. H. K. 
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Basal Metabolism of Underweight Children. KATHARINE 
Brunt, Attra Netson, and Harrier Curry Oxzson (J. Biol. 
Chem., 1921, 49, 247—262).—The basal metabolism tends to be 
(up to 40%) higher than in the normal child. . G. B. 


Variations in Chloride-metabolism Due to Menstrual 
Processes. W. Ersennarpt and R. Scuaznrer (Biochem. Z., 
1921, 148, 34—38).—As a rule, immediately before or during the 
menstrual period there is an increased content of chloride in the 
circulating blood, as estimated by Bang’s micro-method. H. K. 


Calcium and Phosphoric Acid Metabolism with Large 
Doses of Calcium and Sodium Phosphate. K. BLiHpOoRN 
(2. Kinderheilk., 29, 43—55; from Chem. Zentr., 1921, iii, 886).— 
No harmful effects followed the administration of large quantities 
of calcium. A portion of the calcium given as chloride or lactate 
is probably retained, but the greater part is excreted in the feces. 
The phosphoric acid exchanges run parallel with the calcium 
exchanges. Addition of sodium phosphate increases the retention 
of calcium. When calcium chloride is administered, it is appar- 
tly retained as such at first. G. W. R. 


Facilitation of Intermediary Sugar Metabolism. H. Staus 
(Biochem. Z., 1921, 148, 93—-102).—There is a diminished capacity 
for assimilating the first dose of dextrose in fasting persons, or 
after a diet of fat and protein, and also after hard work. In a 
fasting person, the assimilation increases to a maximum after ten 
hours, and then falls off after fifteen or more hours. To explain 
these and other results, ‘‘ equilibrating ferments ’’ (Gleichgewichts- 
fermente) are postulated as produced in the blood by foodstuffs 
to restore to equilibrium the sudden abnormal conditions produced 
by a high concentration of the food administered. H. K. 


Influence of some Polysaccharides (Inulin, Lichenin, and 
Hemicellulose) on Protein Exchange. TominipE SHIMIZU 
(Biochem. Z., 1921, 117, 245—251)—Feeding experiments on 
dogs show that the polysaecharides named have a protein-sparing 
action. H. K. 

The Fate of Parenteral Administered Sulphur and its 
Influence on Metabolism. Ropert Meryer-Biscu and E. 
BascH (Biochem. Z., 1921, 118, 39—49).—Intramuscular injec- 
tion of sulphur in oil is followed by increased protein breakdown, 
shown by increased nitrogen and sulphur output in the urine, the 
proportion of the latter element being greater than that adminis- 
tered. H. K 

Antiketogenesis. III. Calculation of the Ketogenic 
Balance from the Respiratory Quotients. Pxmip A. SHAFFER 
(J. Biol. Chem., 1921, 49, 143—162; cf. A., 1921, i, 754)—The 
author makes the following assumptions (not wholly justified by 
experiment). (1) Each molecule of fat gives 3 molecules of aceto- 
acetic acid and 0-5 molecule of dextrose or its equivalent anti- 
ketogenic derivative. (2) Protein is convertible (a) into anti- 
ketogenic dextrose or its equivalent to the extent of 3-6 grams 
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for each gram of urine nitrogen, (b) into acetoacetic acid for each 
molecule of leucine, phenylalanine, and tyrosine, it being calcu. 
lated that each gram of urine nitrogen corresponds with approxi- 
mately 10 millimols..of ketogenic substance. (c) Valine, lysine, 
histidine, and tryptophan are neutral as to ketogenesis. (3) Carbo. 
hydrate exerts its antiketogenic function in the form of dextrose, 
1 gram of which is therefore equivalent to 1000/180=5-56 millimols, 
of antiketogenic substance. 

A method is described by which the ratio of ketogenic to anti- 
ketogenic molecules in the metabolic mixture can be calculated 
from the respiratory quotient. The molecular ratio 1:1 corre. 
sponding according to the calculation with a respiratory quotient 
of 0-76, appears to be the limit for the avoidance of acetone sub. 
stances. Witha quotient >0-76 the katabolism of the antiketogenic 
dextrose or its equivalent from protein and glycerol is great enough 
to remove aceto-acetic acid as fast as it is formed. : G. B 


The Minimum of Odour Perceptible in an Absolutely 
Inodorous Space (Camera Inodorata). K. Komuro (Arch. 
Néerl. Physiol., 1921, 6, 20—24).—The camera is a large glass box 
which can be made inodorous by means of a mercury vapour lamp 
and into which the head of the experimenter can be introduced. 
Inside this chamber the minimum necessary for perception of a 
number of odours is 20—25°% less than outside, that is, the nose 
becomes more sensitive when all other odours are eliminated. 


G. B. 


Acid Taste. Wortrcane Ostwatp and ALFRED Kvuxsy | 
(Kolloid Z., 1921, 29, 266—271).—The connexion between the acid 
taste and the power of producing swelling is considered. It is | 
shown that neither quantity is strictly proportional to the free | 
hydrogen-ion concentration, nor is this quantity in any way a | 
quantitative measure of either. The stronger the swelling action | 
of an acid, the greater the hydrogen-ion concentration must be | 
before an acid taste is detectable. Consequently, swelling action | 
and acid taste are directly opposed to oneanother. Strongly swelling 
acids taste less acid than weakly swelling acids of the same hydrogen- | 
ion concentration. The series of minimum hydrogen-ion concen- | 
trations which can be detected by taste and the series of swelling 
constants do not run parallel for the 13 acids examined, but may | 
be connected by means of an experimental equation which contains | 
two constants. Acid salts and buffer solutions exhibit the above- | 
named relationship between acid taste and swelling power. Solu- | 
tions of these substances taste much more acid than solutions of | 
their acids of the same hydrogen-ion concentration. This is in 
keeping with the colloid-chemical rule that the addition of salts | 
reduces the swelling power of acids. A tentative hypothesis is put 
forward that the acid taste is qualitatively due to the hydrogen | 
ion, but quantitatively to the simultaneous swelling action of the | 
colloids in the region of the nerve-endings which is not determined 
by the hydrogen-ion concentration. J. F.8. 
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Chemical Constituents of the Egg of the Common Frog 
(Rana temporaria) and their Réle in its Embryonic Develop- 
ment. E. Faur&-Fremiet and (Miiz) Dv VIvIER DE STREEL 
(Bull. Soc. Chim. Biol., 1921, 3, 476—482).—The ripe egg has the 
following composition: water 57°60%, glycogen 3°31%, lipoids 
10'14%, vitellin tablets 26°51%, the remaining 2°44% consisting 
of pigment, nucleus, and cytoplasma. The vitellin tablets, which 
are partly soluble in alkalis, contain phosphorus, nitrogen, and 
sulphur. E. 8. 


Constitution of the Egg of Sabellaria alveolata, L. E. 
Faur&-FREMIET (Compt. rend., 1921, 173, 1023—1026).—The eggs 
of Sabellaria alveolaia, L., contain 70% of water; 19°08% of protein ; 
680% of fats and lipoids; 1:27% of glycogen, and 1°53% of ash. 
The protein fraction consists of two distinct substances, one slightly 
acid, the other neutral. The fatty substances in the eggs exist 
in three principal forms, namely, neutral fats, soaps, and 
phosphatides. We Se. 


Tetrodon Poison and some of its Chemical Characteristics. 
F. Isuraara (T'ikyd Igakukai Zasshi, 1917, 31, 1—39).—The 
poison, which was extracted from eggs of the globe fish, is a taste- 
less, white powder containing sulphur and an amino-group; it 
gives a positive ninhydrin reaction and a positive reaction for 
creatinine. Dextrose is present, probably as a dextrose ester. 

CHEMICAL ABSTRACTS. 


The Chemical Composition of Brain. Tomripe Sxrmizv 
(Biochem. Z., 1921, 117, 252—262).—From 35 kilos. of ox-brain, 
fractions of a gram of most of the amino-acids were isolated, 
together with purine and pyrimidine bases and choline. Non- 
nitrogenous constituents identified were succinic acid, d-lactic 
§ acid, and inositol. 


y The Calcium-Potassium Action. K. Sprro (Schweiz. med. 
4 Woch., 54, 457—460; from Chem. Zentr., 1921, iii, 888—889).— 
Examples are given of the antagonistic physiological action of 
q calcium and potassium. With isolated frogs’ hearts, poisoning 


"|i by potassium salts was neutralised by calcium salts. The effect 


of certain alkaloids may be influenced by the relative amounts 
9 of calcium and potassium present. Changes in the reaction of 
the medium influence the calcium—potassium action. G. W. R. 


Choline as Hormone for Intestinal Movement. III. 
} Participation of Choline in the Action of Various Organic 
Acids on the Intestine. IV. Effect of Choline on Normal 
Gastric Movement. J. W. Lz Hevx (Pfliiger’s Archiv, 1921, 190, 
280—300, 301—310; ef. Ann. Report, 1919, 160).—III. The effect 
on the isolated intestines of salts of various organic acids is explained 
7 a3 being due to the formation from these acids of esters of choline 
] from the choline present in the walls of the bowel, with the aid 
of a synthetic enzyme which is also there. The activity of these 
esters, compared with choline, as estimated by the contraction 
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produced, is: Acetic ester 1000, propionic 300, formic 100, 
n-butyric 40, isovaleric 15, benzoic 2, succinic 1. The sodiun 
salts of the acids have no effect, if the intestine is first freed from 
choline by washing; in some cases the further addition of choline 
or of the washings restores the effect. Atropine antagonises the 
effect of these salts, as it does that of choline. The possibility that 
the stimulating effect of sugars on the intestine may be due to inter. 
mediate formation of a pyruvic ester is discussed. IV. X-Ray 
observations on cats showed that 4—10 mg. of choline chloride 
given intravenously accelerates the movements of the stomach and 
small intestine. G. B. 


Liver Function. Benzoate Administration and Hippuric 
Acid Synthesis. G. D. Detprat and G. H. Wurprpre (J. Biol, 
Chem., 1921, 49, 229—-246).—A severe liver injury, for instance, 
extensive necrosis due to chloroform, delays but does not prevent 
the synthesis of hippuric acid. The authors attribute the synthesis 
in these cases to the subsidiary action of other cells of the body. 
The intravenous administration of benzoate always increases 
ammonia, urea, and total nitrogen of the urine. Under certain 
conditions benzoate injection causes a considerable breakdown of 
protein, due probably to the acute need of glycine. G. B. 


The Part Played by Acid in Carbohydrate Metabolism. 
IV. The Relation between Acid and Alkali and Adrenaline- 
glycosuria. H. Exias and U. Sammartino (Biochem. Z., 1921, 
117, 10—40; cf. A., 1919, i, 54)—Glycosuria induced by injection 
of acids into rabbits does not cause congestion of the liver such 
as occurs in piqdre or adrenaline glycosuria. There is marked 
acidosis produced in rabbits by subcutaneous administration of 
adrenaline, the lactic acid content of the liver increasing threefold. 
The mobilisation of sugar produced by adrenaline in isolated 
tortoise liver is inhibited by alkali, but restored by neutralisation. 

H. K. 


Energy Exchanges in Muscle. IV. Formation of Lactic 
Acid in Cut Muscle. Orro Mryeruor (Piliiger’s Archiv, 1921, 


188, 114—160; from Chem. Zenir., 1921, iii, 892; cf. A., 1921, | 


i, 76).—In the estimation of lactic acid in frog’s muscle, the 
material is extracted directly with 96% ethyl alcohol. The extract 
is evaporated to dryness, and the residue ground and washed 
with saturated sodium sulphate solution. The lactic acid maximum 
observed in cut muscle is attributed to inhibition of its production. 
owing to increase of acidity. By varying the conditions, the 
whole of the glycogen may be changed into lactic acid. Addition 
of dextrose, hexosephosphoric acid, or glycogen to muscle sus- 
pended in a phosphate solution does not increase the rate of for- 
mation of lactic acid if the addition takes place in the first hour. 
Disappearance of lactic acid runs parallel with oxidation. Whilst 
under anaerobic conditions there is an equivalence between the 
disappearance of carbohydrate and the formation of lactic acid, 
the equivalence of the reverse process does not hold for cut muscle. 
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A correlation exists between respiration intensity and lactic acid 
formation. In cut muscle, respiration intensity is nearly equal to 
the maximal respiration intensity for uncut muscle. G. W. R. 


The Oxidative Degradation of Dextrose in the Animal Body. 
Juttus Hirscu (Biochem. Z., 1921, 117, 113—116).—By use of 
dimethylhydroresorcinol (dimedon) as a fixative for acetaldehyde, 
the presence of acetaldehyde in 900 grams of frog’s muscle was 
detected by isolation of 0°3 gram of condensation product 
(aldomedon). H. K. 


Fixation of Lime by Animal Tissues. III. E. FRrupeEn- 
seRG and P. Gyérey (Biochem. Z., 1921, 118, 50—54; cf. A., 
1921, i, 382).—Cartilage which has absorbed the alkaline-earth 
metals has also the power of fixing phosphate. The colloids of 
the cartilage are assumed to play a part in this chemical combination. 


Zinc in the Human and Animal Organism. E. Rost (Med. 
Klin., 1921, 17, 123—-124).—In the human body zinc is to be found 
in almost all organs and tissues, particularly in the liver and in 
the muscles. In the liver of infants there is 39—82 mg. per kilo. 
of tissue, in adults, 52—145 mg. per kilo. Zinc is present in the 
secretions (milk, urine, fseces), and in epidermal structures such 
as hair. Human milk contains 1:3—1:4 mg. per litre; goat milk 
23 mg.; cow milk 3°9 mg. In the urine 0°6—1°6 mg., and in the 
feces 3—19 mg. are eliminated daily. Hair contains 9 mg. per 
kilo. The zinc is derived largely from the meat eaten but some 
is taken in as vegetable matter. In the tissues, the zinc exists in 
amore or less firm union with protein. | CHEMICAL ABSTRACTS. 


The Measurement of the Influence of Heat and Light on 
the Activity of Reduction of Animal Tissues, and Applica- 
tions to Heliotherapy. J. Vator (Compt. rend., 1921, 1783, 
1196—1198).—The rate of reduction of methylene-blue by animal 
tissues is markedly increased by rise in temperature or by an 
increase in the intensity of the illumination and the beneficial 
therapeutic effects of solar radiation are attributed to this increased 
activity of reduction. W. G. 


The Chemical Composition of Starfish. Gustav Hrinarp 
and Rogpert Firion (Compt. rend., 1921, 173, 935—937).—The 
oil extracted from fresh starfish has d 0°9372; n?? +47° (Amagat 
and Jean); brismer index 48°; iodine value (Wijs) 132°7; saponi- 
fication value 159°1; unsaponifiable matter 38°94%. W. G. 


Inorganic Constituents of Milk. I. Chlorides in Human 
Milk. W. R. Sisson and W. Denis (Amer. J. Dis. Children, 
1921, 21, 389).—The average chloride content of all specimens 
examined was 58°2 mg. Cl per 100 c.c. It is higher in the first 
weeks of lactation, and after the second week the average is 
52°6 mg. Cl per 100 c.c. 
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The ‘‘ Alkaline Tide'’ after Meals. I. Cyrus H. Fisxz 
(J. Biol. Chem., 1921, 49, 163—170).—The author lays stress on 
the P,, of the urine, rather than on titration values. The influence 
of the food taken renders the interpretation of small variations of 
Py uncertain, but after a full meal an undoubted increase in alkalin. 
ity occurs quite suddenly in the second or third hour. G. B. 


Inorganic Phosphate and Acid Excretion in the Post- 
absorptive Period. Cyrus H. Fisxr (J. Biol. Chem., 1921, 49, 
171—181).—During the night the rate of excretion of inorganic 
phosphorus in the urine is greater (1} times to twice) than during 
the day. This the author attributes to retention of phosphorus in 
the morning. The rate of phosphate excretion is to some extent 
parallel to the hydrogen-ion concentration, but does not wholly 
account for the variations in the latter (cf. preceding abstract). 


The Iodine Number of Urine. OskaR WELTMANN (Wiener 
Arch. inn. Med., 1921, 2, 107—120).—The affinity of urines for 
iodine normally varies directly with the density and inversely 
with the amount of the urine. The amount of iodine with which 
100 c.c. of urine combines is termed the “ percentage iodine 
number,” and the corresponding amount for twenty-four hours, 
the “absolute iodine number.” When the iodine number and 
the density show wide variation, a relatively high iodine number 
indicates extra-renal factors, and a relatively low iodine number, 
a severe injury to the kidney. High iodine numbers have been 
noted in certain diseases of the liver, acute febrile conditions, and 
certain rapidly progressing malignant neoplasms. 

CHEMICAL ABSTRACTS. 


Amino-nitrogen in the Urine by the Formol Method. 
C. Craceto (Arch. Sci. med., 1920, 43, 177—181).—This nitrogen is 
considered to be present, not as amino-acids, but as polypeptides. 
This conclusion is based on a comparison of results by the Henriquez 
method and those obtained by a preliminary treatment with 
mercuric acetate, or by tannin and lead acetate. 


Quantitative Measurement of the Transient Excretion of 
Caffeine in Man by a New Biological Method. Epvarp 
FriIEDBERG (Biochem. Z., 1921, 118, 164—184)—The method 
depends on the observation that there is a sharp contraction of 
the transversely striped musculature of the frog at a concentration 
of caffeine of 1 in 3,500. The caffeine in urine is isolated from the 
dried residue by extraction with chloroform. In man, diuresis is 
not solely dependent on the dose of caffeine, but partly on the 
water content of the tissues. The cessation of excretion of caffeine 
is early, possibly due to degradation of the caffeine to a methyl- 
xanthine. The smallest proportion of caffeine taken by the mouth 
and recognisable in the urine is 10 mg. H. K. 


A Red Colouring Matter Produced by the Action of 


p-Dimethylaminobenzaldehyde on Normal Urine. PAtL 
HAri (Biochem. Z., 1921, 117, 41—54).—When p-dimethylamino- 
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benzaldehyde is added to a hot concentrated urine which has 
previously been treated with lead acetate, a dark red coloration 
js produced. On cooling, and careful addition of ammonia, the 
colouring matter is precipitated and may be purified by crystal- 
ization from dilute alcohol. Ten to 12 litres of fresh urine yield 
002 to 0°06 gram of pure substance, m. p. about 220°. The 
spectral behaviour of the substance has been examined and its 
extinction coefficient used as a measure of purity. Its tinctorial 
wer is very great. The substance is apparently not identical 
with the colouring matter of Ehrlich’s reaction on pathological 
urine. H. K. 


Origin and Destiny of Cholesterol in the Animal Organism. 
XII. The Excretion of Sterols in Man. JoHnN ADDYMAN 
GARDNER and Francis WiLu1AM Fox (Proc. Roy. Soc., 1921, [B], 92, 
3538—367).—The present paper revises earlier results (Ellis and 
Gardner, A., 1913, i, 222). It is now shown that, in man, the 
amount of sterols excreted in the feces is in excess of that taken 
in with the food. The intake, however, of unsaponifiable matter 
not precipitated by digitonin (cf. A., 1921, i, 639) is larger than 
the output. It is concluded from the results that the human 
organism is capable of synthesising cholesterol. E. 8. 


Experimental Toxic Hzmatoporphyria. Pierro Brypa 
(Arch. Farm. sperim. Sci. aff., 1921, 31, 184—191).—The results 
of the author’s experiments with rabbits indicate that chronic 
sulphonal poisoning does not determine elimination of hzemato- 
porphyrin by the kidneys, that animals poisoned by sulphonal 
keep their power of retaining and elaborating injected hemato- 
porphyrin, and that in the organs of animals killed by chronic 
sulphonal poisoning, the original property of reducing hemato- 
porphyrin in vitro is preserved. a. a 


Blood Fat in Diabetes. N. R. BLatuErwick (J. Biol. Chem., 
1921, 49, 193—199).—Cases of mild and moderate diabetes can 
utilise satisfactorily large amounts of fat as indicated by the blood 
fat level and the absence of acetone substances from the urine. 


G. B. 


Lipemia. W.R. Bioor (J. Biol. Chem., 1921, 49, 201—227).— 
In most cases a sequence in the appearance and disappearance of 
fat, lecithin, and cholesterol is perceptible, fat being the first to 
increase and to disappear. In most cases the ratio lecithin/cholesterol 
is distinctly below normal, as the cholesterol is increased in greater 
proportion than the lecithin. The increase in fat is generally in 
still greater proportion. G. B. 


Action of certain Bismuth Derivatives on Syphilis. 
R. Sazerac and C. Levapit1 (Compt. rend., 1921, 173, 1201— 
1204).—It is shown that ammoniacal bismuth citrate, bismuth 
lactate, bismuth subgallate, and bismuth oxyiodogallate are all 
active against syphilis, but vary in their toxic power. For human 
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therapeutics sodium or potassium bismuthotartrate are the best 
bismuth preparations to use. W. G. 


The Action of Polished.Metals on Toxins. F. Erpstery 


and L. Fiinru (Biochem. Z., 1921, 118, 256—258).—A confirmation fi 


of Luger and Baumgarten’s results (Wien. klin. Woch., 1912, 1222) 
that copper and to a very slight extent silver have a harmful effect 
on toxins. An actual destruction of the toxin takes place in the 
sense that a complex metal-toxin compound is formed.  H. K. 


Toxicity of Methyl Alcohol. Astrrip CLEVE voN Evtz 
(Svensk. Kem. Tidskr., 1921, 33, 114—119; from Chem. Zentr,, 
1921, iii, 740).—Methyl! alcohol is considered by the author to be 
less poisonous in large doses than ethyl alcohol. Cases of poisoning 
by methyl alcohol are to be attributed to accompanying poisonous 
impurities. G. W. R. 


The Action of Organic Kations on the Vascular System 
and its Modification by Inorganic Ions. WERNER TESCHEN. 
DORF (Biochem. Z., 1921, 118, 267—285).—The action of a number 
of salts of strong organic bases was examined on the frog’s vascular 
system. Acetylcholine had the most powerful constricting action. 
Nitrosocholine was much less active and guanidine still less so. 
In the homologous series of quaternary ammonium bases, tetra- 


methylammonium chloride was intermediate between acetylcholine | 


and nitrosocholine, the tetraethyl derivative resembled guanidine, 
whilst the tetrapropyl derivative depressed the vascular tonus. 
The action of the above organic kations was inhibited by the 
bivalent inorganic kations in the order: Mg, Ca, Sr, Ba. H. K. 


Degradation of Fatty Acids in the Animal Organism. 
P. WorINGER (Bull. Soc. Chim. Biol., 1921, 3, 311—450).—A review 
on much the same lines as Dakin’s monograph. Here and there 
the author puts forward independent views. Thus he argues 
against Dakin’s conception of the breakdown of tyrosine and 
phenylalanine, and considers that the fundamental condition 
necessary for the combustion of an aromatic substance is its capacity 
of being transformed into homogentisic acid. He thus accepts 
Abderhalden’s view (A., 1912, ii, 585) that this acid is produced in 
the normal tyrosine metabolism. 

The title of the review scarcely represents its full scope, as it 
also deals with hydroxy-, keto-, and amino-acids. A_ special 
feature is a tabulation of the transformations of acids hitherto 
observed in the animal, with a statement of the method employed 
and a literature reference. There is also a full sata aaltiads 


A New Antianaphylactic Substance, Sodium Formalde- 
hydesulphoxylate. P. Broprin and P. Hucuet (Compt. rend., 
1921, 173, 865—867; cf. ibid., 1919, 168, 369; 169, 9).—Sodium 
formaldehydesulphoxylate, CH,(OH)-SO,Na, can be injected into 
dogs or rabbits to the extent of 1 gram per kilo. of live weight 
without any ill-effect and, like sodium chloride, it has an immunising 
action against an anaphylactic injection. W.G 


> best 
.G. 


VEGETABLE PHYSIOLOGY AND AGRICULTURE. i. 91 


The Behaviour of Pyrrole in the Animal Body. TomIHIDE 
Sumizu (Biochem. Z., 1921, 117, 266—268)—Injection of an 
ueous suspension of pyrrole into dogs is followed by its elimination 
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ation gin the urine as methylpyridine. H. K. 
aa Behaviour of Phrenosine in the Animal Body. ToMIHIDE 
n thegsuimizu (Biochem. Z., 1921, 117, 263—265).—Phrenosine ad- 
K. ministered to a dog appeared in the urine as sphingosine; the 
| latter, when given either by the mouth or subcutaneously, to dogs 
ar or rabbits, appeared unchanged. H. K 
entr., 
to be 
oning 
nous 
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cular 
tion, § The Nature of the Butyric Acid and Butyl Alcohol Fer- 
; so, ™mentation. Fixation of Acetaldehyde as a Decomposition 
etra. §Product. Transformation of the Aldol of Pyruvic Acid into 
oline @Butyric Acid. Production of Higher Fatty Acids from Sugar. 
line, § (aRL NEUBERG and BERNHARD ARINSTEIN (Biochem. Z., 1921, 117, 
nus, § 269—314).—Dextrose in a nutrient medium of inorganic materials 
the Hand in the presence of a fixative, for example, sodium sulphite, is 
<. (fermented by Bacillus butylicus, Fitz, with production of about 
_ 10% of acetaldehyde. By the use of a culture of Amylobacter, 
ar acetaldehyde could also be qualitatively recognised. Acetaldehyde 
here Wt its condensation product, aldol, is not the intermediate stage 
sues qt the butyric fermentation, but the aldol of pyruvic acid, «-keto- 
aa y-valerolactone-y-carboxylic acid, which gave butyric acid -on 
tion  “rmentation. Starch syrup fermented by a culture of B. butylicus, 
cit Fitz, in an inorganic nutrient medium gave small quantities of the 
wh higher fatty acids of which decoic was identified. 
1in i Action of Aspergillus glaucus on Glycerol. F. TRazrra- 
Mosca and M. Preti (Gazzetta, 1921, 541, ii, 269—277).—When 
nial Aspergillus glaucus is grown in a nutrient liquid containing glycerol, 
a the latter yields the compound, C,H,O,, m. p. 154°, previously 
me obtained from sucrose or invert-sugar by the action of the same 
yet F mould (A., 1914, i, 1114). This compound forms a methyl ether, 


C,H,0,*OMe, which crystallises in white needles, m. p. 165°, and, 
unlike the original compound, gives no coloration with ferric 
chloride solution. Hydrolysis of the methyl ether by means of 
barium or calcium hydroxide results in the formation of methy]l- 
acetol ether and oxalic and formic acids, whilst the action of 
ammonia yields pyridone. The structure of the compound, 
(,H,0,, is probably CH< 6 .C(OH)> CCH OH, and is similar to 


Peratoner and Tamburello’s maltol (A., 1905, i, 807). ‘I’. H. P. 
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The Longevity of certain Species of Yeast. Arruur R. 
Line and Dinsnaw Rarrongi Nangi (Proc. Roy, Soc., 1921, [B}, 92 
355—357).—Cultures of eight different species of yeast were found 
to be still alive after thirty-four years’ storage on dry cotton wool 
pads contained in sealed flasks. E. §. 


Alcoholic Fermentation by means of Yeast-cells under 


Various Conditions. I. Influence of Animal Charcoal and. 


other Adsorbents on the Course of the Fermentation: 
Formation of Acetaldehyde. Emm ABDERHALDEN (Ferment. 
forsch., 1921, 5, 89—109).—The addition of animal charcoal to a 
solution containing sugar and yeast-cells effects acceleration of 
the fermentation, and such acceleration appears to be due to the 
formation of acetaldehyde, which is always detectable in the liquid 
under these conditions. It is uncertain if the acetaldehyde is a 
product of the degradation of the dextrose or a secondary product 


formed by oxidation of the ethyl alcohol, but it is found that Js 


addition of yeast and animal charcoal to aqueous alcohol results, 
after a time, in the appearance of an odour of acetaldehyde. 


Since animal charcoal is an excellent adsorbent for acetaldehyde, §'s 
it is possible, not only that it takes part in the secondary formation §'. 


of acetaldehyde from ethyl alcohol, but that it concentrates on its 
surface and thus renders detectable acetaldehyde formed as a 
primary product of the fermentation of sugar. ee 


Alcoholic Fermentation by means of Yeast-cells under 
Various Conditions. II. Emm AspEerHaLpEN (Ferment forsch., 
1921, 5, 110—118; cf. preceding abstract).—Further investigations 
show that acetaldehyde solutions which show no loss in weight 
when left in contact with either animal charcoal or yeast, im- 
mediately begin to evolve gas when both the charcoal and yeast 
are added. Experiments were made also with pyruvic acid and 
with methyl and ethy! alcohols, it being found that all the samples 
of animal charcoal tried accelerated the fermentation of sugar by 
means of yeast, caused formation of acetaldehyde, and induced 
formation of acetaldehyde and carbon dioxide from pyruvic acid, 
but that some samples were totally unable to effect transformation 
of acetaldehyde or alcohols. _e A 


Functions of the Yeast-cell. Zymase and Carboxylase 
Action. Emm AsprruaLpEeN and A. Fopor (Ferment forsch., 
1921, 5, 138—163).—The authors consider that the fermentations 
effected by zymase in its plasma form and by liberated zymase 
are, quantitatively and kinetically, different processes and have 
carried out various experiments with the object of ascertaining 
how dried yeast differs from the living cell and what substances 
are removed from living or dried yeast by pressing or maceration. 

Dried yeast is found to contain cells which, in a fermentable 
solution, swell and resume their life functions. Like yeast juice, 
yeast sterilised by treatment with acetone or by age is incapable 
of fermenting dilute sugar solutions, all such preparations lacking 
the ability to concentrate peculiar to the living cells, Apparently 
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pwing to its simpler and more independent relation to the proto- 
slasm, the carboxylase of dried yeast is able to exert its activity 
hefore the whole of the water necessary for the complete vital 
tanctions has been absorbed. 

The results of various experiments with maceration juice are 
described, these dealing with the kinetics of the fermentation, with 
the persistence, both of the fermentative activity and of the carb- 
oxylase of the juice, with the oxygen absorbed by the juice, and 
vith kinetic measurements on mixtures containing pyruvic acid, 
dipotassium hydrogen phosphate, and maceration juice. The 
frmentative ability and the power to absorb oxygen fall gradually 
to zero together. Ze Me 


Vitamine Content of Rice by the Yeast Method. Organic 
Nitrogen as a Possible Factor in Stimulation of Yeast. 
Wou1am D. Fremina (J. Biol. Chem., 1921, 49, 119—122).—The 
timulation of yeast growth is not due to water-soluble vitamin-B, 
for it persists after the rice extracts have been evaporated with 
10% sodium hydroxide to inactivate the vitamin. The stimulation 
is due to organic nitrogen (cf. Fulmer, Nelson, and Sherwood, 
4, 1921, i, 292). G. B. 


Comparative Experiments on the Inhibitive Action of 
some Chlorine Derivatives of Methane, Ethane, and Ethylene 
om Fermentation. H. Pracer (Biochem. Zeitsch., 1921, 118, 
129—143).—aa«-Dichloro- and «$-dichloro-ethane, dichloromethane, 
chloroform, and tetrachloroethane are toxic to the yeast-cell. The 
determining factor is not the concentration of the solution, but 
the actual dose administered. H. K. 


Fermentation without Yeast. Emm Baur and EvuGEN 


HERZFELD (Biochem. Z., 1921, 117, 96—112).—Mixtures of sub- 
stances in imitation of yeast press juice (peptone, dextrose, dextrin, 
wdium hydrogen carbonate, casein, lipoid, and bile salts) produced 
vaarbon dioxide and alcohol (iodoform test) in small amounts. The 
rmation of acid substances from dextrose, liberating carbon 
lioxide from the sodium hydrogen carbonate, only accounts for a 
portion of the gas formed. H. K. 


Behaviour of Diastase and other Enzymes under Unfavour- 
able Conditions. Action of some Nitrogenous Compounds 
m Germination. Ts. Boxorny (Bied. Zenir., 1921, 50, 429— 
430).—Brief reference is made to the effect of acids, bases, salts of 
heavy metals, etc., on such enzymes as diastase, invertase, pepsin, 
myrosin, and trypsin. 

From an examination of the effect of urea, hippuric acid, am- 
monium salts, and sodium nitrate on germination, it is shown that 
nutrient materials are injurious if used at too high a concentration. 


W.G 


The Manganese Content of (Dutch) Seeds. D. H. WESTER 
(Biochem. Z., 1921, 118, 158—163).—The manganese content of 
the seeds of 48 species of plants was determined, the quantity of 
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metal generally present being between 2 and 6 mg. in 100 grams of 
dried material. H. K. 


Is it Possible to Determine the Value of Seeds by a Bio. 
chemical Method? Awntorins Nimec and Frangois Dvcuok 
(Compt. rend., 1921, 173, 933—935).—The activity of the variou 
hydrolysing enzymes such as amylase, invertase, glycerophos. 
phatase, lipase, urease, uricase, and phytoproteases of seeds dimin. 
ishes with the germination capacity of the seeds, but is still marked 
when the latter has reached zero. Catalase is different, and there 
is some indication that the activity of the catalase, measured under 
comparable conditions, may represent a suitable means for determin. 
ing rapidly and simply the agricultural value of seeds. W. G. 


Corrosive Action of Roots on Marble. E. CHEMIN (Comp, 
rend., 1921, 173, 1014—1016).—Further experiments are given in 
support of the view that plant roots do not excrete any sensible 
amount of acids other than carbonic acid and that the excretion 
of the latter is sufficient to explain the corrosion of marble. 


W. G. 


The Part Played by Lipoids in the Metabolism of Plant 
Cells. Friepricuh Boas (Biochem. Z., 1921, 117, 166—214)— 
The influence of saponin and salts was investigated on the growth 
of yeast and the course of fermentation. The action of these 
agents is similar to their known action on animal cells, the com- 
bined action leading to destruction of the cell. The anions and 
kations of the salts influence the colloidal state of the cell wall 
and follow the lyotrope series. H. K. 


The Effect of Neutral Salts on the Heat Coagulation of 
Plant Protoplasm. Hueco Kanno (Biochem. Z., 1921, 117, 
87—95).—Both ions of neutral salts play a part in the heat coagula- 
tion of the protoplasm of the epidermal cells of T'radescantia zebrina. 
The coagulation is accelerated by anions arranged in the lyotropic 
series. Neutral salts which penetrate the plasma membranes most 
readily have the greatest lowering effect on the temperature of 
coagulation. 


The Relation between Fluorescent Substances which Act 
in the Dark and their Photodynamic Activity on Cells. 
A. JODLBAUER and F. Harrner (Biochem. Z., 1921, 118, 150— 
157).—A large number of fluorescent and non-fluorescent substances 
of known photodynamic action on cells (for example, paramecia) 
have been examined in respect of their action in the dark, on the 
hemolysis of erythrocytes at room temperature and at 56°, and 
in the flocculating property on the colloidal contents of hemolysed 
corpuscles at 56°. In general there is a parallelism between the 
two actions. H. K. 


Rhythmic Precipitation Phenomena in Cell Membranes 
of Plants. Hans Prrer MO6.tiER (Kolloid Chem. Bethefte, 1921, 
14, 97—146).—When wheat grains which have been cut are treated 
with a solution of silver nitrate, bands and layers are formed at 
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right angles to the direction of diffusion in the membranes of the 
aleurone cells and in the nucellus layer, which are identical with 
the zones discovered by Liesegang in artificial colloids. The 
identity between the rhythmic precipitation in plant cells and 
liesegang’s rings and zones is proved, (1) by the form and appear- 
ance of the bands and (2) by the fact that the effect of external 
agencies is the same in both cases. In both cases, the rhythmic 
precipitation of silver nitrate occurs after a region of formless preci- 
pitate ; Zones are produced which increase in width and distance apart 
with increasing distance from the centre of diffusion. With increas- 
ing width, the formation of grains occurs and the edges of the 
zones become indistinct, the space between the zones becomes 
turbid, and finally the rhythmic zone formation passes over into 
anirregular granular precipitate. Fick’s law of diffusion is approxi- 
mately applicable to the diffusion of silver nitrate in wheat grains, 
the water content of the membrane, its content on silver nitrate, 
stion Gand the concentration of silver nitrate have the same influence 

as in the diffusion into jellies. The formation of a rhythmic pre- 
G. [cipitation depends on the velocity of diffusion of silver nitrate. 
: The zone formation commences so much nearer to the centre of 
lant § diffusion the smaller the concentration of silver nitrate and the 
')— Bower the temperature. The velocity of invasion of the silver is 
wth F of equal importance, which apart from the concentration of silver 
hese f nitrate is influenced by the content of the cell walls on silver pre- 
OM. F cipitating salts and water. In wheat grains a larger and smaller 
and rhythm cannot be detected. The dimensions of the width and 
wall f distance between the bands are the same for plant cells which 
<.  Bhave had a previous treatment with silver nitrate and those which 
1 of Bhave not been so treated. The grains of other cereals, and the 
117, f eaves of many plants show a similar zone formation when treated 
ula. § With silver nitrate, so that it may be assumed that the cellulose 
ina, # membranes of plants in general are capable of showing rhythmic 
pic precipitation when the necessary external conditions are obtained. 
10st f From the experiments it follows that the pure cellulose membranes 
. of fof the wheat grain which show rhythmic precipitation cannot be 
. [regarded as a selective permeable layer, and it further follows 
that the woody integument layer of the sheath of the wheat grain 
is the selective permeable membrane. J. F.S. 


0—§ The Distribution of Manganese in the Organism of Higher 
ces J Plants. GaprieL Berrranp and (Mms) M. RosEnBLatT 
sia) f (Compt. rend., 1921, 173, 1118—1120).—From a study of the dis- 
the J tribution of manganese in the different parts of a dicotyledon, 
ind | Vicotiana rustica L., and of a monocotyledon, Liliwm lancefoliwm 
sed | rubrum, it is shown that those organs in which chemical changes 
the [ are the most intense contain the highest percentages of manganese. 
The seeds contain a high proportion of manganese, doubtless for 
the use of the future seedling. W. G. 


21,— Lumbang Oil (Candlenut Oil). Augustus P. West and 
Zou.a Monts (Philippine J. Sci., 1921, 18, 619—636).—The oil 
isobtained from the nuts of Alewrites moluccana and has the following 


i. 96 ABSTRACTS OF CHEMICAL PAPERS. 


composition: glyceryl linolenate 6°5%, glyceryl linolate 33:4%, 
glyceryl oleate 56°9%, glycerides of solid acids 2°8%. It is insolubly 
in cold ethyl and methy! alcohols and acetic acid. The oil behave 
in much the same manner as linseed oil on oxidation. It is ap 


excellent drying oil. H.C.R. . 


The Odorous Constituents of Apples. F. B. Power ani 
V. K. Cuzsnut (J. Amer. Chem. Soc., 1921, 43, 1741; cf. A., 1920, 
i, 653).—Inasmuch as esters derived from leucic acid do not occu 
in apples (loc. cit.), the title of a paper by Kodama on this subject 
(cf. A., 1921, i, 220) is misleading. W. G. 


Characteristics and Utilisation of Beech Nut Oil. H. 3. 
(Mat. grasses, 1921, 13, 5860—5861).—The oil content of beech 
nuts varies from 14 to 22%. The constants of the oil are : d¥° 0:9203, 
iodine number 104°4, bromine number 0°652, heat developed with sul. 
phuric acid +-65°, polariscope reading —0°8° in saccharimeter degrees, 
refractometer reading +165 to +18°. The oil is edible and may 
be kept without change for a long time. The cake from the nuts 
gave the following analysis: decorticated cake: water 12°5%, 
oil 75%, nitrogenous matter 37:1%, non-nitrogenous extract 
29°7%, cellulose 5°5%, ash 7°7%; non-decorticated cake: water 
19°1%, oil 834%, nitrogenous matter 18°15%, non-nitrogenous 
extract 28°39%, cellulose 20°89%, ash 513%. The non-decorticated 
cake is poisonous. CHEMICAL ABSTRACTS. 


The Biology of the Alkaloids of Belladonna. JxzAn Rirzat 
(Compt. rend., 1921, 173, 928—930).—Belladonna plants grown in 
obscurity show an increase in alkaloid content both in the leaves 
and in the stems, whilst the amount in the roots diminishes very 


slightly. When the plants are returned to sunlight the values for § 


the leaves return to a practically normal figure after thirteen days. 
The protein content of the leaves also increases considerably when 
the plants are kept in the dark. 


Anthocyanin of Beta vulgaris. F.M. Anprews (Proc. Ind. 
Acad. Sci., 1917, 167)—The anthocyanin of B. vulgaris affords 
one of the examples where the pigment forms in the subterranean 
parts. A strong solution of such anthocyanin will preserve its 
normal colour in a test-tube placed in darkness for more than a 
week. In direct sunlight, it will retain its normal bright colour for a 
week or more, until disorganised by bacterial action, which change 
finally occurs in the anthocyanin solution in the dark. 

CHEMICAL ABSTRACTS. 


Formation of the Red Pigment of Beta vulgaris by Oxida- 
tion of the Chromogens. ANnToINE KozLowski (Compt. rend., 
1921, 173, 855—857).—Details are given for the extraction of the 
chromogens from beetroot by alcohol and for their subsequent 
purification and isolation. The chromogens extracted from the 
white sugar-beet resemble saponins in certain of their physico- 
chemical properties and on oxidation give a coloured pigment 
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having the same spectroscopic characteristics as the red pigment 
extracted from red beetroots and showing similar colour changes 
with acids and alkalis. W. G. 


Transformation, by Oxidation, of the Chromogens of 


fisome Plants into a Red Pigment. Sr. Jonzsco (Compt. rend., 


1921, 173, 1006—1009).—The yellow chromogens extracted from 
sich plants as Cobeea scandens and Ampelopsis hederacea on oxida- 


‘tion in amyl alcoholic solution with sulphuric acid and manganese 


dioxide at 50—60° give a violet-red pigment. In the case of the 
chromogens from Ampelopsis reduction was tried but red pigments 
were not obtained. The results obtained confirm those of Koz- 
lowski on beetroot pigments (preceding abstract) that the appear- 
ance of red pigments in plants is due to oxidation and not to 
reduction phenomena. W. G. 


Formation of Anthocyanin in the Flowers of Cobewa 
sandens at the Expense of Pre-existing Glucosides. Sr. 
Jonesco (Compt. rend., 1921, 173, 850—852).—Contrary to the 
results of Rosé (A., 1914, i, 639) experimental evidence is given to 
show that the anthocyanin glucosides in the flowers of Cobea 
sandens are formed at the expense of pre-existing glucosides, and 
consequently Combes’s hypothesis as to the formation of antho- 
eyanin (cf. A., 1909, ii, 426) is incorrect. W. G. 


The Effect of Daylight on the Content of Active Material 
in Digitalis. Otro von Darertr (Bied. Zentr., 1921, 50, 422— 
425).—The toxicity of the extract from Digitalis leaves depends 
on the time of day at which the leaves are gathered and how and 
when the leaves are killed. To obtain the most toxic extract 
the leaves should be gathered in the afternoon and immediately 


7 killed by plunging them into 96% alcohol. 


The Occurrence of Methyl Anthranilate in Grape Juice. 
FREDERICK B. Power and Victor K. Cuusnut (J. Amer. Chem. 
Soc., 1921, 43, 1741—1742).—-Methy] anthranilate is a natural and 
apparently constant constituent of grape juice. Its presence, 
therefore, in a commercial grape juice must not necessarily be 
taken as an indication of adulteration. W. G. 


Grape Oil from the Canadian Vine (Vitis hederacea). 
(Boll. assoc. ital. piante med. aromat. 2, 56—59; Bull. Agr. Intelli- 
gence, 1919, 10, 1004—1005).—T wo oils were extracted, (1) from 
the pips, a dark yellow or green oil with sweet taste and nutty 
odour, d¥® 0-9215, un! 1-4778, saponification number 189-2—189-6, 
iodine number 131-4—141-6, fixed fatty acids 93-97%, volatile fatty 
acids 0°%, and non-saponifiable substances 1-44°%. The total fatty 
acids have iodine number 144-6 and mean molecular weight 281-2. 
Solid fatty acids consisting chiefly of palmitic acid do not exceed 3%, 
have a mean molecular weight of 261-4 and m. p. 57-6°. The liquid 
fatty acids are chiefly oleic and linoleic acids, with iodine number 
148-8—149-9; (2) from the pulp and skin, an olive-green, soft, 
pasty oil with astringent taste and pleasant odour, turning ranci 
in the air, n 1-4722, saponification number 192-3—193-3, iodine 
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number 90°3, fixed fatty acids 94%, volatile fatty acids 0%, andl; 


unsaponifiable substances 1:67%. The total fatty acids have iodine 
number 94-4—94-6 and mean molecular weight 278-8. The solid 
fatty acids are about 10% of the pulp and skin oil, chiefly palmitic 
acid. The liquid fatty acids are mostly oleic and linoleic acids with 
iodine number 110-2. CHEMICAL ABSTRACTS, 


Oil from the Seeds of Jatropha Curcas, L. CiEmzys 
FRIMME (Seifenfabr., 1921, 41, 5183—515; from Chem. Zentr, 
1921, iii, 1035).—The seeds of Jatropha Curcas, L., consist of 38°, 
hard husk and 62% oil-bearing kernel. Analyses of the seeds are 
given. In spite of the high protein content, 48-13%, the seeds 
are unsuitable for use as a feeding stuff on account of the presence 
of highly poisonous curcine. A complete description is given, with 
constants, of the oil obtained by extraction, hot pressure, and cold 
pressure respectively. The principal constants are d 0-9213— 
0-9228; m. p. 5—8°; ni? 1-4610—1-4618; acid number 3-18— 
4:05; iodine number (Wijs) 96-7—98-8. The fatty acids are white 
to yellow in colour and have m. p. 15—18°. The oil belongs to 
the class of non-drying oils and consists of the glycerides of palmitic, 
myristic, and curcanolic acids. The latter is a hydroxy-acid like 
ricinolic acid. The seeds contain a lipolytic enzyme which, hov.- 
ever, is not so energetic as the enzyme in Ricinus seeds. 

G. W. R. 


Iodine in the Laminaria. P.FREUNDLER, (MLLE) Y. MENaGER, 
and (MuiLz) Y. Laurent (Compt. rend., 1921, 173, 931—932).— 
An examination of the iodine content of certain species of Laminaria 
shows that they lose a certain amount of iodine during drying, 
the loss amounting in some cases to as much as 50%. The iodine 
content is dependent on the time of harvesting, being higher in 
July than in March. It is independent of the place of growth, 
but varies with the age of the tissues, being highest in the youngest 
tissues. The variations with different parts of the plant are not 
uniform, but differ with the species. W. G. 


The Composition of the Laminaria. P. FREUNDLER, (MLLE) 
Y. MenaGer, and (Mitue) Y. Laurent (Compt. rend., 1921, 173, 
1116—1118; cf. preceding abstract).—The authors have correlated 
the variation in iodine content of the Laminaria with their bio- 
logical evolution and show that the maxima for iodine content 
as well as for the percentages of reserve carbohydrates and brown 
pigments coincide with the period of maximum sunshine. The 
Laminaria regularly restore to the sea a certain amount of their 
iodine under conditions which depend, for each species, on their 
mode of growth. W. G. 


Properties and Composition of Tohaku Oil. Yosurrora 
Iwamoto (J. Chem. Ind. Japan, 1921, 24, 1143—1160).—A yellow- 
ish-brown oil is obtained by pressure. or extraction of the seed of 
“ Tohaku,” Lindera obstiroba, B. L., which is widely diffused in 
Corea. Its physical and chemical constants were determined. 
Decoic, lauric, and oleic acids and an acid, C,,H,,03, which occurs 
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, andin cochineal fat, were identified. Some of the lower unsaturated 
odine Miliquid, and solid fatty, acids seem to be present, but linolic, linolenic, 
Solid Mstearic, and palmitic acids are probably absent. K. K. 


yr The Proteins of the Alfalfa Plant [Lucerne]. Tuomas B. 
rs ~ B0sBORNE, ALFRED J. WAKEMAN, and CHARLES 8. LEAVENWORTH 
~ BJ. Biol. Chem., 1921, 49, 63—91).—The paper is mainly concerned 
yith a technique for extracting plant proteins with as little change 
entr., is possible. Fresh plants, or plants frozen soon after cutting, are 
38%, Mgound very finely and pressed in a hydraulic press; the undiluted 
$ areMjice contains 10% of solids. The addition of 20% of alcohol 
seeds Mprecipitates a colloid, consisting of 70% of protein and calcium 
ence Mults. The latter are extracted by dilute alcoholic hydrochloric 
with § acid, which forms an insoluble hydrochloride of the protein. The 
cold Bltter is further purified by heating with dilute alkali hydroxide, 
13— Bind reprecipitation. By successive extraction with water, alcohol, 
18— dilute aqueous alkali, and hot alkaline alcohol, practically all the cell 
rhite contents can be extracted if the fresh plant is sufficiently thoroughly 
s to mound. Thirty-two per cent. of the solids of the plant, containing 
iitic, # mly 5-6°% of its nitrogen, finally remains undissolved. G. B. 


The Odorous Constituents of Peaches. FReEprErick B. 
PowER and Victor K. Cursnut (J. Amer. Chem. Soc., 1921, 43, 
1125—1739).—An examination of the pulp of choice, ripe peaches 
shows that the odorous constituents of the fruit consist chiefly of 
3ER, M the linalyl esters of formic, acetic, valeric, and octoic acids, together 
).— Bvith a considerable proportion of acetaldehyde and a very small 
aria # mount of an aldehyde of higher molecular weight. It is probable 
ing, #that the volatile acids are present to some extent in a free state. 
dine $No trace of hydrocyanic acid or benzaldehyde could be detected 
rn @in the distillate from peach pulp. The yield of essential oil was 
vth, # about 0-00074.°% of the fresh pulp, and the oil contained, in addition 
gest Hto the linalyl esters, a little acetaldehyde and furfuraldehyde, 
not § probably some cadinene and a very small amount of an unidentified 
'. [paraffin hydrocarbon. The essential oil is very unstable and on 
exposure to air for any length of time is converted into a black, 
73, | "scid mass and loses its original fragrance. 
ted @ Lhe emanation from the entire ripe fruit contains a minute 
amount of acetaldehyde. 


ent § Constituents of Phellodendron Amurense. KotTaR6 SHImo 
wn B (Sci. Rep. Tohoku Imp. Univ., 1921, 10, 331—338).—The rind of 
The § Phellodendron Amurense contains berberine and fatty acids. These 
lel Facids appear to exist uncombined with berberine and consist of 
elt f palmitic acid, linoleic acid, and a small quantity of linolenic acid. 
- JA small quantity of a neutral substance was found in addition 
but was not identified. Two samples of phellodendron rind gave 
_ | 2473% and 3°75% respectively of berberine (estimated as berberine 
of | 2cetone). G. W. R. 


in| The Cellulose Content of Pine Wood. Prrmr Krason 
ed. (Zellstoffchem. Abhandlungen, 1921, 1, No. 5, 105—114).—Cross and 
urs | Bevan’s method cannot be used for the estimation of the cellulose 
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content of pine wood. The author has investigated the action of 
a solution of 80 grams of sodium hydrogen sulphite and 500 ¢¢. 
of N-hydrochloric acid in one litre of water for varying period 
of time at 100°. After eight days the cellulose reaches a nearly 
constant value, and, with continued heating, only slowly decreases 
(1°7% in 13 days). He finds 53% of cellulose in pine wood. The 
composition of woods of various ages is also investigated. 
CHEMICAL ABSTRACTS. 


Chemical Constituents of Pine Leaves. II. Astrip Cuzyz 
von Ever (Tekn. Tidsk. Kem. Berg., 1921, 51, 35—38, 47—52)~— 
A study of the non-fatty impurities, insoluble in ethyl ether, present 
in the crude fat of pine leaves. The material is more conveniently 
extracted by means of 93% methyl alcohol, and is designated 
“crude gum.” It readily changes into an insoluble substance, 
the change being facilitated by the presence of acids. A solution 
of the gum in sodium hydroxide showed marked changes when 
treated with carbon dioxide. Fractional precipitation of the 
alkaline solution of the gum with acids yielded coniferyl alcohol 
and dihydroxy-y-phenylpropyl alcohol; the whole crude gum is 
tannin-like in character, and is considered to consist of inter. 
mediates in the piant synthesis of tannins. CHEMICAL ABSTRACTS. 


The Organic Acids of Pyrus coronaria, L., Rhus glabra, L., 
and Acer saccharum, Marsh. CuHar.es E. Sanpo and H. H. 
BaRTLeETT (J. Agric. Research, 1921, 22, 221—229).—The organic 
acids of the wild American crab apple, Pyrus coronaria, L., smooth 
sumac, Rhus glabra, L., and sugar maple, Acer saccharum, Marsh, 
were investigated. In all cases the acid found was malic acid, 
occurring in the form of the free acid in the first species, the nf 
calcium salt in the second species and both acid and normal calcium 
salts in the third species. A certain amount of gallic acid is also 
found in the second species. The substance known as “ maple 
sand ”’ obtained in the preparation of sugar from the sugar maple 
is crude calcium malate. It appears that succinic acid may be 
formed autolytically from the malic acid of Pyrus coronaria. 

G. W. R. 


Volatile Substances from the Bark of Rhamnus frangula. 
O. A. OESTERLE (Schweiz. Apoth.-Zeit., 1921, 59, 341—345; from 
Chem. Zentr., 1921, iii, 734—735).—By steam distillation of the 
bark of Rhamnus frangula, 0°05—0°1% was obtained of a substance 
of unpleasant odour, which contained, in addition to dark coloured 
impurities, a white substance, insoluble in sodium carbonate, 
crystallising from chloroform-light petroleum in long needles, 
a compound obtained as a gelatinous precipitate from hot sodium 
hydroxide solution, a substance crystallising from hot water in 
slender, ray-like aggregates, and a main portion consisting of 
brownish-yellow platelets with a green tinge crystallising from 
dilute ethyl alcohol. The latter substance is tasteless and odourless, 
and has the empirical formula C,;H,,0,. It is easily soluble in 
organic solvents, and has m. p. 100—101°. G. W. R. 
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Relation between the Molecular Properties and the 
Capacity for Fixation of Iodine of certain Hydrocarbons. 
Paut Wooe (Compt. rend., 1921, 173, 1471—1473; cf. A., 1921, ii, 
515).—Plotting the molecular weights of a homologous series of 
American oils against the corresponding iodine values reduced pro- 

rtionately to the double linkings as calculated from the mean 
molecular surface area on water (loc. cit.), a regular curve was 
obtained, given by the equation log Iye+K=log Ly») where Lye 
is the iodine value for any molecular weight and I the value for 
smolecular weight fifty units higher, and K is a constant equal to 
(0664. This progressive capacity for addition or substitution is 
apparently due to causes analogous to those responsible for the 
dissociations which occur in the “cracking’’ process. Benzene 
glutions of these oils rapidly undergo oxidation when exposed to 
sunlight and the velocity of oxidation increases with the number 
of double bonds in the molecule. W.G. 


A General Method for the Preparation of Carbides of 
Metalloids, and the Existence of Carbides of Phosphorus 
and Arsenic. E. pE MAnuerR (Bull. Soc. chim., 1921, [iv], 29, 
1071—1073).—The chloro-derivative of the metalloid is allowed to 
react in ethereal solution at the ordinary temperature with one of 
lotsitsch’s compounds (cf. A., 1914, i, 393) of the type MgI-C:C-MglI, 
when the carbide of the metalloid is obtained. In this way, phos- 


JER 
phorus trichloride gives phosphorus carbide, P—CiC-—P, an amor- 
N\cic/ 
phous, white compound, which is spontaneously inflammable when 
gently warmed, and yields phosphoric anhydride and carbon dioxide. 
Arsenic chloride gives arsenic carbide, As,C,, a brown, amorphous 
compound, which explodes when warmed or gently rubbed, arsenic 
and carbon being liberated. W.G 


Some Aliphatic Fluorides. F. Swarts (Bull. Soc. chim. 
Belg., 1921, 30, (ii), 302—315)—The following are described : 
n-Amyl fluoride, a volatile, mobile liquid, m. p. below —80°, b. p. 
62'8°, d'** 0-7960, d” 0°7880, n? 1°35622, mn; 136183, n>? 1°36533. 
n-Decyl fluoride, a mobile liquid, which solidifies in a mixture of 
alcohol and solid carbon dioxide, b. p. about 183°5°, d'°? 0°792. 
isoAmyl fluoride, b. p. 53°5°. n-Heptyl fluoride, m. p. —73°, 
b. p. 119°/755 mm., d” 0-8029, n2° 1-38358, np* 1-3855, nz” 
13899, n° 1-39358. n-Octyl fluoride, b. p. 142°5°/75 mm., d™ 
081200, ad” 0°8036, nif? 1:3952, nj? 1°3970, ng 140175, n\™ 
143565. Cetyl fluoride is solid at the ordinary temperature, 

VOL, OXXII. i. e 


i. 102 ABSTRACTS OF CHEMICAL PAPERS. 


b. p. 287°5°/760 mm., 181°/24 mm., d'”* 0°809. sec.-Octyl fluoride, 
b. p. 139°3°. 

It is stated that mercury fluoride is preferable to silver fluoride 
for the preparation of the above, several reasons being given, 
The yield is diminished in each case by the formation of an ethylenic 
hydrocarbon and hydrogen fluoride ; when silver fluoride is used, this 
may take place in such a way that two molecules of the alkyl haloid, 
containing C,,, condense to yield Cy,H4n+,F ; sometimes this represents 
the major reaction. The chemical properties of the substances 
are described; they are, in general, not so stable as the majority 
of organic fluorine compounds. The isoalkyl fluorides tend to 
decompose into ethylenic hydrocarbons and hydrogen fluoride on 
distillation; with straight-chain compounds this is not the case. 
The action of alkali hydroxides in aqueous or alcoholic solution is 
feeble ; concentrated sulphuric acid reacts in the cold with formation 
of hydrogen fluoride. H. J. E. 


The Aliphatic Sulphonamides. I. PrErcivaL Watrtzr 
CLUTTERBUCK and JULIUS BEREND CoHEN (T., 1922, 121, 120— 
128). 


The History of [Ethyl] Alcohol. Epmunp O. von Lippmann 
(Chem. Zig., 1922, 46, 4—5).—Historical. 


Dehydroxidation of Alcohols. Erich MULLER (Z. Elektro. 
chem., 1921, 27, 563—567; cf. this vol., i, 109)—A number of 
alcohols, including ethyl alcohol, propyl alcohol, isobutyl alcohol, 
isopropyl alcohol, benzyl-alcohol, ethylene glycol, glycerol, and 
mannitol, in strongly alkaline solution on electrolysis or in the 
presence of oxidising agents such as potassium ferricyanide or in 
the presence of colloidal rhodium, give rise to hydrogen or hydro- 
carbons. The reaction is explained by the assumption that in the 
oxidation of alcohols to aldehydes a metastable intermediate 
product is formed which, in the presence of metals, breaks 
down to hydrogen or hydrocarbons according to the scheme: 
(1) CH,-CH,-OH — CH,°CH,°0’+H’ and (2) 

/ CH,‘CHO+H—2H—H, 
CH,-CH,-0’ + F=CH,-CH,:0 > CH, 
“. CH,O+CH, >2CH,;—+C,H, 
J. F.S. 


The Influence of Potassium Hydroxide on the Formation 
of Vinyl Alcohol from Acetaldehyde. Wiutiiam Lioyp Evas 
and CLroyp D. Looxrer (J. Amer. Chem. Soc., 1921, 43, 1925— 
1928).—Poleck and Thummel’s vinyl oxymercurochloride (A., 1890, 
112) is obtained when alkaline solutions of acetaldehyde are treated 
with mercuric chloride, the yield of the oxymercurochloride being 
proportional to the concentration of the alkali present. Thus the 
production of vinyl alcohol is likewise proportional to the concen- 
tration of the alkali, and since vinyl alcohol is a necessary inter- 
mediate product in the formation of oxalic acid in the oxidation 
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of ethyl alcohol and acetaldehyde, the yield of oxalic acid must 
also be proportional to the concentration of the alkali used. A 
minimum concentration of about 1°40 grams of potassium hydroxide 
per litre is necessary for the formation of vinyl alcohol at 25°. 


W. G. 


Poly-ethers of Trimethylene Glycol. C. A. Rogaun (Ber., 
1921, 54, [B], 3118—3121).—-During the purification of trimethylene 
glycol (this vol., i, 105) considerable quantities of residue are 
obtained in which the presence of poly-ethers of trimethylene 
glycol was suspected. Attempts to isolate a uniform substance 
therefrom by fractionation under diminished pressure did not give 
entirely satisfactory results owing to the continuous formation of 
resin, but the molecular weights of the individual fractions in 
boiling alcohol pointed to the conclusion that they contained di- 
to hexa-ethers. Further purification was attempted by conversion 
of the individual fractions into the corresponding phenylurethanes 
(which was only successful with the fraction of molecular weight 
corresponding with the di-ether), by acetylation and subsequent 
quantitative hydrolysis of the acetates and by fission of the 
ethers. 

The diphenylurcthane of di-trimethylene glycol ether, CooHgO5No, 
erystallises in small, colourless needles, m. p. 104—105° 

The fraction, b. p. 130—170°/12 mm., yielded di- trimethylene 
glycol ether diacetate, O(CH,-CH,*CH,:OAc)», a colourless, somewhat 
viscous liquid, b. p. 181—183°/52—54 mm., 265—270°/atmospheric 
pressure (slight decomp.), d}}3 1:0864, which was hydrolysed to 
the corresponding di-ether, a colourless, syrupy liquid, b. p. 155— 
160°/15 mm., diz} 1064. Similarly, the fraction b. p. 180— 
210°/12 mm., gave the diacetate of tri-trimethylene glycol ether, a 
colourless, viscous liquid, b. p. 238°/80 mm., dis} 1°0546. 

Di-trimethylene glycol ether is decomposed by a boiling saturated 
solution of hydrogen bromide in glacial acetic acid and subsequent 
treatment of the product with alkali hydroxide solution into tri- 
methylene glycol, which was identified as the di-benzoate, needles, 
m. p. 60—61°, thus establishing the constitution of the ether. 

Protracted ebullition of trimethylene glycol under the atmo- 
spheric pressure leads to the formation of poly-ethers. H. W. 


Derivatives of Acetylenic Erythritol [Hexinene-«f</-tetrol], 
HO-CH,-CH(OH)-C:C-CH(OH)-CH,-OH. R. Lzspizau (Compt. 
rend.., 1921, 173, 1367—1369). —Chloroacetaldehyde reacts with the 
dimagnesium derivative of acetylene in the presence of ether to 
give a black, viscous mass, which, when further treated with bromine 
in chloroform solution, gives a product which crystallises after 
several months. It is «{-dichloro-yé-dibromohexen-e-diol, 
CH,Cl- CH(OH)-CBr:CBr-CH(OH)-CH,Cl, m. p. 141—142°5°. The 
black, viscous mass mentioned above when — with solid potass- 


ium hydroxide in ether gives the dioxide, A 2>CH: CiC- cH<y is , 


b. p. 87°5—88°5°/10 mm., d® 1°417. W:- G. 
e2 
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Alkylations. I. Alkylation of Sodium Sulphite. 4, 
BaGGESGAARD-RASMUSSEN and SVEN WERNER (Bull. Soc. chim., 
1921, [iv], 29, 1073—1087).—A quantitative study of the inter. 
action of methyl or ethyl iodide and sodium sulphite in 30% methy| 
alcohol shows that the reaction is essentially bimolecular, although 
the curve is somewhat irregular towards the end. The abnormal 
progress of the reaction may be explained on the basis that in 
solution sodium sulphite exists in two tautomeric forms, which 
are in equilibrium, NaSO,-ONa == SO(ONa),, and that only the 
first undergoes alkylation, the atom of sodium attached to sulphur 
being replaced by the alkyl group. The results indicate that, in 
solution, 88% of the sodium sulphite is in the first form and 12% 
in the second. W. G. 


Neutralisation of the Affinity of Main and Subsidiary 
Valencies in Compounds of a Higher Order. III. J. V. 
Dussxy [with P. AprEKMANN] (J. pr. Chem., 1921, [ii], 103, 109— 
128; cf. A., 1916, i, 541) —Investigation of the behaviour towards 
pyridine of nickel salts of various substituted xanthic acids shows 
that the ability of xanthates of the general formula, OR-CS‘SX, 
to form additive compounds with pyridine is independent of the 
volume of the radicle R, although the stability of the additive 
product diminishes with the magnitude of R. Unlike the cobalt 
xanthates previously investigated, cobalt amyl, benzyl, and bornyl 
xanthates unite with two molecules of pyridine, giving additive 
compounds far less stable than those given by the corresponding 
nickel salts. 

It is not found possible to convert either tertiary alcohols, such 


as dimethylethylcarbinol, or phenols into the corresponding xanthic | 


acid derivatives (cf. Meyer, “‘ Analyse und Konstitutionsermittlung 
organischer Verbindungen,”’ 3rd ed., 474), but analogous secondary 
alcohols, such as cyclohexanol or borneol, readily yield xanthic acid 


compounds. These results are in accord with those of Bamberger | 


and Lodter (A., 1890, 517), who found that 5:6: 7 : 8-tetrahydro- 
2-naphthol acts as a true phenol and gives no xanthate, whereas 
the isomeric | : 2 : 3 : 4-tetrahydro-2-naphthol behaves as a secon- 
dary alcohol (cf. Lippmann and Fleissner, A., 1888, 296). 

Nickel propyl xanthate, Ni(CS,°OPr),, forms brown crystals and 
gives with pyridine the compound C,H,,0,S,Ni,2C;H;N, which 
separates in pale green crystals and is unstable in the air. Nickel 
butyl xanthate, Ni(CS,*O°-CH,Pr),, forms brown crystals and gives a 
pale green compound with 2 molecules of pyridine. Nickel amyl 
xanthate, Ni(CS,°O°CH,°CH,Pr),, crystallises in brown leaflets with 
a greenish-yellow lustre and forms a pale green compound with 
2 molecules of pyridine. Cobalt amyl xanthate gives an unstable, 
brown compound with 2 molecules of pyridine. Nickel cetyl xanthate, 
Ni(CS,-O-[CH,],;"CH;)., crystallises in orange-yellow leaflets, and 
forms a very unstable, green compound with 2 molecules of pyridine. 
Cobalt cetyl xanthate forms green crystals. Sodiwm benzyl xanthate, 
NaCS,°O-CH,Ph, and the potassium salt, were prepared. Cobalt 
benzyl xanthate, Co(CS,°O-CH,Ph),, forms lustrous, black crystals, 


ORGANIC CHEMISTRY. i. 105 


gives a deep green solution in benzene, and with 2 molecules of 
pyridine yields a brown compound which is highly unstable, even 
in an atmosphere of pyridine. Nickel benzyl xanthate forms black 
crystals and with 2 molecules of pyridine yields a compound which 
remains unchanged in an atmosphere of pyridine. Potassium cyclo- 
hexyl xanthate, KCS,*O-C,H,,, is crystalline, and the nickel salt, 
Ni(CS,*O-C,H,,)., forms brown crystals. Sodium bornyl xanthate, 
NaCS,*O-C,,)H,,, is crystalline; the nickel salt forms brown crystals, 
and the cobalt salt forms with 2 molecules of pyridine a highly 
unstable, brown, crystalline compound. 2. BF. 


88’-Dichlorodiethyl Ether. The Oxygen Analogue of 
Mustard Gas. OLiverR Kamm and Jonn H. Watpo (J. Amer. 
Chem. Soc., 1921, 43, 2223—-2227).—88’-Dichlorodiethyl ether, b. p. 
177—178° (corr.); d3 1:°213; n” 1457, may be prepared by the 
action of concentrated sulphuric acid on ethylene chlorohydrin. 
When condensed with aniline, it gives 4-phenylmorpholine. When 
condensed with ethyl malonate, the ether gives ethyl tetrahydro- 
pyran-4 : 4-dicarboxylate, OX GH? qf? > C(CO,Et), b. p. 260°/740— 

2 


9 


745 mm.; d® 1:107, which with carbamide in the presence of 
sodium ethoxide yields tetrahydropyran-4 : 5-spiro-2 : 4 : 6-triketo- 
hecahydropyrimidine, O<CHCH > C<CONH CO: m. p. 218°. 
88’-Dichlorodiethyl ether, unlike its sulphur analogue, exerts no 
deleterious action on the tissues of the animal body. Similarly, 
tetrahydropyran-4 : 5-spiro-2 : 4 : 6-triketohexahydropyrimidine, al- 
though closely related in structure to barbital, possesses no marked 
hypnotic properties. W. G. 


yy'-Dihalogenodipropyl Ethers. OLiver Kamm and WALTER 
H. Newcoms (J. Amer. Chem. Soc., 1921, 43, 2228—2230).— 
yy'-Dichlorodipropyl ether, b. p. 215°/745 mm.; dy 1°140, was 
obtained by boiling trimethylene chlorohydrin with sulphuric acid 
under a reflux condenser. 

Attempts to prepare trimethylene bromohydrin from trimethylene 
glycol by the action of hydrobromic acid and sulphuric acid gave a 
mixture of «y-dibromopropane, the required bromohydrin and 
yy'-dibromodipropyl ether, b. p. 128°/19 mm.; d} 1574. The 
products can be separated by fractional distillation. W.G. 


Preparation of §-Chloro- and $-Bromo-propionic Acids 
from Trimethylene Glycol. C. A. Rogann (Ber., 1921, 54, 
[B], 3115—3118).—Trimethylene glycol is present in considerable 
amount in the sweet water concentrates obtained by the fermenta- 
tion of sugar to glycerol by the method of Connstein and Liidecke, 
particularly when the operation is conducted with insufficient 
care. It is purified by distillation, dilution of the fraction, b. p. 
170—230°, with water, and treatment of the hot solution with 
lead oxide and barium hydroxide in a current of air. After 
removal of lead and barium by sulphuric acid, air is passed through 
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the hot solution whereby the bulk of the organic acids are removed 
and trimethylene glycol, b. p. 210°, d}3 1:0573, is ultimately isolated 
by repeated distillation, finally under diminished pressure. It is 
treated at the temperature of boiling water with about two-thirds 
of the calculated quantity of hydrogen chloride, and the product 
is fractionated, giving thereby (i) water and dichloropropane, 
(ii) y-chloropropyl alcohol, (iii) unchanged trimethylene glycol, 
and (iv) a residue (see this vol., i, 103). @-Chloropropy] alcohol is 
added gradually to nitric acid (30%) at 0°, and the mixture 
maintained at below 5° during twenty-four hours, after which it 
is cautiously treated at 30—35°, allowed to remain during eight 
hours, and subsequently heated at 70—75°; 8-chloropropionic acid, 
colourless needles, m. p. 37—38°, is thus formed in 30—40% yield. 
Trimethylene glycol is converted by boiling hydrobromic acid 
into a mixture of «y-dibromopropane and y-bromopropyl! alcohol. 
The latter is oxidised by nitric acid to $-bromopropionic acid, 
b. p. 140—142°/45 mm., m. p. 62—63°; the action proceeds less 
violently than with y-chloropropyl alcohol. H. W. 


The Mixed Anhydrides of Sulphuric Acid and Carboxylic 
Acids. II. n-Butyrylsulphuric Acid. A. J. van Prsxt (Rec. 
trav. chim., 1921, 40, 736—746; cf. A., 1921, i, 302).—n-Butyryl- 
sulphuric acid, C,H,*CO-O-SO,H, is formed by the action of 
sulphur trioxide on n-butyric acid, and resembles acetylsulphuric 
acid in its general properties. When heated, it is transformed into 
«-sulphobutyric acid, and at 70° evolution of carbon dioxide takes 
place with sharp rise in temperature to about 110°, the other 
product being «-sulphobutyrone. Full experimental details are 
given as to the preparation of the acid, its sodium salt, and, from 
the latter, of butyric anhydride, the preparation of isoamylsulphuric 
acid, phenyl butyrate, tribromobutyranilide (long needles, m. p. 
167°8°), tribromobutyrophenol (a pale yellow viscous liquid, m. p. 
6—9°, b. p. 192°8°/16 mm. corr.) are described and also the sulphon- 
ation of benzene by the acid. H. J. E. 


C,, Fatty Acids. II. The Relation of Oleic and Elaidic 
Acids to their Halogen Additive Products. Brn H. Nico.zt 
(J. Amer. Chem. Soc., 1921, 43, 2122—2125; cf. A., 1921, i, 390).— 
Using the anilides of the various acids as means of characterising 
them, it is shown. that there is no cis-trans-isomerisation when 
bromine is added to the double bond and later removed by zinc 
and alcoholic hydrochloric acid in the case of oleic or elaidic acids. 
These acids thus differ from linolic acid in this respect. Oleanilide 
dibromide has m. p. 67°; elaidanilide dibromide has m. p. 88°. 

W. G. 


The Mechanism of the Oxidation of Drying Oils as 
Elucidated by a Study of the True Oxygen Absorption. III. 
The Action of Driers. Samuet Correy (T., 1922, 121, 17—23). 


The Formation of Substituted Succinic Acids from Esters 
of «8-Unsaturated Acids. Lucy HiaainBporHamM and ARTHUR 
LaPwoRTH (T., 1922, 121, 49—54). 
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Nitromalic Acid. ArtHurR LAcHMAN (J. Amer. Chem. Soc., 
1921, 43, 2084—2091; cf. A., 1921, i, 303).—Nitromalic acid, 
n. p. 110—112°, is readily obtained by adding fuming sulphuric 
acid to a cooled solution of malic acid in nitric acid (d 1°42). It 
fives a sodium and a silver salt. When hydrolysed with sodium 
hydroxide in aqueous solution, it yields a mixture of nitric and 
nitrous acids, the percentage of nitrous acid being independent 
of the temperature, the concentration, or the presence of an excess 
of alkali. Similar results were obtained in methyl alcoholic 
olution, except that the amount of nitrous acid obtained was 
nearly twice that in aqueous solution. When alkali was excluded 
altogether and a substance such as sulphanilic acid, capable of 
racting with the nitrous acid as fast as it is formed, was present, 
the production of nitrous acid was greatly increased and the 
rte under these conditions corresponded with a unimolecular 
reaction. 

In the hydrolysis of nitric esters, two independent processes 
ocur. One is the normal hydrolysis into alcohol or hydroxy-acid 
and nitric acid, and the second is isomerisation to a nitrous ester, 
which subsequently is hydrolysed to an aldehyde or a ketone. 
Hach of these reactions proceeds at its own rate under given con- 
ditions. The action of alcohol in increasing the yield of nitrous 
acid is that it diminishes the rate of the normal hydrolysis of the 
nitric ester to nitric acid. The constant yield when alkali is 
employed is a false equilibrium. The real constant is the ratio 
of the velocities of the two reactions. W. G. 


Stereoisomeric Ethylthiolsuccinic Acids. Prrer FiTcer 
(Ber, 1921, 54, [B], 2943—2951).—1r-Ethylthiolsuccinic acid, 
(0,H-CH(SEt)-CH,°CO,H, small, colourless needles, m. p. 124— 
126°, is prepared from ethyl mercaptan, sodium bromosuccinate, 
and sodium hydroxide in aqueous solution or by the action of 
ethyl bromide and sodium hydroxide on sodium thiolsuccinate 
dissolved in water. The normal salts, with the exception of those 
of silver, lead, and iron, are generally freely soluble in water; the 
sodium hydrogen, potassium hydrogen, and barium hydrogen salts 
crystallise in colourless prisms. Attempts to resolve the racemic 
acid into its optically active components by means of the phenyl- 
ethylamines were unsuccessful, since a partly racemic salt is the 
least soluble. On the other hand, a partly active d-acid could 
be obtained by the action of ethyl mercaptan and sodium hydroxide 
on an aqueous solution of sodium /-bromosuccinate, and from 
this the pure d-variety could be isolated with the aid of d-phenyl- 
ethylamine. d-Ethylthiolsuccinic acid, m. p. 126—128°, forms 
lustrous aggregates of prisms or needles; it has [«]$+139°3° in 
absolute alcohol, [«]$+149°8° in ethyl acetate, [«]?+145°0° in 
acetone, [«]?+107°7° in water. Under certain conditions, it is 
possible to isolate the almost pure d-acid by the process described 
above in relatively good yield and without recourse to d-pheny]- 
ethylamine. 1-Hthylthiolsuccinic acid is obtained in good yield 
by the action of ethyl bromide and sodium hydroxide on an aqueous 
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solution of sodium I[-thiolsuccinate; it forms aggregates of lustrous 
needles, m. p. 126—128°, [a]}—139°3° in absolute alcohol, 
[«]}—150-0° in ethyl acetate, [a]®—145°1° in acetone, [«]??—108-0° 
in water. It was not found possible to isolate well-defined salts 
of the active acids. H. W. 


Certain Products of the Oxidation of Inactive Ethylthiol. 
succinic Acid. Prrer Fircrr (Ber., 1921, 54, [B], 2952- 
2963; cf. preceding abstract).—Ethylthiolsuccinic acid is oxidised 
by hydrogen peroxide to ethylsulphoxysuccinic acid, 

CO,H-CH(SOEt)-CH,°CO,H, 

which becomes discoloured at 120°, but does not exhibit a definite 
melting point when more strongly heated. The ferric and silver 
salts are described, but, in general, the normal salts do not appear 
to be sharply characterised. The acid is unstable when dissolved 
in water or ethyl acetate, and in boiling solution becomes decon. 
posed into carbon dioxide, ethyl mercaptan, diethyl disulphide, 
fumaric acid, and 8-ethylthiolacrylic acid, long, colourless, slender 
needles, m. p. 83—84°. 

Sodium ethylthiolsuccinate is oxidised by potassium perman- 
ganate in aqueous solution, and in the presence of carbon dioxide 
to r-ethylsulphonylsuccinic acid, long, colourless prisms, m. p. 167— 
168°; the sodium salt, C,H,O,SNa,,2H,O, colourless, rhombic 
plates, barium salt, pointed prisms, silver salt (+2H,0), prisms, 
and ferric salt are described. 

The action of bromine on an aqueous solution of r-ethylthiol- 
succinic acid appears to lead to the initial formation of ethy)- 
sulphoxysuccinic acid (which is too unstable to permit its isolation 
in these circumstances), and then to ethylsulphonylsuccinic acid, 
which can only be prepared in poor yield in this manner. The 
use of three molecular proportions of bromine, on the other hand, 
readily gives «-bromo-«-ethylsulphonylsuccinic acid, 

CO,H-CBr(SO,Et)-CH,°CO,H, 
colourless, microscopic plates (+H,O), m. p. 88—85° (decomp.); 
the silver, ferric, and barium (+3H,O) salts are described. The 
acid readily eliminates carbon dioxide in hot aqueous acidic 
solution and passes into 6-bromo-8-ethylsulphonylpropionic acid, 
colourless prisms, m. p. 142—143° (decomp.); the ferric salt and 
silver salt, needles, are described. 

Ethylthiolsuccinic acid, when dissolved in glacial acetic acid, 
reacts vigorously with bromine, giving «-bromo-®-ethylthiolmaleic 
acid, CO,H-CBr:C(SEt)-CO,H, pale yellow, thin plates or flattened 
prisms, m. p. 131° to 141° (decomp.), according to the mode of 
heating. The barium salt, voluminous needles, and the anhydride, 
long, pale yellow needles, m. p. 44—45°, are described. 

Ethylthiolsuccinic acid is extensively decomposed by potassium 
permanganate in bicarbonate-alkaline solution, but the products 
formed have not yet been identified. 


Behaviour of Fehling’s Solution in Light. A. Brenrars and 
J. OperBacn (Z. physikal. Chem., 1921, 98, 498—501).—The 
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guthors have been unable to confirm the statement of Bolin and 
linder (A., 1920, ii, 144) that when Fehling’s solution contained in 
-108-° glass vessels is exposed to ultra-violet light no reaction occurs. 
,@ itis found that Fehling’s solution exposed in a glass tube to sun- 
light is decolorised, with the evolution of hydrogen. Illumination 
of an alkaline solution of potassium sodium tartrate gives no 
Ithio}. § evolution of gas, but if cuprous oxide is added, hydrogen is vigor- 
2952— ously evolved; copper turnings and even massive copper have 
cidised the same action. Fehling’s solution to which copper has been 

added evolves hydrogen immediately it is exposed to light, and 

the action persists for some time after the light is removed. The 
efinite J oxidation products of tartaric acid, such as dihydroxytartaric 
silver # acid, mesoxalic acid, and formic acid, when treated with alkali 
ppear hydroxides and metallic copper, evolve hydrogen in light. Mes- 
‘olved M oxalic acid has the most pronounced action, and the insoluble 
com. | sodium dihydroxytartrate passes into solution with the evolution 
of hydrogen. If dihydroxytartaric acid is added to Fehling’s 
ender solution, it is decolorised more rapidly than if the addition has 

not been made. In all cases where the reaction was carried out 
man. § in quartz vessels, a thin deposit of copper was found on the walls 
oxide J of the vessel. The reaction probably follows the course: the 
67— § Fehling’s solution decomposes in light, forming cuprous oxide and 
mbic § metallic copper, and these act catalytically on the tartaric acid, 
isms, § producing hydrogen and oxidation products of tartaric acid. Some 


of the oxidation products are further oxidised in the dark. 
hiol- J. F.S. 


tion Dihydroxytartaric Acid. Artuur LacuMaAn (J. Amer. Chem. 
cid, § Soc., 1921, 43, 2091—2097; cf. Fenton, T., 1898, 74, 71; 1902, 
The § 81, 426).—Dihydroxytartaric acid, considered as a diketone, has 
ind, § astructure similar to benzil, and when acted on by alkalis behaves 

like benzil, and thus its decomposition is represented by the 


equations 
* CO,H:CO-CO-CO,H-+ H,O=CO,H’CHO-+-(CO,H), 
dic CO,H:CO-CO-CO,H+ H,O=CO,H:C(OH)(CO,H),, 


nd & the carboxytartronic acid losing carbon dioxide and giving tar- 
tronic acid. It is shown that when sodium dihydroxytartrate is 
id. | heated at 160°, carbon dioxide is evolved and glyoxylic acid and 
. ff oxalic acid were identified along with tartronic acid in the products 
ed § of decomposition. 
In Fenton’s method for the estimation of sodium by precipitation 
Je, | 48 sodium dihydroxytartrate and subsequent oxidation of this salt 
’ | with standard permanganate, it is necessary to carry out the oxid- 
ation first in alkaline and then in acid solution in order to obtain 
ts | Consistent results. W. G. 


Internal or Catalytic Dehydroxidation of Formaldehyde. 

d Erich Miuuer (Z. Elektrochem., 1921, 27, 558—563).—Alkaline 

e solutions of formaldehyde, when treated with oxidising agents such 
e* 
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as cuprous oxide, cupric oxide, silver oxide, potassium persulphate, 
hydrogen peroxide, or potassium ferricyanide, are converted into 
formic acid with evolution of hydrogen. The same reaction occurs 
on electrolysis of an alkaline solution of formaldehyde, and, finally, 
finely divided metals (Cu, Ag, Pd, Pt,), when added to alkaline 
solutions of formaldehyde, bring about a rapid evolution of hydrogen 
and formation of formic acid. The catalytic change is best shown 
with colloidal rhodium, thus : If to 30 c.c. of 15N-sodium hydroxide 
and 50 c.c. of 20% formaldehyde 20 c.c. of colloidal rhodium 
(0°05 gram) are added at 25°, there is an evolution of 3 litres of 
hydrogen in two hours. The author explains the electrolytic 
reaction as follows: In solution, formaldehyde exists in equi- 
librium as represented by the equations HCHO+H,0 = 
HCH(OH), =< HCHO’(OH)+H’, on the anode the reaction 
HCH(OH)O’+F=HCH(OH)O takes place; this substance the 
author terms an O-aldehyde, and states that it may exist in the 


metastable condition in formaldehyde solution up to a definite! 


concentration. Above this definite concentration, it spontaneously 
decomposes to give hydrogen and formic acid, H-CH(OH)O — 


HC(OH)O+H, but at lower concentrations it is decomposed only | 
by oxidising agents or catalysts. This reaction the author terms | 


“ dehydroxidation.”” The course of the reaction with catalysts is 
represented as follows: In alkaline solution, a reaction similar to 
Cannizzaro’s reaction occurs in two stages, (1) 3HCHO+2H,0= 
CH,0H+2HCH(OH)O and in the presence of the catalysts (2) 
2HCH(OH)O=2HCO,H-+ Hg. J. F.S. 


Alcoholic Fermentation of Formaldehyde by Osmium. 
Erich Mitier (Ber., 1921, 54, [B], 3214—3216).—An aqueous 
solution of formaldehyde decomposes in the presence of osmium 
into carbon dioxide and methyl alcohol. The catalytic activity of 
the metal diminishes somewhat rapidly. At about 50°, and then 
only to a small extent, hydrogen is also evolved. H. W. 


The Réle of Mercury Salts in the Catalytic Transformation 
of Acetylene into Acetaldehyde and a New Commercial 
Process for the Manufacture of Paracetaldehyde. RicnarpD 
R. Voet and Jutrus A. NrrEuwWLAND (J. Amer. Chem. Soc., 1921, 
43, 2071—2081).—In the commercial preparation of acetaldehyde 
from acetylene and water by the use of mercury salts as catalysts, 
the chief drawback is the ease with which the mercury salt is 
reduced to metallic mercury, with consequent loss in activity. 
It is now shown that mercuric sulphate in sulphuric acid is the 
most suitable catalyst, on account of its activity and less ready 
reduction, but the difficulty attached to its use is the impossibility 
of separating acetaldehyde from the more concentrated acid solu- 
tion and the rapid reduction of the mercury compounds in dilute 
acid solutions. In such solutions, the mercury is soon converted 
into an organic compound, and this compound acts as the catalyst. 
It is suggested that the reaction may be as follows : 


—™= 
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3HgSO,+ 2C,H,-+2H,0 — O:CH-CH< 778 0s'F8> CH-CH:0-+ 
2H,SO,. 


,H,+2H,0 + 0:CH-CH< H880e'HE> cH-CH:0 —> 


CHO-CHy'Hg <tr gr_.cuy_He"CH‘CHO-+H,80 
GHO> CH He CH<oHio ° viii: 


(HO-CH,-Hg-CH(CHO):Hg-CH(CHO)-Hg-CH,-CHO+H,S0,= 
CHO-CH< 850088 >CH-CHO-+2CH, ‘CHO. 


It is considered that the reduction of mercury compounds by 
acetylene is in some way due to their hydrolysis in dilute acid 
solutions, and the only way in which acetaldehyde could be obtained 
without the reduction of any mercury salt whatever was by the 
action of a stream of moist acetylene at 70—120° on a dry mixture 
of the mercuric sulphate—acetylene compound and sodium, potass- 
ously J jum, or ammonium hydrogen sulphates. This process was, how- 
/—> ever, so slow as not to be of practical value. 
only Owing to the difficulty of obtaining the acetaldehyde from these 
erms @ acid solutions, it was found advantageous to use the solutions in 
ts is place of pure acetaldehyde in the preparation of quinaldine. For 
ir to] this purpose, aniline sulphate was dissolved along with the mercuric 
,0= i sulphate in sulphuric acid before passing in the acetylene, a con- 
centration of 40% of sulphuric acid and a temperature of 60° 
being most advantageous. 

For the preparation of paracetaldehyde, a large bottle or carboy 
um, | was filled with dry fragments of glass on which a pasty mass of 
eous | Mercuric sulphate, sodium or ammonium hydrogen sulphate, and 
ium | 2 very little water was distributed and the moist acetylene led in 
y of J With shaking. The paracetaldehyde accumulated as a separate 
hen § layer at the bottom of the bottle. The aldehyde—mercury ratio 
y. obtained was 17:1 with a steady production of paracetaldehyde. 
In this method no distillation process is necessary, there are no 
by-products or waste products, and there is no excess of acetylene 
to be recovered. W. G. 


ARD Preparation of Aldol from Acetaldehyde. NaTHan 
21, | Griinstern (Brit. Pat. 147119)—Aldol condensation by means of 
yde J a very small quantity of an alkaline catalyst proceeds, without the 
sts, | addition of ice or a neutral organic diluent, as a smooth and easily 
t 18 | controlled reaction if the acetic acid contained in the acetaldehyde 
ity. | is first neutralised with the requisite quantity of sodium hydroxide 
the | solution, and the catalyst is then gradually added with cooling, 
udy | the operation being preferably conducted in an atmosphere of 
lity | nitrogen to prevent the formation of further quantities of acetic 
lu- | acid by atmospheric oxidation. As catalyst, aqueous alkali hydr- 
ute | oxide, not exceeding in quantity 1 part of alkali to 100 parts of 
ted acetaldehyde, may be employed, or equally favourable results are 
st. | obtained with alkali or alkaline-earth carbides or cyanides, or 
alkaline-earth hydroxides. In all cases, the presence of a small 
e* 2 
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—— of water appears to be essential. To prevent the con. 
ensation proceeding too far with formation of resins, etc., it js 
stopped before all the acetaldehyde has been converted into aldol 
by adding sufficient hydrochloric or acétic acid to neutralise the 
alkali, separating the salt, and distilling the product in a vacuum. 
G. F. M. 


Preparation of Butaldehyde and Butyl Alcohol from 
Crotonaldehyde. NatHan Grinstein (Brit. Pat. 147118)— 
Butaldehyde and butyl alcohol are obtained in good yield by the 
catalytic hydrogenation of crotonaldehyde in presence of 20—25%, 
of water or steam. The formation of undesirable by-products of 
high boiling point is greatly minimised by using a large excess of 


hydrogen, and the excess passing from the catalyst can be recircu- | 


lated after suitable cooling to condense the reaction products, 
The catalyst is prepared by depositing in the usual manner 5—15 


parts of nickel on 100 parts of pumice or kieselguhr, and the optimun | 
temperature for the hydrogenation is 110—120°. Instead of using | 


a mixture of pure crotonaldehyde and water, the product of the 
decomposition of aldol may be employed with equal advantage. 
The reaction may be carried out either in a tube charged with the 
contact material, or with the liquid substances in an autoclave, 
the hydrogen in the latter case being pumped in at 10—15 atm. 
pressure with vigorous agitation of the liquid. In either case, 


provision must be made for the periodical discharge of gas from | 


the apparatus as the hydrogen becomes contaminated with propy)- 
ene and carbon monoxide produced by the “cracking ’”’ of the 
crotonaldehyde, particularly at the higher temperatures. 

G. F. M. 


Benzyl Ethers of Carbohydrates. M. Gomperre and C. C. | 


Bucuuer (J. Amer. Chem. Soc., 1921, 43, 1904—1911).—Carbo- 
hydrates of all types are readily benzylated and various benzyl 
ethers obtained when the carbohydrate is heated with benzyl 
chloride and aqueous sodium hydroxide for several hours at about 
90°. Thus a-methylglucoside yielded benzylglucoside, dibenzyl- 
methylglucoside, and tetrabenzyl-benzylglucoside. Sucrose gave a 
solid dibenzyl and a liquid pentabenzyl derivative. Dextrin gave a 
benzyldextrin, Cy.Hy9049°C,H,, m. p. 208—210°; potato starch 
gave a monobenzyl derivative, C,,H,90,9°C,H,, m. p. 200—203°, 
and maize starch gave a dibenzyl derivative, C,.H,,049(C,H,)., 
m. p. 203—205°. Cellulose, unless previously subjected to one of 
the several so-called “ hydration ’’ processes, underwent only slight 
benzylation, but after hydration a monobenzyl, a tribenzyl, and a 
tetrabenzyl derivative were obtained according to the conditions. 
Benzylated cellulose, unlike cellulose itself, is insoluble in Schweizer’s 
reagent. W. G. 


Biochemical Synthesis of .«-Methyl-d-mannoside. UH. 
HérissEy (Compt. rend., 1921, 173, 1406—1407; cf. A., 1921, i, 
306).—By the action of «-methyl-d-mannosidase, present in the 
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rminated seeds of lucerne, on a solution of mannose in 10% 
methyl alcohol, the author has synthesised «-methyl-d-mannoside 
and obtained it in a crystalline form. W. G. 


The Formation of Osazones. Marc H. Van Larr and R. 
LoMBAERS (Bull. Soc. chim. Belg., 1921, 30, 296—301).—A study 
of the formation of the osazones of levulose and dextrose shows 
that the difference in the time of the reaction has its origin at the 
gcond stage and is due to the fact that the oxidation by the second 
molecule of phenylhydrazine is, in the first case, that of a primary 
alcohol, and, in the second, that of a secondary one. H. J. E. 


Pentosans. Emm Heuser (J. pr. Chem., 1921, [ii], 103, 
(9—102).—_{With Maria BrapeEn.}—Salkowski’s method for the 
preparation of xylan from wheat straw (A., 1902, i, 206) yields a 
product which gives at most 80% of the theoretical proportion of 
furfuraldehyde and contains appreciable amounts of ash. The 
author finds that application of a modification of Salkowski’s 
method to bleached straw cellulose [Strohzellstoff] (cf. Heuser and 
Haug, Z. angew. Chem., 1918, 31, 99) is capable of yielding a product 
containing 96°, of xylan, calculated on the dry ash-free material, 
and 0°35°%, of ash. 

[With E. Kitrscuner.}—By 43° hydrochloric acid solution 


‘@ (1:21) at the ordinary temperature, xylan cannot be hydrolysed 
i completely to xylose, since part of the latter is destroyed before 


the hydrolysis is finished. The results obtained when the course 
of the hydrolysis is followed by measuring the copper-reducing 


{| power and by estimation of the furfuraldehyde obtained by treat- 


ment with hydrochloric acid show that no sugar other than xylose 
is formed during the hydrolysis, but fail to indicate the nature of 
the 4% of non-xylan in the preparation. [Cf. J. Soc. Chem. Ind., 
1922, Feb.] _- os 


Chemistry of Starch. IV. The Methylation of Poly- 
amyloses. Hans Prinesuermm and Water Prrscu (Ber., 1921, 
4, [B], 3162—3168; cf. A., 1912, i, 832; 1913, i, 1156; 1915, i, 
382).—Tetra-amylose is not converted into a homogeneous product 
by sodium hydroxide and methyl sulphate. If, however, the 
material which is thus obtained, containing 28%, OMe, is treated 
with methyl iodide and silver oxide, it gives a crystalline substance 
which contains two methoxyl groups in each dextrose residue. 
Very protracted treatment does not bring about methylation of 
the third hydroxyl group. The most important observation, how- 
ever, is that the treatment does not cause depolymerisation, and 
that, in accordance with determinations of the molecular weight 
in freezing benzene or naphthalene, the product is to be regarded 
as octamethyltetra-amylose. It crystallises in colourless, hexagonal 
plates which do not decompose below 250° and has [«]}+141°5 
to +148-2° in ethyl alcoholic solution. The slight mutarotation 
is somewhat surprising, since the original tetra-amylose is not 
mutarotatory. 

Fermentation of starch by a degenerated specimen of Bacillus 
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macerans has led to the isolation of a tetra-amylose which gives a 
dark green, crystalline, additive compound with iodine, and, after 
being freed from the latter, a crystalline, additive product with 
carbon disulphide. Removal of the latter gives a tetra-amylose 
crystallising in needles and having a specific rotation higher by a 
few degrees than that quoted for previous specimens. The sub. 
stance is possibly a stereoisomeride, but its preparation is difficult 
and uncertain. H. W. 


Preparation and Alkyl Interchange of Cellulose Esters; 
Cellulose Stearate and Laurate. Ap. Grin and Franz 
WirttKa (Z. angew. Chem., 1921, 34, 645—648; cf. A., 1921, i, 
222).—The attempt to find a simple method for the preparation 
of cellulose esters of the higher fatty acids has led to observations 
on the interchange of alkyl groups between cellulose esters and 
alcohols, and between alkyl esters and cellulose. Cellulose esters 
of the higher fatty acids are formed by acylation of cellulose with 
an acid chloride and pyridine. Preliminary experiments with 
stearyl chloride led to impure monostearate, and mixtures of 
cellulose mono- and di-stearate; the pure distearate was only 
obtained by the use of a large excess of the acid chloride, 
the reaction mixture being diluted with benzene. Cellulose di- 
stearate forms white fibres, m. p. 220° (decomp.), is insoluble in 
the usual ‘cellulose solvents, even in an ammoniacal solution of 
copper oxide, but soluble in fatty acids and in glycerides on heating 
at about 200°. The fibres under the microscope are cylindrical 
and swollen to two or three times the original volume, and the 


lumen has partly disappeared. Cellulose dilaurate is a white, | 


spongy, short-fibred mass, m. p. about 250°. The solubility in 
glycerides is greater than that of the distearate, and, when dis- 
solved in tridsovalerin and diluted with alcohol, a faintly coloured 
powder is obtained, m. p. 110°. Cellulose distearate and dilaurate 
exhibit a characteristic behaviour with fat colouring matters, for 
with Sudan-III an intense scarlet-red coloration is produced which 
is not removed by treatment with 50% alcohol, whereas cellulose 
or cellulose steeped in fatty acids is only faintly coloured, and the 
colour is completely removed by 50% alcohol. These cellulose 
esters may be distinguished further from cellulose by their behaviour 
with iodine and sulphuric acid, for they are coloured wine-red 
and the fibre swells but little, and is not disintegrated by the acid. 
The interchange of alkyl groups between ethyl esters of fatty acids 
and cellulose does not proceed as readily as with glycerol. Alkyl 
interchange between the cellulose esters of the lower fatty acids 
and alcohols proceeds readily, however, but the esters of the higher 
fatty acids react with difficulty. Thus, cellulose triacetate and 
ethyl alcohol yield cellulose monoacetate, whereas under similar 
conditions but little stearic acid is removed from cellulose distearate. 
The stability of the cellulose esters increases with their molecular 
weight. When isoamy! alcohol reacts with cellulose triacetate, 
alkyl interchange occurs, but is accompanied by a far-reaching 
degradation of the cellulose molecule. F. M. R. 
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ives qf Plant Colloids. XII. Action of Formaldehyde on Cellu- 
, after iose- M. Samec and S. Frrsanéié (Koll. Chem. Beihefte, 1921, 
t with git 209—226; cf. A., 1921, i, 400, 707).—Purified sulphite 
lulose has been heated under pressure with formaldehyde or 
omic acid at 143° for various periods of time and the products 
lave been compared with the original cellulose. It is shown 
that formaldehyde reacts with cellulose and its derivatives when 
they have been converted into the emulsoid condition. The 
product does not give any iodine coloration, but after washing 
way the formaldehyde the colour can be obtained after the 
product has been emulsified by sulphuric acid. The sulpholysis 
if cellulose in the presence of formaldehyde takes place differently 
fom the action in its absence and leads to low molecular derivatives. 
The charring of cellulose derivatives by strong sulphuric acid is 
trongly retarded by formaldehyde, and in the same way the 
sterification of cellulose derivatives is also retarded. Formaldehyde 
tas a similar action on cellulose derivatives. The experimental 
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with @rsults are explained by the assumption that the formaldehyde 
§ of Muites to the cellulose with the breaking of oxygen rings and 
only the formation of oxymethylene groups, and that in the cellulose 


nolecule an internal anhydride formation follows with the hydroxyl 


ride, 
J. ¥.-G. 


, di. @goup of a neighbouring dextrose residue. 


le j 
m af Alkaline Copper Hydroxide Solutions and Copper Oxide— 
ting Ammine—Cellulose Solutions. WitHELm TrAvBE (Ber., 1921, 
ical Qt, [B], 3220—3232)—The term “alkaline copper hydroxide 
the g%lutions” is applied to the aqueous solutions produced from 
nite. gPlyhydroxy-compounds, copper oxide or hydroxide, and alkali 
y in @iydroxides. The quantity of copper hydroxide dissolved by 
dis. lutions of glycerol and potassium hydroxide in which the con- 
red @entration of the latter is maintained constant increases with 
rate increasing molecular ratio of alkali to glycerol within certain 
for | imits; it diminishes with increasing dilution of the alkali. Since 
ich @pper hydroxide is not soluble in glycerol or in alkali hydroxide 
lose BMlutions of the concentration used, it appears that the action 
the § depends on the initial formation of alkali glyceroxide and reaction 
ose gf the latter with copper hydroxide to give an alkali-copper 
our @#yceroxide. The behaviour of polyhydroxy-alcohols and of 
red Polyhydroxy-compounds in general is similar to that of glycerol. 
id. § Lhe place of the fixed alkalis can be taken by the ethylenediamine 
ids § tydroxide of copper (A., 1912, i, 9), since it is found that addition 
cyl of glycerol enables a solution of ethylenediamine saturated with . 
‘ds | pper hydroxide to dissolve considerably further amounts of 
rer. | the substance. A similar effect is produced by mannitol or 
nd § sucrose. The solubility of cellulose in a solution of the ethylene- 
ar § “amine hydroxide of copper is also to be attributed to the for- 
‘e, | mation of an alkoxide compound of the polyhydroxy-compounds 
ar § Produced by the degradation of cellulose, since it is found that a 
e, solution of ethylenediamine saturated with copper hydroxide has 
1g the power of dissolving more of the latter after being treated with 

cellulose. The ability to dissolve cellulose is, however, a specific 
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property of the copper solutions, since the ammine compounds 
of other metallic hydroxides, which in all probability are able to 
give rise to alkoxide derivatives, do not possess this power. The 
same conception of the solution of cellulose must be extended also 
to Schweizer’s solution. Since copper hydroxide is relative} 
but little soluble in aqueous ammonia, it is not possible to obtain 
concentrated solutions of cellulose directly. Such solutions can, 
however, be obtained by taking advantage of the fact that 
Schweizer’s solution saturated with cellulose has the power of 
dissolving further amounts of both cellulose and copper hydroxide. 
The explanation of the phenomenon is found in the existence in 
solution of an equilibrium, Cu(OH),+-4NH, == [Cu(NH3),](OH),; 
in proportion as the ammine is removed in combination with 
cellulose or the products of its degradation, the equilibrium js 
displaced towards the right-hand side of the equation and further 
quantities of copper hydroxide can be dissolved. The insolubility 
of cellulose in copper ammine solutions which have been treated 
with glycerol is due to the fact that the copper is now present as 
the glyceroxide. The precipitation of cellulose from its solution 
in Schweizer’s reagent by glycerol is likewise explained. 

Soluble starch behaves towards alkaline copper hydroxide 
solution in the same manner as the other polyhydroxy-compounds. 
Ordinary starch swells and becomes intensely blue when brought 
into contact with ethylenediamine solution saturated with copper 
hydroxide; the colour is not removed by repeated washing with 
water. The substance contains nitrogen, and, possibly, is a well- 
defined compound of alkoxide nature. H. 


Cellulose. VI. De-polymerisation of Ethyl-cellulose. 
Kurt Hess and Water WITTELSBACH (Ber., 1921, 54, [B], 
3232—3241).—In a previous communication (A., 1921, i, 710), 
the depolymerisation of ethyl-cellulose has been described and 
substances with a molecular weight in dilute solution of 800— 
900 have been isolated. Since, however, the molecular weight 
increased rapidly with increasing concentration owing to associa- 
tion, it remained doubtful whether still lower values would be 
observed in more dilute solution and the uncertainty was increased 
by the subsequent discovery (this vol., i, 12) of the ready con- 
version of cellulose by acetyl chloride into a compound of the 
composition and molecular weight of a biose-anhydride. It is 
now shown that the products of acetolysis of ethyl-cellulose, after 
action varying in its duration from two to one hundred and forty- 
four hours, have molecular weights in very dilute solution corre- 
sponding with those required for a tetraethylbiose anhydride. 
De-polymerisation of cellulose to “ celluxose ’’ occurs, therefore, 
with much greater readiness than has been assumed previously. 

H. W. 


Mercury Fulminate. Hans Ratuspura (Ber., 1921, 54, 
[B], 3185—3187)—The presence of unsaturated impurities in 
mercury fulminate can be detected by the behaviour of the 
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specimen towards potassium permanganate which is not affected 
by the pure compound. The amount of oxidising agent used by 
impure specimens depends on the medium in which they are 
suspended and, generally, is greatest in acid and least in aqueous 
suspension. On the other hand, the addition of halogen cannot 
be applied quantitatively, since pure mercury fulminate unites 
with halogen. Nevertheless, titration with iodine is a useful 
method of detecting the presence of more reactive mercury salts, 
which is judged by the presence of greater or less quantities of 
red mercuric iodide in the titrated mixture. The following process 
is more convenient than that advocated by Solonina for the estima- 
tion of oxalate in mercury fulminate. The specimen (about 3 
grams) is dissolved in ammonia (20%) and the bulk of the fulminate, 
in so far as it is not decomposed, is re-precipitated with acetic 
acid. Oxalic acid is precipitated in the clear filtrate (or an aliquot 
portion thereof) with approximately N-calcium chloride and the 
calcium oxalate is weighed as such or as calcium oxide. H. W. 


Preparation of Guanidine Nitrate. Tenney L. Davis 
(J. Amer. Chem. Soc., 1921, 43, 2234—2238).—Guanidine nitrate 
may be obtained in excellent yield by heating dicyanodiamide 
with slightly more than two molecular proportions of ammonium 
nitrate for two hours at 160°, using either the dry materials alone 
or with water in an autoclave. At lower temperatures, diguanide 
nitrate is the main product. The reaction consists in the formation 
of diguanide nitrate by the action of one molecule of ammonium 
nitrate, and this then reacts with the second molecule of ammonium 
nitrate at the higher temperature to give guanidine nitrate. 

The reaction is not therefore dependent on the depolymerisation 
of dicyanodiamide as suggested by Werner and Bell (T., 1920, 118, 
1133) in their account of a similar preparation of guanidine 
thiocyanate. W. G. 


The Synthesis of a Nitrogenous Principle of Plants, 
Hydrocyanic Acid, by the Oxidation of Ammonia and Carbo- 
hydrates, Glycerol, or Formaldehyde. R. Fossre (Compt. 
rend., 1921, 173, 1870—1372; cf. A., 1919, i, 152, 313, 459; 1920, 
i, 664, ii, 714, 779; 1921, i, 165, 321, 500, 652).—In the presence 
of a silver or a mercury salt, ammoniacal solutions of dextrose, 
sucrose, starch, dextrin, glycerol, or formaldehyde, on oxidation 
by potassium or calcium permanganate give cyanides as one of 
the products. 


Synthesis of Hydrocyanic Acid by Oxidation, in Ammo- 
niacal Silver Solution, of Alcohols, Phenols, and Amines. 
R. Fossr and A. HreunLe (Compt. rend., 1922, 174, 39—41).— 
It has been shown that, by the oxidation of a number of alcohols, 
phenols, and amines by potassium or calcium permanganate in 
ammoniacal solution in the presence of silver nitrate, hydrocyanic 
acid is always formed, but in variable amount. The highest yield 
of hydrocyanic acid was obtained from methylamine. W. G. 
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The Action of Aqueous Ammonia on Dicyanodiamide, 
Tenney L. Davis (J. Amer. Chem. Soc., 1921, 43, 2230—2233) — 
When dicyanodiamide is heated in a sealed tube at 150° with 
aqueous ammonia (d 0-9) it gives, first, guanylcearbamide and then 
guanidine carbonate. If the reaction is prolonged, the guanidine 
carbonate reacts with ammonia and carbon dioxide, giving in 
turn ammelide, ammeline, and, finally, melamine. W.G 


Organic Compounds of Arsenic. VII. Additive Com- 
pounds of Iodoform and Salts of Organic Bases of Tervalent 
Elements. WILHELM STEIN KoprF and Gustav ScuweEn (Ber., 1921, 
54, [B], 2969—2975; cf. this vol., i, 71, 72).—Attempts to convert 
tetramethylarsonium tri-iodide into the corresponding monoiodide by 
means of alcoholic potassium hydroxide solution have led to the isola- 
tion of an additive compound of molecular proportions of the latter 
and iodoform. Similar products can be obtained from quaternary 
ammonium, phosphonium, and stibinium iodides and, in certain 
cases, from the corresponding bromides. These compounds may 
also be produced from their components or from a mixture of the 
tertiary arsine, methyl iodide, and iodoform. They are pale 
yellow to yellow, crystalline substances which can be recrystallised 
without decomposition from organic solvents, but are decomposed 
by water with separation of iodoform. They are for the most 


part odourless. Their physiological action appears to be attribut- | 


able to iodoform poisoning. 


The following individual compounds are described. Tetra- | 
methylarsonium iodide iodoform, I[Me,As]...CHI;, m. p. 165° | 
(discoloration). Phenyltrimethylarsonium iodide iodoform, yellow | 


needles, m. p. 143—145°, prepared by the methods indicated above 


or from phenyltrimethylarsonium hydroxide and iodoform in | 


alcoholic solution. T'riphenylmethylarsonium bromide, colourless 
crystals, m. p. 195°. T'riphenylmethylarsonium bromide iodoform, 
pale brownish-yellow leaflets, m. p. 124°. Tetramethylammonium 
iodide iodoform, yellow needles, m. p. 237° after previous darkening 
when rapidly heated. , Tetraethylphosphonium iodide iodoform, 
m. p. 212—215° after previous darkening when rapidly heated. 
[Tetraethylphosphonium bromide crystallises in colourless needles, 
m. p. about 320° (decomp.).] Tetraethylphosphonium bromide 
todoform, brownish-yellow powder, m. p. about 200° after incipient 
decomposition at about 180°. Tetraethylstibiniwm iodide iodoform, 
yellow powder, m. p. (indefinite) 162° after previous softening. 

It was not found possible to isolate additive compounds from 
iodoform and _ phenyltrimethylarsonium bromide or _ chloride, 
tetraethylammonium' chloride, or  triphenylmethylarsonium 
chloride, respectively. 


Some Recent Applications of Magnesium in Synthetic 
Organic Chemistry. Harry Hepwortu (J. Soc. Chem. Ind., 
1922, 41, 7—11).—A résumé of some of the recent applications of 
the Grignard reagents. 
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Organo-derivatives of Thallium. III. Some Thallium- 
33).— Fiiakkyl Salts and the Preparation of Thalliumdiaryl Haloids. 
’ with BArcHIBALD Epwin Gopparp (T., 1922, 121, 36-40). 
a Mixed Organometallic Compounds of Aluminium. 
ng in §FAILLEBIN (Compt. rend., 1922, 174, 112—114).—Aluminium 
G,  fdssolves in an anhydrous mixture of ether and methylene iodide, 
the reaction being 
3CH,I,+4Al=3CH,-Al I+ Al I,, 

Com- Bint there is a secondary action in which ethylene is formed, 
alent 6CH,I,+4Al=30,H,+4Al Is. 

1921, Bit the methylene iodide is replaced by methylene bromide, the 


ation is more difficult to start and the secondary action is less 


deby Bnarked. These complex compounds are obtained as dense liquids, 
Isola. Byhich are readily decomposed by water, giving methane. A 
latter § imilar decomposition occurs with alcohol. The compounds are 
nary @isaturated and form additive compounds with iodine, which, 


Ttain 


when decomposed by water, no longer give methane but methyl 


may Piodide, 

f the CH,:AIBr+-I,=CH,I-AlBrl 

pale CH,I-AlBrI + H,O=CH,I-+ AIBrI-OH. 

lised . W. G. 


osed | 
most 


a Hydrocarbons of the Semibenzene Group. K. von AUWERS 
but- 


Gad K. ZreaLer (Annalen, 1921, 425, 217—280).—In continuation 
of previous work (Auwers and Miller, A., 1911, i, 621), a number 
of homologous semibenzene hydrocarbons have been prepared and 
examined with respect to their physical properties and their capacity 
fr passing into aromatic hydrocarbons by isomeric change. The 
principal physical distinction between the semibenzene hydro- 
arbons and their aromatic isomerides consists in the fact that 
the former group of compounds have lower densities, and therefore 
B\since the refractive indices of the two series are comparable) 
higher molecular refractions and dispersions than the latter. In 


etra- 
165° 
llow 
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in 
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ung general, the semibenzene compounds are more volatile than their 
rm, @ somerides. 

ied. The conversion of semibenzene hydrocarbons into benzene 
les, J derivatives takes place in the presence of acids with great ease in 


vide 
ent 
rm, 


the case of the simpler members. Higher in the series polymerisa- 
tion and other side reactions occur simultaneously. In general, 
the isomeric change involves the migration of one methyl group 
from the gem-dimethyl residue to an adjacent position in the 
nucleus; but if both the neighbouring positions are already 
occupied the mobile group may attach itself to some other nuclear 


um carbon atom: 
Me Me Me Me 
PN ete ae! ed nts 
ie eX Pos > Me; Mex, _ y, CH, >Mec Pe 


A new series of physical constants for carefully purified 1 : 1- 
dimethyl-4-methylene-A’’-cyclohexadiene is given: b. p. 38— 
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40°/15 mm., dj* 0-8360, d? 0-833, nj 1-50295, mz’ 1-51739, 

= § 53009, n% 1:5011. This hydrocarbon passes into ~-cumene 
with development of heat when a drop of hydrochloric acid js 
added to its solution in two vols. of acetic acid. 

1 : 1-Dimethyl-4-ethyl-A**-cyclohexadien-4-ol, large, transparent 
tablets, m. p. 46—47°, is prepared like the trimethyl compound 
(loc. cit.); on shaking with 10% sulphuric acid, it is converted 
into 1: 1-dimethyl-4-ethylidene-A**-cyclohexadiene, b. p. 71— 
74°/16 mm., 81-5—84°/25 mm., d}>™ 0-8614, d? 0-857, n°” 1-51072, 
mp 151572, ng” 1-53015, ny? 1-54300, n> 1-5135 (another 
preparation gave slightly ‘different constants, e.g. dj 0-855, 
ni, 1-5124). This hydrocarbon is fairly stable at 160°; on oxida. 
tion by permanganate, it is converted into dimethylmalonic acid 
and acetic acid. When its solution in acetic acid is saturated with 
hydrogen chloride, it is converted in the course of one hour into 
1 : 2-dimethyl-4-ethylbenzene (b. p. 186—187°, d}°? 0-8777, d? 0-874, 
ne” 150103, np 150489, nz 1-51606, ny 1-52531, np 1-5027), 
which was prepared for comparison from 4-o0-xylyl methyl ketone 
by reduction with amalgamated zine and ‘hydrochloric acid. 
1 : 1-Dimethyl-4-n-propyl-A**-cyclohexadien-4-ol and 1 : 1-dimethyl-4- 
n-propylidene-A**-cyclohexadiene could not be fully purified (b. p. 
95—105°/10 mm. and 83—85°, respectively). The crude alcohol 


was converted into ] : 2-dimethyl-4-n-propylbenzene by the addition ] 
of a drop of concentrated hydrochloric acid to a solution in acetic acid, | 


and the hydrocarbon identified by comparing its physical properties 


(b. p. 201—203°, d??* 0-8718, d? 0-866, ni?" 1-49504, njiv* 1-49881, | 


ng 1-50920, nY" 1-51784, nj} 1-4955) with those of a specimen pre- 
pared by reducing 4-0-xylyl ethyl ketone. This ketone, b. p. 258— 
262°, was obtained by the action of propiony]l chloride and aluminium 
chloride on o-xylene, and was characterised by means of its semi- 
carbazone, m. p. 192—193°. 

1:1:3:4-Tetrameth, yl-A*'*-cyclohexadien-4-ol, needles, m. p. 
50-5—51-5°, was obtained like its lower homologues, but could 
not be converted into the corresponding semibenzene owing to 
the ease with which this substance passed into its aromatic iso- 
meride, durene. From _ 1:1 : 3-trimethyl-4-ethyl-A*‘’-cycloheza- 
dien-4-ol (m. p. 47—48°), however, 1:1 : 3-trimethyl-4-ethyl- 
A***-cyclohexadiene (b. p. 85—86°, di?” 0-8844, d? 0-879, n}?” 1-51470, 
ny’ 151931, ng’ 1-53230, nv 1-54371, np 1-5160) was obtained 
by the usual means. It was converted by hydrochloric acid in 
the presence of acetic acid into 4-ethyl-y-cumene. 

The following physical constants are recorded for 1:1:2:4- 
tetramethyl-A**-cyclohexadien-4-ol: b. p. 90—95°, m. p. below 
20°, di?” 0°9333, d? 0°925, ni?" 1-48376, np 1-48685, ny" 1-49502, n.” 
1:50176, np 1°4824. On treatment with acids it yields 1:1: 2. 
trimethyl- 4-methylene-A®**-cyclohexadiene (b. p. 60—65°/15 mm., di" 
0°8735, d? 0°866, ni?” 1°51331, np” 151813, n3” 153213, n)" 1 54435, 
n% 1°5139), which readily passes into a polymeride. The isomeric 
aromatic hydrocarbon isodurene is best obtained, therefore, from 
the alcohol. 
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1:1:3:4: 6-Pentamethyl-A**-cyclohexadien-4-ol, b. p. 85— 
§5°/12 mm., on dehydration gives 1] : 1 : 3 : 6-tetramethyl-4-methylene- 
*.cyclohexadiene, b. p. 77°/12 mm., di? 0°8809, di? 0°877, 
i 151235, np? 151687, ng? 153006, ny’ 154172, nj 1°5147, 
sparent#yhich isomerises, yielding pentamethylbenzene. 1:1: 3: 6-Tetra- 
nethyl-4-ethyl-A?‘*-cyclohexadien-4-ol could not be purified by 
distillation owing to the ease with which it passes into 1:1:3:6- 
wtramethyl-4-ethylidene-A*'*-cyclohexadiene. This hydrocarbon has 
the following constants: b. p. 100—103°/18 mm., d/* 0°8837, 
® 0°880, nP* 151028, nj* 151452, nz 1°52702, n* 1:53796, 
i? 15125. 

The main product of the action of sodium hydroxide and chloro- 
frm on hemimellithenol is 1 : 2 : 6-trimethyl-1-dichloromethyl-A***- 
welohexadien-4-one, m. p. 107°5—108°5°, which gives a semi- 
r into Burbazone, m. p. 218°, and a p-nitrophenylhydrazone, m. p. 190— 
0-874, 891°. 6-Hydroxy-2 : 3: 4-trimethylbenzaldehyde is a by-product in 
5027), Bthe reaction. It melts at 77—78° and yields a semicarbazone, 
etone M vhich turns yellow at 130° but does not melt at 280°. Magnesium 
acid. and methyl iodide convert the chloro-ketone into 1 : 2 : 4 : 6-tetra- 
hyl-4. @ nethyl-1-dichloromethyl-A***-cyclohexadien-4-ol, which, however, 
(b. p. is partly decomposed during the isolation, giving 1 : 2 : 3-trimethyl- 
cohol @-di-w-chloroethylbenzene, for which the following constants are 
lition @ recorded : b. p. 155—159°/19 mm., d}'* 1°1424, d? 1°144, », 1°53900, 
acid, 91, 154310, ng 1°55494, ni? 15439. On reducing the above chloro- 
erties Balcohol, two substances are obtained, the normal product, 
988], $1:1:2: 4: 6-pentamethyl-A*'*-cyclohexadien-4-ol, having partly 
pre- undergone dehydration with the formation of 1:1: 2: 6-tetra- 
58— i nethyl-4-methylene-A'*-cyclohexadiene, which, when pure, has 
nium the foliowing constants: b. p. 89—90°/15 mm., d?* 0°8765, 
emi- & 4 0879, n2? 150884, np? 151350, ne’ 152660, n° 153830, 

i} 15149. When warmed with acetic acid and sulphuric acid, 

p. this hydrocarbon undergoes isomeric change with the formation of 

ould § pentamethyl benzene. C. K. I. 
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iso. § Constitution of Benzene. Ronatp Fraser (T., 1922, 121, 
ova. 4 188—196). 


70 The Action of Sulphuryl Chloride on Organic Substances. 
ned {Simple Monosubstituted Benzenes. Tuomas HaRoLp 
DuRRANS (T., 1922, 121, 4449). 


The Existence and Reactions of Positive Halogen attached 
:4- Ito Carbon in Aromatic Compounds. Brn H. Nicoxer (J. 
low Amer. Chem. Soc., 1921, 43, 2081—2084).—3-Iodo-p-toluidine, 
mn, | 4+iodoaniline, aceto-3-bromo-p-toluidide, and 3-iodo-4-hydroxy- 
:2- J benzoic acid when boiled with 10% hydrochloric acid are hydro- 
i" § lysed with a readiness decreasing in the order named, in such a 
35, | way that in part they replace their halogen by hydrogen and in 
ric | part give di- or tri-halogenated derivatives. This is considered 
to be the best evidence yet offered for the existence of positive 
halogen attached to carbon in the benzene nucleus. It will be 
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noticed that, in all cases, the halogen is in a position ortho or para 
to a strongly negative group. In similar compounds, iodine is 
more positive than bromine, and more positive in ortho- than jp 
para-compounds. Alkali is much less effective than acid in 
removing such positive halogens. In the presence of stannous 
chloride and acid, the halogen is abnormally readily removed, but 
resubstitution is prevented. 


The Action of Pyrosulphuryl Chloride on Toluene. Wi HEL 
STEINKOPF and Kurt BucnHem (Ber., 1921, 54, 2963—2968)— 
Pyrosulphuryl chloride reacts with toluene at 60° with evolution 
of hydrogen chloride and sulphur dioxide. The reaction product 
is a mixture from which the following substances have been 
isolated : Toluene-p-sulphonic acid, toluene-p-sulphonyl chloride, 
a mixture of dichlorotoluenes, and 4-chloro-3 : 4'-ditolylsulphone, 
fine needles, m. p. 136°, which is also formed by the interaction 
of o-chlorotoluene and toluene-p-sulphonyl chloride dissolved in 
light petroleum in presence of aluminium chloride at 55°. 

A vigorous reaction ensues when toluene is added to a mixture 
of pyrosulphuryl chloride and aluminium chloride at —5° to 0°, 
with formation of toluene-p-sulphonic acid, a- and p-chlorotoluene, 
pp-ditolylsulphone, and a substance, needles, m. p. 215—217°, 
containing chlorine but no sulphur. F. M. R. 


Hydrogenated Naphthalenes and their Transformations. I. 
G. ScHROETER (Annalen, 1922, 426, 1—17).—_{ With G. Vossrn.]|— 
The condensation between chloral and methyl malonate leads to 
the formation of methyl 0:3: 3-dicyclo-A!-octene-3 : 7-dione- 
2:4: 6: 8-tetracarboxylate (1), which can be converted by hydro- 
lysis and reduction into 0 : 3 : 3-dicyclooctane-3 : 7-dione, 0:3: 3- 
dicyclo-octane-3 : 7-diol, and, finally, 0:3: 3-dicyclooctane (Il) 
(b. p. 138°, d? 0°8817, ni 1°46632) : 


©(CO,Me)=C—CH(CO,Me) CH,-CH-CH,, 
co< 2 2 CcO>CO< nz >co> 
CH(CO,Me)-CH-CH(CO,Me)~ CH,-CH-CH, 

(I.) 


CH,-CH-CH CH,-CH-CH, 
HO-CH<CHe 2>CH-OH —> cH, <CHe >CH, (IL) 
<cH,-bH-cH,” ?CH,-CH-CH,  ” 


Closely related to this hydrocarbon (II) are the hydrogenated 
naphthalenes, certain of which, moreover, are more easily and 
cheaply prepared. 

[With F. Srant, H. Harun, and C. Pricex.}—Full working 
details are given of the preparation of tetrahydronaphthalene by 
reducing naphthalene by means of hydrogen at 180—200° and 
5—15 atmospheres in the presence of nickel. The hydrocarbon, 
purified by regeneration from its sulphonic acid, has b. p. 100— 
101°/25 mm., 206°5° (corr.)/755 mm., d? 0°971, nj eee: - + 
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Hydrogenated Naphthalenes and their Transformations. 
Il. Nitro- and Amino-derivatives of Tetrahydronaphthalene. 
G. SCHROETER [with E. KInDERMANN, C. DizTRIcH, C. BryYscHLaG, 
(i. FLEISCHHAUER, EK. RIEBENSAHM, and C. OESTERLIN] (Annalen, 
1922, 426, 17—83).—This paper describes the nitration of tetra- 
hydronaphthalene, the reduction of various mono-, di-, and tri- 
nitro-derivatives, and the nitration of the acetyl derivatives of 
the amines so obtained. The orientations of a considerable number 
of isomeric nitro-compounds, amines, and nitroamines are definitely 
established. 

The mononitration of tetrahydronaphthalene, using a mixture 
of nitric and sulphuric acids, leads to the formation of both 1- and 
2-nitro-ar-tetrahydronaphthalene which may be separated by frac- 
tional distillation and “freezing out ’’ the fractions or by taking 
advantage of the fact that the 2-nitro-compound is more easily 
reduced than its isomeride to an amino-derivative. 1-Nitro-ar- 
tetrahydronaphthalene has m. p. 34°, b. p. 157°/13 mm., dj} 1°1757 
and the 2-compound, m. p. 31°4°, b. p. 169°/13 mm., dj) 1°1762. 
On dinitration, tetrahydronaphthalene yields a mixture of 1 : 2- 
dinitro-ar-tetrahydronaphthalene (m. p. 102—103°) and 1 : 3-dinitro- 
ar-tetrahydronaphthalene (m. p. 95°) which may be separated by 
crystallisation from concentrated sulphuric acid, in which the 
former is less soluble. The orientation of the 1 : 2-compound 
rests on its reduction to ar-tetrahydro-1 : 2-naphthylenediamine 
and 1-nitro-ar-tetrahydro-8-naphthylamine (see below), and that of 
the 1:3-isomeride on its oxidation to 3: 5-dinitrophthalic acid 
and its reduction to the 1:3-diamine and the 1-nitro-3-amino- 
compound (see below). Another oxidative fission which the 
1:3-dinitro-compound undergoes with nitric acid leads to the form- 
ation of 8-o-carboxytrinitrophenylpropionic acid, which decomposes 
violently on heating and is characterised by analysis of its potassium 
hydrogen salt. 1 : 3-Dinitro-ar-tetrahydronaphthalene cannot be 
further nitrated, but the 1: 2-isomeride may be converted into 
1:2: 4-trinitro-ar-tetrahydronaphthalene, m. p. 94°5—95°, the struc- 
ture of which is established by its conversion into the triamino- 
derivative (see below). The other possible isomeride, namely, 
1:2 : 3-trinitro-ar-tetrahydronaphthalene is not produced by direct 
nitration. 

1 : 1-Hydrazo-ar-tetrahydronaphthalene, which is obtained by 
reducing 1-nitro-ar-tetrahydronaphthalene by means of zinc dust 
and alkali, forms colourless, slender needles, m. p. 181—183°, and 
on oxidation by permanganate is converted quantitatively into 
1: 1-azo-ar-tetrahydronaphthalene. The latter, which crystallises in 
glistening, red needles, m. p. 190—191°, may also be obtained 
along with 1 : 1-azoxy-ar-tetrahydronaphthalene, yellow needles, m. p. 
184°, by reduction of the nitro-compound with zinc and alkali 
hydroxide under less energetic conditions. The benzidine conver- 
sion applied to hydrazotetrahydronaphthalene gives rise to 4: 4’- 
diamino-1 : 1'-di-ar-tetrahydronaphthyl, m. p. 153—154°, the hydro- 
chloride, hydrobromide, sulphate, and phosphate of which are described. 
The corresponding diazonium salt gives substantive dyes on coupling 
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with naphthionic acid, Neville and Winthers’s «-naphtholsulphonic 
acid, crocein acid, H-acid, salicylic acid, chromotropic acid, 
“* 8-aminonaphtholsulphonic acid” and G-acid, 4 : 4’-dihydrazino. 
1 : 1’-di-ar-tetrahydronaphthyl, on reduction by means of stannous 
chloride, and 4 : 4’-diethoxy-1 : 1'-di-ar-tetrahydronaphthyl, colourless 
needles, m. p. 173°, on decomposing with ethyl alcohol. . A basic 
by-product, consisting of colourless needles, m. p. 216°, and giving 
a hydrochloride which is easily soluble in water, is obtained in 
the preparation of 4: 4’-diamino-1 : 1’-di-ar-tetrahydronaphthyl. 
Apparently it is 1 : 1’-diamino-2 : 2'-di-ar-tetrahydronaphthyl, because 
when heated its hydrochloride yields ammonium chloride and a 
carbazole-like base which may be separated in the form of its 
picrate. 

ar-Tetrahydro-«-naphthylamine and ar-tetrahydro-$-naphthyl- 
amine are obtained from the corresponding nitro-compounds by 
catalytic reduction, and may also be obtained by reducing the 
crude mononitration product of tetrahydronaphthalene and separ- 
ating the isomeric bases by taking advantage of the differences of 
solubility of their hydrochlorides in water, their methanedisul- 
phonates in 96° alcohol, and the difference in the ease with which 
the bases are acetylated. ar-Tetrahydro-«-naphthylamine, b. p. 
146°/12 mm., gives a hydrochloride which is more easily soluble 
than that of the §-derivative, and a methanedisulphonate which 
forms colourless leaflets soluble in 20 parts of hot water, 60 parts 
of cold water, and about six times as soluble in alcohol as the 
8-compound. With phthalic anhydride, the base gives a phthalamic 
acid, CyH,,-NH-CO-C,H,-CO,H, colourless needles, m. p. 182— 
184° (decomp.), which on heating passes into the phthalimide 
(needles, m. p. 148—150°) by loss of water. ar-Tetrahydro-c- 
naphthylamine is more easily acetylated than the $-compound, 
and its acetyl derivative (m. p. 156°) on methylation by the action 
of methyl sulphate on its sodio-derivative gives the acetyl derivative 
of ar-tetrahydro-«-naphthylmethylamine, which has m. p. 70—72° 
and b. p. 182—185°/11 mm. The hydrochloride and sulphate of 
ar-tetrahydro-$-naphthylamine (b. p. 147—148°/13 mm., m. p. 
38°5—39°5°) are sparingly soluble in cold water and the methane- 
dithionate is rather sparingly soluble in alcohol. The phthalamic acid 
forms glistening needles, m. p. 156°5—158°5°, and the phthalimide, 
needles, m. p. 169—171°. The acetyl derivative (m. p. 102—104°) 
on methylation yields the acetyl derivative of ar-tetrahydro-f- 
naphthylmethylamine, needles, m. p. 67—69°. 

The preparation of aceto-4-nitro-ar-tetrahydro-«-naphthalide 
by nitration of aceto-ar-tetrahydro-«-naphthalide has been described 
by Green and Rowe (T., 1918, 113, 958), but it is now shown that 
aceto-2-nitro-ar-tetrahydro-«-naphthalide (colourless needles, m. Pp. 
184—185°) and aceto-3-nitro-ar-tetrahydro-«-naphthalide (colourless 
needles, m. p. 193°) are formed as by-products. 2-Nitro-ar-tetra- 
hydro-«-naphthylamine, which is obtained by hydrolysis of its 
acetyl derivative, forms orange needles, m. p. 87—88°. Its con- 
stitution rests on its relationship to ar-tetrahydro-1 : 2-naphthylene- 
diamine (see later). 3-Nitro-ar-tetrahydro-«-naphthylamine, prepared 
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by hydrolysis of its acetyl compound, forms yellow leaflets, m. p. 
78°. It is identical with the product obtained by regulated reduc- 
tion of 1 : 3-dinitro-ar-tetrahydronaphthalene. 

The course pursued by the nitration of aceto-ar-tetrahydro-8- 
naphthalide varies with the conditions. If glacial acetic acid is 
the solvent, aceto-3-nitro-ar-tetrahydro-B-naphthalide, long, yellow 
needles, m. p. 134—135°5°, is the main product, whilst aceto-1- 
nitro-ar-tetrahydro-8-naphthalide, colourless needles, m. p. 128—129°, 
is produced only in small amount. On the other hand, if the 
nitration is carried out in the presence of concentrated sulphuric 
acid, the main product is aceto-4-nitro-ar-tetrahydro-8-naphthalide, 
which forms long, colourless needles, m. p. 194°, whilst the 3-nitro- 
compound is a by-product. 3-Nitro-ar-tetrahydro-8-naphthylamine, 
thyl- § the constitution of which follows from its reduction to the diamine 
3 by (ee below), forms long, red needles, m. p. 125—127°. 1-Nitro- 

the at-tetrahydro-8-naphthylamine, red needles, m. p. 96°, is obtained, 
Par- F not only by hydrolysis of its acetyl derivative, but also by 
8 of partial reduction of 1 : 2-dinitro-ar-tetrahydronaphthalene. The 
isul- structure assigned is based on its reduction to the diamine which 
hich  isknown. 4-Nitro-ar-tetrahydro-B-naphthylamine, m. p. 55°, obtained 
. PE by hydrolysis of its acetyl compound, is identical with the 
uble Ff substance produced by partial reduction of 1 : 3-dinitro-ar-tetra- 
hydronaphthalene. 1-Nitro-ar-tetrahydronaphthalene is obtained 


arts 7 when the amino-group is eliminated by diazotisation and subsequent 
the J reduction. 
ad Aceto-1 : 3-dinitro-ar-tetrahydro-8-naphthalide, colourless needles, 


2— Fn. p. 189—191°, is produced by further nitration of aceto-1-nitro- 
mide ar-tetrahydro-$-naphthalide and  aceto-3-nitro-ar-tetrahydro-f- 
ok naphthalide and as a by-product in the dinitration of aceto-ar- 
“ ’ I tetrahydro-6-naphthalide. When it is prepared from the 3-nitro- 
102 # compound an isomeride, C,,H,,0;N;, of unknown constitution and 
eo having no definite melting point (decomp. at about 215°) is also 
‘ f formed. 1 : 3-Dinitro-ar-tetrahydro-8-naphthylamine, which forms 
7 O" | yellow needles, m. p. 166—168°, is obtained by hydrolysing the 
P» fF acetyl compound. On reduction, it yields 1 : 2 : 3-triamino-ar- 
| tetrahydronaphthalene (below). 
dk Aceto-3 : 4-dinitro-ar-tetrahydro-8-naphthalide, needles, m. p. 175— 
‘ re 177°, is the main dinitration product of aceto-ar-tetrahydro-8- 
) naphthalide, and is also obtained by nitration of aceto-4-nitro- 
0-B- ar-tetrahydro-8-naphthalide. On hydrolysis, it yields 3: 4-di- 
nitro-ar-tetrahydro-8-naphthylamine, which melts at 157° and on 


a reduction is converted into 1: 2: 3-triamino-ar-tetrahydro- 
s ' naphthalene. 
. ar-T'etrahydro-2 : 3-naphthylenediamine (for formation, see above) 


a has m. p. 135—136° and b. p. 165°/13 mm. Its hydrochloride 
“ee crystallises in glistening leaflets. With acetic acid it forms 2- 

methyl-88-ar-tetrahydronaphthiminazole (m. p. 251—252°) and with 
phenanthraquinone 2 : 3-ar-tetrahydronaphthylenphenanthrazine, 


ne- Ie ea ts ae (m. p. 214—216°).  Acetyl-ar-tetrahydro-1 : 2- 
N:6-6,H 


naphthylenediamine, m. p. 149—151°, on acetylation yields the 


[Sea 


i. 126 ABSTRACTS OF CHEMICAL PAPERS. 


diacetyl derivative, and on hydrolysis gives the free diamine, which 
forms a phenanthrazine, m. p. 222°9—230°. 

ar-T'etrahydro-1 : 3-naphthylenediamine, prepared by reduction of 
the dinitro-compound, forms pearly leaflets, m. p. 84—85°, b. p. 
199—202°/10 mm. Its l-acetyl derivative, obtained from 3-nitro. 
aceto-ar-tetrahydro-«-naphthalide, has m. p. 173°, and its 3-acetyl 
derivative, prepared from aceto-4-nitro-ar-tetrahydro-8-naphthalide, 
has m. p. 110—111°. The diacetyl derivative, obtained by acetyla- 
tion of any of the above three substances, forms small, fila- 
mental needles, m. p. 245—246°. The monoacetyl derivative of 
ar-tetrahydro-1 : 4-naphthylenediamine is prepared by reducing 
aceto-4-nitro-ar-tetrahydro-«-naphthalide, and has m. p. 154— 
156°. 

1 : 2: 3-T'riamino-ar-tetrahydronaphthalene, which is produced by 
reduction of 3 : 4-dinitro- or 1 : 3-dinitro-ar-tetrahydro-$-naphthyl- 
amine, is unstable in air, but yields a crystalline hydrochloride, 
and a triacetyl derivative which forms microscopic, white 
needles, m. p. 285°. 1:2: 4-T'riamino-ar-tetrahydronaphthalene is 
obtained by reducing the 1 : 2: 4-trinitro-compound or the 2:4. 
dinitro-l-amino-derivative (see above). This base is also unstable, 
but its triacetyl derivative forms small needles, m. p. 315°. 

C.K. 1. 


Hydrogenated Naphthalenes and their Transformations. 
III. Tetrahydronaphthalenesulphonic Acids, Tetrahydro- 
naphthols, and their Derivatives. G.ScHROETER [with SvaAnoz, 
H. Ernpeck, H. GeELuer, and E. RIEBENSAHM] (Annalen, 1922, 426, 
83—160).—Both ar-tetrahydronaphthalene-1-sulphonic acid, which 
has been prepared already by an indirect process by Morgan, 
Micklethwait, and Winfield (T., 1904, 85, 736), and ar-tetrahydro- 
naphthalene-2-sulphonic acid (hitherto unknown) are obtained as 
their chlorides when chlorosulphonic acid is allowed to react with 
tetrahydronaphthalene. On the other hand, concentrated sulphuric 
acid gives chiefly the 2-sulphonic acid,-4—7% of the 1-sulphonic 
acid being produced simultaneously. Both sulphonic acids on 
fusion with alkalis yield the corresponding tetrahydronaphthols, 
and the sulphonyl chlorides on reduction give the tetrahydro- 
naphthylthiols. The sulphonation of tetrahydronaphthalene, 
therefore, opens the way to the preparation of a large number of 
new aromatic compounds. 

ar-T'etrahydronaphthalene-2-sulphonic acid separates with 2H,0 
(m. p. 75°), its sodium salt with 1H,O, and its lead salt with 1H,0, 
which .is given off at 130°. The barium and ammonium salts 
crystallise in the anhydrous condition in glistening leaflets. The 
acid chloride, m. p. 58°, b. p. 197—200°/18 mm., is obtained when 
phosphorus pentachloride acts on the acid, and on treatment with 
10% ammonia passes into the amide, m. p. 1835—137°. The anilide, 
prepared in similar manner, has m. p. 155—156°. 

The mixtures obtained when chlorosulphonic acid is used for 
the sulphonation may be separated by crystallisation of the acids 
from chloroform, the 1-sulphonic acid separating first, or by pre- 
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tipitating the lead salt of ar-tetrahydronaphthalene-1-sulphonic 
sid by adding aqueous lead acetate to a concentrated solution of 
the acids, or by dissolving the sulphonamides in warm N-sodium 
hydroxide, from which the sodium salt of the 2-sulphonamide 
separates on cooling. The mixture of acid chlorides may also be 
reduced by means of zinc and hydrochloric acid to the ar-tetra- 
lydronaphthylthiols, the sodium salts of which on condensation 
vith sodium chloroacetate give the sodium salts of the ar-tetrahydro- 
naphthylthiolacetic acids. The ammonium salt of the 2-compound 
is sparingly soluble and is precipitated if ammonium chloride is 
added. ar-Z'etrahydronaphthyl-2-thiolacetic acid forms colourless 
needles, m. p. 78—80°; it may be prepared from pure ar-tetra- 
hydronaphthalene-2-sulphonyl chloride. ar-T'etrahydronaphthalene- 
|-hiolacetic acid crystallises as glistening plates, m. p. 133—135°. 
o-Tetrahydronaphthyl-2-thiolacetic acid forms a green solution in 
fuming sulphuric acid; on diluting, boiling, and making alkaline 
with sodium hydroxide, the sodium salt of bis-ar-tetrahydrothio- 
naphthendisulphonic acid, 


SO,Na-CgHy<5 9 >C:0< 55 >CigHy'SO5Na, 


is precipitated. 

When «-naphthol is reduced by means of two molecules of 
hydrogen at 200° in the presence of nickel, the product consists of 
about 10% of «a-ketotetrahydronaphthalene, 25—30% of ar-tetra- 
hydro-«-naphthol and a large quantity of tetrahydronaphthalene. 
At low temperatures, the ketone is the main product, and it seems 
probable that it forms an intermediate stage in the production of 
the hydrocarbon. On reduction by means of sodium and alcohol 
in moist ether, the ketone yields ac-tetrahydro-«-naphthol. ac- 
Tetrahydro-6-naphthol is the chief product of reduction (by the 
catalytic method) of 8-naphthol. 

ar-Tetrahydronaphthalene-2-sulphonic acid is therefore a valuable 
starting point in the preparation of ar-tetrahydro-8-naphthol and 
is derivatives. ar-Tetrahydro-$-naphthol forms a methyl ether, 
b, p. 129—131°/11 mm., prepared by the use of methyl sulphate, 
an acetate, b. p. 158°/14 mm., obtained using acetic anhydride, 
and a crystalline benzoate, prisms, m. p. 96°, b. p. 220—222°/10 mm., 
which is prepared by digesting the phenol with benzoyl chloride 
and pyridine. On sulphonation, ar-tetrahydro-8-naphthol-3-sulphonic 
wid is produced. It forms needles (2H,O), m. p. 92°, yields a 
sparingly soluble sodiwm salt, and a barium salt (C.)>H,.S,0,Ba), 
gives strongly coloured azo-dyes with the diazonium salts of p-nitro- 
aniline, sulphanilic acid, and naphthionic acid, and when heated with 
hydrochloric acid generates ar-tetrahydro-@-naphthol. 2-Methoxry- 
at-tetrahydronaphthalene-3-sulphonic acid, m. p. 107°, is obtained 
by sulphonating the above-mentioned methyl ether. 1-Bromo-ar- 
letrahydro-B-naphthol, m. p. 74°, may be prepared either by direct 
bromination of ar-tetrahydro-$-naphthol in carbon tetrachloride, 
a by desulphonation (using hydrochloric acid) of 1-bromo-ar- 
trahydro-B-naphthol-3-sulphonic acid (sodium salt, crystallises with 
3H,0) which is produced by sulphonation of 1-bromo-ar-tetrahydro- 
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8-naphthol, or, alternatively, by bromination of ar-tetrahydro.s. 
naphthol-3-sulphonic acid. On dibromination, ar-tetrahydro.s. 
naphthol yields 1 : 3-dibromo-ar-tetrahydro-8-naphthol, m. p. 37° 
b. p. 198—201°/15 mm., which may also be prepared by the action 
of bromine on ar-tetrahydro-8-naphthol-3-sulphonic acid or on 
1-bromo-ar-tetrahydro-8-naphthol-3-sulphonic acid, and is char. 
acterised by a well-crystallising acetate, m. p. 87°. 1-Bromo.3. 
nitro-ar-tetrahydro-8-naphthol, long, yellow needles, m. p. 129°, is 
obtained by treating 1-bromo-ar-tetrahydro-8-naphthol-3-sulphonie 
acid with nitric acid, the sulphonic acid group being replaced. 
The sodium salt forms red leaflets, and the methyl ether, obtained 
with the aid of methyl sulphate, yellow needles, m. p. 64°. _1-Chiloro. 
3-nitro-ar-tetrahydro-8-naphthol, which forms yellow needles, m. p. 
96°, is obtained by chlorinating ar-tetrahydro-8-naphthol-3-sulphonic 
acid and treating the crude product with nitric acid. On reduction 
by stannous chloride, 1-bromo-3-nitro-ar-tetrahydro-8-naphthol 
yields a mixture of 1-bromo-3-amino-ar-tetrahydro-B-naphthol, which 
melts at 127° and yields a hydrochloride, sulphate, and nitrate 
sparingly soluble in cold water, and 3-amino-ar-tetrahydro-8-naphthol, 
which crystallises in leaflets, m. p. 202°, and gives a hydrochloride 
and a nitrate easily soluble and a sulphate sparingly soluble in 
cold water. 1-Bromo-3-amino-2-methoxy-ar-tetrahydronaphthalene, 
the sulphate of which crystallises with 4H,O, is obtained by reduc-§? 
tion of the corresponding nitro-compound. 3-Amino-ar-tetra- 
hydro-8-naphthol may also be prepared by hydrolysing its carbony 


derivative, CypHip<G.>CO (below), m. p. 196°. The piperony 


compound, CoH p<, >CH-C,H,:0,0H,, m. p. 160°, is obtained 


from the amino-phenol and piperonal, and on methylation with 
methyl] sulphate and alkalis yields 3-piperonylideneamino-2-methory- 
ar-tetrahydronaphthalene, OMe*C, 9H 49*N:CH’C,H,:0,CHg, m. p. 120°, 
which when hydrolysed gives 3-amino-2-methoxy-ar-tetrahydro- 
naphthalene, m. p. 86°. 1-Amino-ar-tetrahydro-8-naphthol is 
obtained by coupling ar-tetrahydro-8-naphthol with sulphanilic 
acid diazide or with benzenediazonium chloride and reducing the 
azo-compound. 1-Benzeneazo-ar-tetrahydro-B-naphthol, m. p. 84°, 
gives a monobromo-substitution product, m. p. 204°; 1-amino-ar- 
tetrahydro-B-naphthol forms colourless leaflets, m. p. 148°, and 
yields a crystalline hydrochloride and sulphate. An isomeric benzene- 
azo-ar-tetrahydro-B-naphthol, m. p. 110°, is occasionally also formed; 
on reduction, it yields ?-amino-ar-tetrahydro-Q-naphthol, m. p. 173’, 
the sulphate of which separates from 2N-sulphuric acid. The 
carbonyl derivative, produced by heating with carbamide, forms 
small, red needles, m. p. 188°; it lowers the melting point, 189 

190°, of the carbonyl derivative of 1-amino-ar-tetrahydro-8-naphthol 
which is prepared in a similar manner. 1-Amino-2-methoxy-at- 
tetrahydronaphthalene is produced by reducing 2-methoxy-«-naph- 
thylamine (m. p. 54°, although 84° is the m. p. recorded in the 
literature) by means of sodium and amyl alcohol. It has m. p. 64°, 
b. p. 195—200°/20 mm., and on hydrolysis by means of hydro: 
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-8.Mchloric acid at 180—190° yields 1-amino-ar-tetrahydro-$-naphthol. 


. 8 )-Nitro-ar-tetrahydronaphthalene-3-sulphonic acid, which may be 
prepared by directly sulphonating 1-nitro-ar-tetrahydronaphthalene, 
and is characterised by a crystalline amide, m. p. 189°, gives ar- 
trahydro-«-naphthylamine-3-sulphonic acid on reduction by means 
-Bof stannous chloride or by iron and hydrochloric acid, but the 
-§ amino-acid is not converted into 4-amino-ar-tetrahydro-$-naphthol 
m fusion with alkalis. The main product is ar-tetrahydro-«- 
naphthylamine, which is also obtained when the amino-sulphonic 
Acid is condensed with p-toluenesulphonyl chloride before fusing 
with alkalis. However, 4-acetylamino-ar-tetrahydro-8-naphthol, red 
-Bneedles, m. p. 222°, is readily produced by the diazo-reaction 


. p.Mapplied to 4-acetylamino-ar-tetrahydro-$-naphthylamine (1-acetyl- 


derivative of ar-tetrahydro-1 : 3-naphthylenediamine, preceding 
abstract), and on hydrolysis by means of fuming hydrochloric 
wid gives 4-amino-ar-tetrahydro-B-naphthol, leaflets, m. p. 177°, 
which is characterised by having a sparingly soluble hydrochloride. 
When the unseparated mixture of 1- and 2-nitro-ar-tetrahydro- 
naphthalene is sulphonated there is produced, along with nitro- 
sulphonic acid described above, an isomeride having a much more 
sluble sodium salt and consisting in all probability of 2-nitro-ar- 
tdrahydronaphthalene-4-sulphonic acid. It forms an amide, m. p. 
-§ 211—212°, and on reduction yields ar-tetrahydro-8-naphihylamine-4- 
-§ sulphonic acid, the hydrochloride of which is soluble in 120 parts 
of hot water. 1 : 3-Dinitro-ar-tetrahydro-8-naphthol, yellow needles, 
nm. p. 141°, is produced by adding nitric acid (d 1-4) to a solution 
df ar-tetrahydro-$-naphthol in sulphuric acid. Its salts are for 
the most part sparingly soluble in water, the sodium, potassium, 
ammonium, barium, and lead salts being easily precipitated. The 
dry sodium salt on heating with methyl sulphate in toluene yields 


ty- 8 |; 3-dinitro-2-methoxy-ar-tetrahydronaphthalene, which forms colour- 


less needles, m. p. 86-5°. On reduction by means of ethereal 
‘Sstannous chloride, 1 : 3-dinitro-ar-tetrahydro-8-naphthol yields 
isl |-nitro-3-amino-ar-tetrahydro-B-naphthol, copper-coloured needles, 
m. p. 127°, and in a similar way the nitro-methoxy-compound 
gives 1-nitro-3-amino-2-methoxy-ar-tetrahydronaphthalene, which has 
gu. p. 117°, and forms a sparingly soluble hydrochloride. 1: 3- 
-§ Diamino-ar-tetrahydro-B-naphthol, leaflets, m. p. 214—216°, is 
obtained when the dinitro-compound is reduced by alcoholic 
‘§stannous chloride, and 1 : 3-diamino-2-methoxy-ar-tetrahydronaph- 
Bihalene, prisms, m. p. 89°, when the dinitro-methoxy-derivative is 
treated similarly or reduced catalytically; its hydrochloride is 
obtained as a colourless, crystalline precipitate with the aid of 
g§cthereal hydrogen chloride. When ar-tetrahydro-8-naphthol is 
heated under pressure with carbon dioxide in the presence of alkalis, 
2-hydroxy-ar-tetrahydronaphthalene-3-carboxylic acid, m. p. 182°, is 
produced. Its sodium salt crystallises without water of crystallisa- 
tion and its calcium salt is sparingly soluble. The methyl ester, 
@ obtained by direct esterification, has m. p. 42°, b. p. 179°/15 mm., 
4 and forms a sparingly soluble sodiwm compound, ONa*C, 9H ,9°CO.Me ; 
§ the ethyl ester is a liquid, b. p. 179°/13 mm.  Hydrazine converts 
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the methyl ester into a hydrazide, OH*C, 9H, )°CO-N,Hs, m. p. 146° 
which readily condenses with acetone, forming an isopropylideng ™ , 
hydrazone, HO-C,)H,)*CO*-NH-N:CMe,, m. p. 235°, and on treatmen 
with nitrous acid yields an azide, HO-C,9H9°CO-Ng, m. p. 99—100°, 
which on heating eliminates nitrogen and gives the carbony! cf. f 
derivative of ar-tetrahydro-2 : 3-naphthylenediamine mentioned 
above. The hydroxy-acid also yields an anilide, m. p. 182—184° 
an acetyl derivative, OAc°C,gH,)°CO,H, m. p. 142—143°, and 
a nitro-derivative, 1-nitro-2-hydroxy-ar-tetrahydronaphthalene-3-car).§ P 
oxylic acid, m. p. 200—202°, which on catalytic reduction gives anth 
1-amino-2-hydroxy-ar-tetrahydronaphthalene-3-carboxylic acid. The 
latter has m. p. 208—210°, and is characterised by a sparingly soluble 
hydrochloride, and by a diacetyl derivative, NHAc:C,,H,(CO,H)-OAc, 
m. p. 180—181°, which is prepared by acetylating with acetic 
anhydride in the presence of a trace of sulphuric acid. 
4-Amino-ar-tetrahydro-«-naphthol may be obtained by reduction 
(using stannous chloride) of 4-nitroso-ar-tetrahydro-«-naphthol 
(m. p. 161—163°) which Green and Rowe (T., 1918, 143, 955) 
erroneously supposed to be 4-nitro-ar-tetrahydro-«-naphthol, or mol. 
by coupling ar-tetrahydro-«-naphthol with sulphanilic acid diazide 
and reducing the ar-tetrahydro-8-naphthol-4-azobenzene-p-sulphonic 
acid so obtained by means of alkaline hyposulphite. The base 
has m. p. 146-8° and b. p. 208—210°/10 mm. The ethyl ether 
(“‘ p-amino-ar-tetrahydronaphthyl ethyl ether,’ Jacobsen and§ °™ 
Turnbull, A., 1898, i, 441) may be obtained by ethylating 4-benzene.§ 2! 
azo-ar-tetrahydro-«-naphthol with ethyl bromide and _ alcoholic phe 
potassium hydroxide and reducing the product catalytically in the antl 
presence of nickel. 2-Amino-ar-tetrahydro-«-naphthol, m. p. 110—§ ™ 
111°, is readily obtained by reducing Green and Rowe’s 2-nitro- hi 
ar-tetrahydro-«-naphthol (loc. cit.); its hydrochloride, on heating 


in 
with carbamide, yields a carbonyl derivative, Onli >00, Tri 
Kr 


m. p. 205°, which is also produced when ar-tetrahydro-«-naphthol- 


2-carboxylazide (see below) is heated in toluene. 3-Acetylamino-ar- om 
tetrahydro-«-naphthol, colourless needles, m. p. 211°, is prepared " 
by hydrolysis of the diazonium salt obtained from 3-acetylamino- pa 


ar-tetrahydro-«-naphthylamine (3-acetyl derivative of ar-tetra- 
hydro-1 : 3-naphthylenediamine, preceding abstract). On hydro-§ °Y' 
lysis with fuming hydrochloric acid, it yields 3-amino-ar-tetra- 
hydro-«-naphthol which forms leaflets, m. p. 197°, and gives a 


hydrochloride crystallising in colourless needles. 1-Hydrowy-ar- a 
tetrahydronaphthalene-2-carboxylic acid, m. p. 165—166°, is obtained § “™” 
by the action of carbon dioxide under pressure on ar-tetra- roe 


hydro-«-naphthol in the presence of alkalis. The sodium salt, h 
OH-C,,)H,9°CO,Na,3H,0, crystallises in leaflets. The acetyl deriv- 70° 
ative, OAc*C,)H,,°CO,H, obtained with the aid of acetic anhydride, ff 
has m. p. 170°; the methyl ester, OH°C,)H,9°CO,Me, m. p. 56°, sli 
b. p. 190°/16 mm. ; the hydrazide, OH-CygHy9CO-N,H,, m. p. 205°; | © 
the isopropylidenehydrazone, OH*Cy gH y9°CO-NH-N:CMe,, m. p. 136°; § ° i 
and the azide, OH*C,,H,)°CO-Ng, m. p. 84°, are prepared like the 
isomerides previously mentioned. C. K. I. 
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Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXIV. The Binary Systems of 
Anthracene with Nitro-derivatives of Benzene. RoBERT 
KREMANN and Ropert MUuuer IT (Monatsh., 1921, 42, 181—197; 
cf. following abstract).—In the order of diminishing affinity towards 
nitro-compounds, the hydrocarbons as yet investigated may be 
arranged in the following order: naphthalene, acenaphthene, 
henanthrene, and benzene, fluorene, triphenylmethane, and di- 
phenylmethane. Examination of the binary systems formed by 
anthracene with nitro-derivatives of benzene and phenol show that 
anthracene occupies a position in the above series immediately 
before tri- and di-phenylmethanes. 

The positions and percentages of anthracene corresponding with 
the eutectics formed by the binary systems of anthracene with 
nitrobenzenes are: o-dinitrobenzene, 110°, 12-59%; m-dinitro- 
benzene, 84°, 8%; p-dinitrobenzene, 146°, 35%; 2: 4-dinitro- 
toluene, 66°, 9%; 2:4: 6-trinitrotoluene, 75°, 6%. The system 
anthracene—1 : 3 : 5-trinitrobenzene forms a compound (1 mol.:1 
mol.), m. p. 165°, which gives a eutectic with trinitrobenzene at 
112° containing 4%, and a eutectic with anthracene at 162° con- 
taining 51%, of anthracene. 

With o0-(p-)nitrophenol, anthracene gives a eutectic at 44° 
(106°) containing 2% (6%) of anthracene. With m-nitrophenol, a 
compound (1 mol.:1 mol.) is formed, m. p. 187°, this giving with 
anthracene at 186° a eutectic containing 59%, and with m-nitro- 
phenol at 93° a eutectic containing 3%, of anthracene. The system 
anthracene-2 : 4-dinitrophenol forms a eutectic at 101°, con- 
taining 15-59% of anthracene. _= @ 


Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXI. The Binary Systems of 
Triphenylmethane with Amines and Phenols. RoBErT 
KREMANN, FRIEDRICH ODELGA, and OTHMAR ZAWwopDsKY (Monatsh., 
1921, 42, 117—145; cf. Kremann and Wlk, A., 1919, ii, 458).— 
The binary systems formed by triphenylmethane with p-toluidine, 
a- and $-naphthylamines, and m- and p-phenylenediamines exhibit 
only simple eutectics. With m-phenylenediamine, two liquid 
layers are formed in the region corresponding with 20—91% of 
triphenylmethane, the temperature of the non-variant equilibrium 
in this region during the crystallisation of triphenylmethane being 
81°. Thus, of the amines examined, only aniline gives a compound 
with triphenylmethane; for this system the authors find the maxi- 
mum temperature 67:5° and for the eutectic between tripheny]l- 
methane and the compound, 67° and 72% of triphenylmethane, 
whereas Hartley and Thomas (T., 1906, 89, 1024) found 71-6°, 
70°, and 71-5°% of triphenylmethane respectively. The total 
affinity between triphenylmethane and aniline is undoubtedly 
slight and is annulled by the least alteration in the molecular 
character of the amine. 

Like diphenylmethane, triphenylmethane forms no compounds 
with phenol, «- and #-naphthols, the three dihydroxybenzenes, 
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pyrogallol, the three nitrophenols, and picric acid. Somewhat 
extensive miscibility gaps in the liquid condition occur in the 
binary systems formed by triphenylmethane with resorcinol, quinol, 
pyrogallol, and picric acid, and in some cases solid solutions appear 
to be formed between triphenylmethane and phenols. 

The positions of the eutectics in the binary systems formed by 
triphenylmethane with p-toluidine, «- and @-naphthylamines, and 
p- and m-phenylenediamines correspond respectively with the 
following temperatures and percentages of triphenylmethane : 33° 
36%; 37°, 33%; 72°, 75%; 87-5°, 97%; 60°, 3%. 

The corresponding results for the binary systems formed by 
triphenylmethane with phenols are : Phenol, 31°, 26%; §-naphthol, 
77°, 80%; «-naphthol, 74°, 70%; catechol, 80°, 82%; resorcinol, 
87%, 94%; quinol, 91°, about 100%; pyrogallol, 89°, 97-59%: 
o-nitrophenol, 36°, 30°; m-nitrophenol, 80°, 76%; p-nitrophenol, 
86°, 92-5%. In some cases, it cannot be decided whether the pure 
components or saturated mixed crystals of the solid solutions of 
the two components take part in the eutectic. The latter is prob- 
able in the systems containing the two naphthols, since mixtures at 
some distance from the eutectic solidify at temperatures higher than 
the eutectic temperature. In the systems containing triphenyl- 
methane and m-(p-)nitrophenol, thermal effects occur below the 
eutectic temperatures, namely, at 75° (91°); for these no explanation 
is advanced. a a 


Preparation of Dihydroxyperylene. Atois ZInKE (Brit. 
Pat. 165771).—One part of 2: 2’-dimethoxy-1 : 1’-dinaphthyl or 
other alkyl derivative of dihydroxydinaphthyl is heated with 
4 parts of aluminium chloride with exclusion of moisture for two 
hours at 140—150°. The molten mass is treated with hydrochloric 
acid and the dihydroxyperylene formed is separated and purified 
by reprecipitation from sodium hydroxide solution or glacial acetic 
acid, in which reagents it is readily soluble with an intense green 
fluorescence. 1:12-Dihydroxyperylene is also readily soluble in 
benzene and toluene, but sparingly so in alcohol. Its solution in 
aqueous sodium hydroxide is readily oxidisable to the quinone, 
which, however, is again reduced on treatment with sodium hypo- 
sulphite. G. F. M. 


Preparation of Perylene. ALois ZINKE (Brit. Pat. 165770)— 
] : 12-Dihydroxyperylene (cf. preceding abstract) is reduced by 
distilling with or over zinc dust or iron powder. For example, 
perylene is obtained as a reddish-yellow oil which, after solidifica- 
tion, is purified by crystallisation, by distilling a mixture of 1 part 
of dihydroxyperylene and 2 parts of zinc dust in a current of 
hydrogen and passing the vapours over heated pumice stone 
impregnated with zinc. G. F. M. 


The Reaction between Sulphur Monochloride and Aniline. 
S. Corrgy (Rec. trav. chim., 1921, 40, 747—752; cf. Michaelis, 
A., 1891, 74, 310 and 715).—In attempting to prepare the sulphur 
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analogue of nitrobenzene by the action of sulphur monochloride on 
aniline in dilute ethereal solution, quantitative reaction takes place 
according to the equation 3NH,Ph+S,Cl, —> NPhS,+2NH,PhCl, 
provided the temperature is sufficiently low. The compound 
NPhS, is a thick, red liquid which cannot be distilled or crystallised. 
Some of its chemical properties are described. The name dithio- 
phenylamine is suggested in place of thionitrobenzene, as the 
substance is analogous to the thionylamines. The nitrogen-sulphur 
linking is very unstable. H. J. E. 


Chlorination and the Formation of Chloroamines by means 
of Nitrogen Trichloride. Groree H. Cotmman and WILLIAM 
AtpERtT Noyses (J. Amer. Chem. Soc., 1921, 43, 2211—2217).— 
Nitrogen trichloride reacts with ethyl chloride, giving, among 
other products, ethylene chloride, which is not a normal product 
of the action of free chlorine on ethyl chloride in the absence of a 
catalytic agent. With toluene, nitrogen chloride gives benzyl 
chloride and the monochlorotoluenes, together with more highly 
chlorinated derivatives. With benzene, the main product is benzene 
hexachloride. In addition to the above products, toluene, benzene, 
and benzyl chloride all give with nitrogen trichloride small amounts 
of N-chloroamines, the chloroamine group being located in the 
nucleus in each case, and not in the side chain. These chloroamines 
are then further chlorinated by the nitrogen trichloride or free 
chlorine. Thus with benzene the ultimate product is probably 
pentachlorophenyldichloroamine, C,Cl,;*NCl,. These chlorinations 
take place at the ordinary temperature, and hence are not mole- 
cular rearrangements, but similar to the chlorination of aniline 
hydrochloride by free chlorine. The chlorophenyldichloroamine is 
decomposed by hydrochloric acid, giving chlorine and chloroaniline. 
The action of nitrogen chloride on benzene is considered to be 


(1) CsH,+NCI,=Cl(C,H,)NC],=C,H;-NCl,+HCl 

(2) NCl,+4HCl=3Cl,+NH,Cl. 
The free chlorine from the second reaction chlorinates the chloro- 
amine. The formation of hydrogen chloride in reaction (1) involves 
a change of positive chlorine to negative, and this possibly accounts 
for the formation of considerable quantities of free nitrogen. 


Hydroxybenzyldimethylamine. A. Maprvaverria (Anal. Fis. 
Quim., 1921, 19, 259—264).—Following the method indicated in 
Bayer’s patent (D.R.-P. 92309), o-hydroxybenzyldimethylamine, 
OH-C,H,*CH,:NMe,, was prepared by the action of 40% form- 
aldehyde on a mixture of phenol and aqueous dimethylamine. 
The reaction is incomplete in the cold, but is completed by boiling 
for three to four hours under a reflux condenser. On cooling, the 
mixture is acidified with hydrochloric acid and extracted with 
ether to remove excess of phenol. Excess of aqueous ammonia is 
added and the amine thus liberated is extracted with ether. The 
ethereal solution is dried with anhydrous sodium sulphate, and 
after removal of the ether by evaporation the residue is fractionated. 

VOL, CXXII. i. 
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The base thus obtained has b. p. 105—106°/18 mm.; ni} 1°5273. 

The picrate crystallises in rosettes, m. p. 151°. By treatment of 

the base with acetic anhydride and saponification of the acetate, 

saliretin is obtained. By a similar reaction, using guaiacol, a 
OMe 


compound of formula OHS __ CHyNMeg is obtained; it is an 


oil with b. p. 147—148°/15 mm.; the picrate has m. p. 202°. By 
hydrolysis of the diacetate, vanillyl alcohol is obtained (cf. Tiffeneau, 
A., 1911, i, 778, 810). G. W. R. 


Derivatives of 2:4:6-Trinitrobenzaldehyde. II. Atrx. 
ANDER Lowy and WILMER BALDWIN (J. Amer. Chem. Soc., 1921, 
43, 1961—1963).—A continuation of previous work (cf. Lowy and 
Balz, A., 1921, i, 337). The following compounds are described. 
2:4: 6-Trinitrobenzylidene-o-phenetidine, m. p. 178°5°; 2:4:6. 
trinitrobenzylidene-p-phenetidine, m. p. 177°; 2: 4: 6-trinitrobenzyl. 
idene-o-anisidine, m. p. 171°5°; 2:4: 6-trinitrobenzylidene-p-anis. 
idine, m. p. 182°; 2: 4 : 6-trinitrobenzylidene-o-chloroaniline, m. p. 
187°; 2:4: 6-trinitrobenzylidene-p-chloroaniline, m. p. 180°; and 
2:4: 6-trinitrobenzylidene-2 : 4-dichloroaniline, m. p. 198°. 

When the condensations of 2:4: 6-trinitrobenzaldehyde with 
o-chloroaniline, p-chloroaniline, and 2: 4-dichloroaniline were 
carried out in hot glacial acetic acid solution, products were obtained 
having m. p. in all cases approximately 100° higher than those of 
the products prepared in the cold solution. These compounds are 
probably bimolecular condensation products. W. G. 


6-Naphthylmethylamine-6-sulphonic Acid. GurLBERT T. 
Morean and Horace SAMUEL Rooke (J. Soc. Chem. Ind., 1920, 
41, 1—3r).—-Naphthylmethylamine-6-sulphonic acid, 

NHMe:C,,H,*SO,H,H,O, 
colourless crystals, m. p. 292°, after becoming changed at 280°, is 
obtained by the action of methylamine hydrochloride and aqueous 
sodium hydroxide on Schiffer salt at 180—200°. The following 
salts are described: sodiwm (+3H,O and anhydrous), potassium 
(+3H,O and anhydrous), calcium (+6H,O and anhydrous), barium 
(+ 10H,0 and anhydrous), zinc (+6H,O and anhydrous), magnesium 
(+6H,O and anhydrous), copper, silver, and lead. The dyes pro- 
duced by coupling $-naphthylmethylamine-6-sulphonic acid with 
the diazo-derivatives from aniline, p-nitroaniline, picramic acid, 
diaminostilbenedisulphonic acid, and tolidine are described; 
sodium benzeneazo-8-naphthylmethylamine-6-sulphonate forms bright 
red crystals. §-Naphthylmethylnitrosoamine-6-sulphonic acid, 
SO,H°C,,H,-NMe-NO, yellow needles, is converted by alcoholic 
hydrogen chloride into 1-nitroso-8-naphthylmethylamine-6-sulphonic 
acid, orange crystals. ‘The latter substance is converted by evapora- 
tion to dryness of its solution in hydrochloric acid or by treatment 
with acetic acid and zine chloride into «$-naphthiminazole-6-sul- 


phonic acid, SO5H-CipH;<yp>CH, pale yellow needles. Acetyl- 
8-naphthylmethylamine-6-sulphonyl chloride, NMeAc-C,,H,‘SO,Cl, 
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.Bcrystallises in prismatic needles, m. p. 142—143°; it is converted 
by ethyl alcohol into the corresponding ethyl ester, colourless 
needles, m. p. 125—126°, and by ammonia into the sulphonamide, 
colourless, prismatic needles, m. p. 184—185°. Benzoyl-8-naphthyl- 
methylamine-6-sulphonyl chloride forms colourless, rhomboidal 
prisms, m. p. 115—116°, and the corresponding sulphonamide 
qystallises in brownish-white plates, m. p. 225—226°. Sodium 
snaphthylmethylamine-6-sulphonate is transformed by methyl 
sulphate in alkaline solution into the quaternary ammonium salt, 
§0,Na°C, 5H ,*NMe,*SO,Me,4H,O, which is converted by concen- 
trated aqueous potassium hydroxide solution into potassium 
s-naphthyldimethylamine-6-sulphonate, SO,;K*C,,H,*NMe,,3H,0. 
Bg. WW. 


Freezing-point Diagram of the System Phenol—Water. 
F. H. Ruopes and A. L. Markury (J. Physical Chem., 1921, 25, 
27—534).—The complete freezing-point diagram of the system 
phenol-water has been experimentally determined. It is shown 
that pure phenol has a melting point of 40°8°, a value which is 
onsiderably lower than the usually accepted value of 42—43°. 
Phenol forms a definite hydrate, 2PhOH,H,O, m. p. 15°9°. The 
system consists of stable equilibria between phenol, phenol hydrate, 
and water, and metastable equilibria between anhydrous phenol 
and water. Because of the tendency toward suspended transforma- 
tion, the solid phase which ordinarily appears when a mixture of 
phenol and water is cooled is the metastable anhydrous phenol. 
Hydrated crystals were obtained only by seeding with the hydrate 
a by cooling to very low temperatures. Phenol hydrate forms a 
eutectic with water containing 95°, water at 0°85° and one with 
phenol containing 8°25% of water at 15°8°. In the metastable 
region at 1°7°, two liquid phases appear, a saturated solution of 


phenol in water and a saturated solution of water in phenol. 
J. F.S. 


The Action of Nitrous Acid on Phenols. H. A. J. Scuov- 
TISSEN (Rec. trav. chim., 1921, 40, 753—762; cf. Nietzki, A., 1890, 
156)—By a modification of Liebermann’s reaction, indophenols 
may be prepared from phenols in one operation. The reaction 
takes place in two stages, first the formation of a nitroso-compound, 
followed by the condensation of this compound with a second 
molecule of the phenol. The facility with which the second stage 
takes place depends on the nature of the intermediate nitroso- 
phenol. The colouring matters formed in these reactions should 
be classed among the indophenols as only a small proportion is 
transformed into oxazine derivatives by the closing of the ring. 
The author criticises the views put forward by Meyer and Elbers 
(A., 1921, i, 240). H. J. E. 


Metallic Derivatives of Nitrophenolic Compounds. III. 
Nitrophenoxides of the Alkali Metals. Dorotny Gopparp 
and ARCHIBALD Epwin Gopparp (T., 1922, 121, 54—58). 


f2 
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Compound Formation in Phenol—Cresol Mixtures. Jamzs 
KENDALL and J. J. Beaver (J. Amer. Chem. Soc., 1921, 43, 1853~— 
1687; cf. this vol., ii, 32, 33).—Phenol and the three cresols have 
been exhaustively purified by repeated fractionation and absolute 
purity determined by a minimum specific conductivity. The follow. 
ing data are recorded for the pure substances: Phenol, freezing 
point 39°70°-+-0°02°, specific conductivity 40°, 11°98 x 108 and 50°, 
14 07x10; o-cresol, f. p. 30°60°-0-02°, specific conductivity 
0°127x 10-8 at 25°; p-cresol, f. p. 34°55°+0°02°, specific con. 
ductivity 1:378 10-8 at 25°; m-cresol, f. p. 11°10°-.0°02, specific 
conductivity 1397x108 at 25°. These values are compared 
with the best existing data. The specific conductivity of the 
six possible binary systems made up from phenol and the cresols 
has been determined for the whole range of concentrations at 25°. 
A series of viscosity determinations of these same binary systems 
is recorded for 25°. A series of molecular weight determinations 
of the pure substances and certain of the mixtures in solutions 
in benzene have been made by the freezing-point method. The 
results indicate that without exception no increase in molecular 
complexity occurs on mixing these substances. This is in complete 
accordance with the views correlating additive compound forma- 
tion with diversity in character of the components, put forward 
previously (loc. cit.). It is apparently in disagreement, however, 
with the fact that Dawson and Mountford (T., 1918, 113, 923) 
succeeded in isolating definite compounds from cresol—phenol 
mixtures in five out of the six systems. It is, however, shown 
that the compounds obtained by these authors are to be regarded 
as substitution rather than as additive compounds. Under this 
view, no conflict exists between the results of Dawson and Mount- 
ford and those of the present work; both fall directly into line 
with the general theory. J. F.S. 


Catalytic Hydrogenation of Polyphenols by the Wet Way. 
J. B. SENDERENS and J. ABoULENC (Compt. rend., 1921, 173, 
1365—1367).—Quinol, resorcinol, catechol, pyrogallol, phloro- 
glucinol, and hydroxyquinol can be reduced in alcohol by the 
action of hydrogen under a pressure of 30—50 kilos. in the presence 
of reduced nickel at 115—130° or in aqueous solution at slightly 
higher temperatures. At higher temperatures, secondary reactions 
occur. At 130° in alcoholic solution, resorcinol gives cyclohexane- 
1 : 3-diol, but at 180° cyclohexanol is the principal product. 


Waage’s Phytochemical Synthesis of Phloroglucinol from 
Dextrose. M. Nierenstern (Nature, 1920, 105, 391).—A series 
of nearly eighty experiments, performed during fifteen years, 
failed to confirm statements based on Waage’s observations (A., 
1891, 605; Ber. deut. bot. Ges., 1890, 8, 250), that phloroglucinol 
is formed when leaves floating in solutions of sugar are expose 
to sunlight. A. A. E. 
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Natural and Artificial Pepper-substances and the Relation 
petween Chemical Constitution and Peppery Taste. ERwin 
Orr and Kurt ZIMMERMANN (Annalen, 1921, 425, 314—337).— 


.EThe elucidation of the constitution of capsaicin by Nelson (A., 


1919, i, 543) is made the basis of an examination of the extent to 
hich the various features of the molecule contribute to produce 
the peppery taste characteristic of that substance. 

Capsaicin is the vanillylamide of a decenoic acid, 

oH »:CHyNH-CO-C;Hy,, 
OMe 

id it is known that the vanillylamide of A»-undecenoic acid has 
a similar and about equally sharp taste. Undecenoic acid is, 
therefore, condensed with a number of bases more or less closely 
rlated to vanillylamine, and it is shown that the p-hydroxybenzyl- 
amide (m. p. 86°) has a taste considerably weaker than that of 
apsaicin, whilst the taste of the o-hydroxybenzylamide (not 
purified) is weaker still. Hence the presence of the methoxy- 
goup and the particular orientation of the hydroxyl group in 
apsaicin both contribute to its taste. The presence of a phenolic 
hydroxyl group appears to be essential, since both the anisylamide 
(white leafiets, m. p. 91°) and the benzylamide (m. p. 51—52°) 
are tasteless. So also is the p-hydroxyphenylamide (m. p. 107°), 
which shows that the component amine must be of aliphatic 
type. 
With regard to the conditions governing the character of the 
aid residue, it is found that the vanillylamides of A*-nonenoic 
aid, decenoic acid, and A»-undecenoic acid, have tastes of a 
comparable strength, whilst those of A’-hexenoic acid and crotonic 
acid possess much less pungent tastes. The taste of the vanillyl- 
amide of cinnamic acid (white powder, m. p. 138°) was also only 
feebly peppery, whilst that of the vanillylamide of oleic acid was ex- 
ceedingly pungent but of different quality from the tastes of capsaicin 
and its closer homologues. On the other hand, the p-hydroxy- 
benzylamide of A*-nonenoic acid tastes more strongly peppery than 
the corresponding amide of undecenoic acid (see above). These 
facts show (a) that the positions of the double bond in the acid 
residue has comparatively little influence on the peppery taste 
ofthe capsaicin-like amides, (b) that, on the other hand, the length 
of the carbon chain is important, acids with nine, ten, or eleven 
carbon atoms showing the phenomenon in the most marked and 
characteristic manner. 

One of the most remarkable facts which emerged from the 
investigation is the necessity for an unsaturated linking in the 
acid component. The vanillylamide, m. p. 86°, of highly purified 
stearic acid is quite without taste, both in the solid state and in 
concentrated alcoholic solution. Commercially “ pure’ palmitic 
acid, on the other hand, gives a vanillylamide (m. p. 79°) which 
has a sharp taste, but this is due to the presence of traces of the 
oleic acid derivative. When the amide is purified by crystallisation 
from ether, the taste of the solid amide vanishes, but it is still 
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intense in alcoholic solution. A very delicate test for unsaturated 
acids may be based on these results. 

The piperidide of sorbic acid, m. p. 77°, has a taste which is very 
bitter but not at all peppery. C. K. I. 


Benzyl Compounds [Benzyl Alcohol]. J. Messner (Pharm. 
Zentralh., 1922, 63, 1).—The instability of aqueous solutions of 
benzyl alcohol, even in the absence of air, as, for example, when 
sealed up in ampoules, is ascribed to autoxidation, catalysed 
possibly by traces of alkali from the glass, resulting in the forma. 
tion of 1 mol. of toluene, and 1 mol. of benzaldehyde and water 
from 2 mols. of the alcohol. A similar change occurs with aqueous 
solutions of benzyl benzoate, which after a week or so acquire a 
strong odour of benzaldehyde, remaining, however, neutral in 
reaction. In this case 2 mols. of benzaldehyde are formed by 
autoxidation of the ester according to the scheme : 


CH,Ph:CO,Ph —> 2CHPhO. 
G. F. M. 


Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXV. The Binary Systems of 
Triphenylcarbinol with Pyrogallol, Nitrophenols, Polynitro- 
benzenes, and Phenylenediamines. Rospert KrRemann, Heinz 
Hout, and Rospert MUuuer II (Monatsh., 1921, 42, 199—220; ef. 
this vol., i, 131, 159).—Triphenylearbinol (2 mols.) and pyrogallol 
(3 mols.) form a compound, m. p. 97°, giving at 65° a eutectic 
with triphenylearbinol and at 76° a eutectic with pyrogallol, these 
containing respectively 70% and 49% of triphenylcarbinol. The 
latter forms with o- and p-nitrophenols eutectics at 41° and 97° 
containing 90% and 63°% of the nitrophenol. Triphenylcarbinol 
and m-nitrophenol form a compound which appears to contain 
1 molecule of the former and 2 molecules of the latter component, 
and undergoes considerable dissociation when fused. The system 
triphenylearbinol—picric acid forms a compound (1 mol.:1 mol.), 
m. p. 138°5°, which gives with picric acid at 110° a eutectic con- 
taining 23%, and with triphenylearbinol at 122° a eutectic con- 
taining 67%, of triphenylcarbinol. 

The binary systems formed by triphenylcarbinol with o-, m-, 
and -dinitrobenzenes, 2: 4-dinitrotoluene, and 2: 4: 6-trinitro- 
toluene form eutectics at 102°, 82°, 132°, 65°, and 76°, respectively, 
corresponding with 67%, 82%, 64%, 88%, and 92% of the res- 
pective nitro-components. The system triphenylcarbinol-trinitro- 
benzene forms a compound, m. p. 134°5°, which contains 2 mols. 
of the alcohol to 3 mols. of the nitro-compound and gives eutectics 
with the components at 133° and 112° respectively and corre- 
sponding with 48% and 15% of triphenylcarbinol. 

With the binary systems formed by triphenylearbinol with 
p- and m-phenylenediamines, the fusion curves of the components 
meet in eutectic points at 118° and 59°5° respectively, these corre- 
sponding with 67°% and 10° of triphenylearbinol. 7. = ¥. 
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The Interaction of Aromatic Disulphides and Sulphuric 
Acid. SAMUEL SmicEs and Ernest Witson McCiexianp (T., 
1922, 121, 86—90). 


Preparation and Properties of the Benzochloroamides. 
GZORGE RoBert Exxiort (T., 1922, 121, 202—209). 


Steric Hindrance of the Sulpho-acid Group. C. F. van 
Duin (Rec. trav. chim., 1921, 40, 724—735).—In preparing the 
methyl esters of isomeric sulphobenzoic acids, the yield is much 
geater in the case of the ortho-acid, whilst in the saponification 


water § of these esters the SO,Na-group in the ortho-position considerably 
ueous # retards the reaction. Anomalous results are given by o-sulph- 
uire aM amino-benzoic acid. The conclusions drawn are consistent with 
‘al in those of Remsen and Reid (A., 1899, i, 507). H. J. E. 


Azomethine Derivatives of the 2- and 4-Hydroxy-«-Naphth- 
aldehydes. GitBertT T. Morcan and Harry GorpON REEVES 
(T., 1922, 1221, 1—7). 


M. 
Reduction of Naphthalene- and Naphthol-carboxylic Acids. 
brig @Hvuco Writ and HerRMANN OsSTERMEIER (Ber., 1921, 54, [B], 
; of @ 3217—3219).—It has been shown previously that salicylic acid 
tro. @ is reduced by sodium amalgam in the presence of boric acid to 
EInz @ Salicylaldehyde in good yield (A., 1908, i, 800). The observations 
: of, have now been extended to certain carboxylic acids of naphthalene 
allol| @ and the naphthols. Under these conditions, «-naphthoic acid is 
ctic @ almost unaffected, whereas 8-naphthoic acid is partly converted 
hese into B-naphthaldehyde, m. p. 60°5—61° (phenylhydrazone, colour- 
The @ less leaflets, m. p. 217—218°). 1-Naphthol-2-carboxylic acid 
97° @ gives the corresponding aldehyde, m. p. 59°, the yield being 57%, 
inol @ calculated on the reduced acid. 2-Naphthol-3-carboxylic acid is 
‘ain § transformed into an aldehyde, C,,H,.0, b. p. 122°/12 mm. (phenyl- 
ant, § lydrazone, m. p. 97°). The substance behaves like an aliphatic 
em § adehyde, being resinified by alkali and reducing ammoniacal 
I1.), silver solution, Fehling’s solution, and potassium permanganate 
on- § in cold solution; it appears to be tetrahydro-8-naphthaldehyde, 


on- BCH <CHy— HCHO It gives a bisulphite compound which is 
2 2 
m-, & freely soluble in water. H. W. 


Carboxylic Acids of the Semibenzene Group. K..v. 
Auwers and K. Zr1raLer (Annalen, 1921, 425, 280—294).—This 
communication shows that the types of transformation previously 
discussed (A., 1911, i, 298) have some degree of generality. 

Ethyl «-4-hydroxy-1-methyl-1-dichloromethyl-A**’-cyclohexadiene- 
4-propionate, CO,Et-CHMe-C(OH)< Grr-c41 > CMe-CHCl,, is obtained 
as a viscous, dark oil (impure) by the action of ethyl «-bromo- 
propionate and zinc dust on 1-methyl-1-dichloromethylcyclo- 
hexadien-4-one, and on hydrolysis by means of cold alcoholic 
alkali yields the corresponding acid, which forms stout, white 
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crystals, m. p. 123° (decomp.). On shaking with formic acid, 
the ester of the hydroxy-acid is dehydrated, forming ethyl 
a-1-methyl-1-dichloromethyl-A*:*-cyclohexadien-A‘-propionate (air 
1:2033, d? 1:201, ni7* 1:56017, niz* 1:°56682, n® 1:°5657), whic 
on hydrolysis by means of alcoholic potassium hydroxide yields 
the free acid, a yellow, crystalline powder, m. p. 101—103°, and 
can be regenerated from the acid by treating its silver salt with 
ethyl iodide. On heating, the acid undergoes isomeric change 
with the formation of 88-dichloro-«-p-tolylisobutyric acid, needles, 
m. p. 135—136°, which when treated with alkali is converted into 
6-chloro-«-p-dimethylstyrene. 

1 : 3-Dimethyl-1-dichloromethylcyclohexadien-4-one on condensa- 
tion with ethyl bromoacetate and zinc yields ethyl «-1 : 3-dimethyl. 
1 - dichloromethyl - A**® - cyclohexadien - A4- acetate (di"* 1:2026, d® 
1-200, n}7* 1°56219, nif* 1:°56898, n® 1:5679). The free acid, 
m. p. 125—126°, on heating in petroleum, is converted into 
68-dichloro-«-m-4-xylylpropionic acid, m. p. 132—132°5°, which on 
hydrolysis by means of boiling sodium carbonate solution yields 
6-chloro-2 : 4-dimethylstyrene. This substance on oxidation in 
aqueous acetone by permanganate gave 2 : 4-dimethylbenzaldehyde, 
which was identified as its semicarbazone. 

Ethyl @8-dichloro-«-m-4-xylylpropionate, b. p. 170—175°/16 mm., 
is best obtained by the action of heat on ethyl «-1 : 3-dimethyl- 
1-dichloromethyl-A*‘*-cyclohexadien-A*-acetate. On boiling with 
alcoholic alkali, it is converted into 8-chloro-2 : 4-dimethylatropic 
acid, C,H,Me,*C(CO,H):CHCl, which crystallises in stout tablets, 
m. p. 111°. C. K. I. 


Friedel and Crafts’ Reaction. The Preparation of 2-p- 
Toluoylbenzoic Acid. T. C. McMutiEen (J. Amer. Chem. Soc., 
1921, 43, 1965)—In the preparation of 2-p-toluoylbenzoic acid 
from toluene, phthalic anhydride, and aluminium chloride good 
yields of the acid were obtained using 20 grams of toluene, 5 grams 
of the anhydride, and 9 grams of the chloride. Increasing the 
amount of phthalic anhydride or introducing acetic anhydride 
reduced the yield of acid very considerably or prevented its for- 
mation, but resulted in good yields of ditolyl phthalide (cf. Rubidge 
and Qua, A., 1914, i, 539). W. G. 


Friedel and Crafts’ Reaction. The Carbomethoxybenzoyl 
Chlorides with Aromatic Hydrocarbons and Aluminium 
Chloride. Maurice E. Smiru (J. Amer. Chem. Soc., 1921, 43, 
1920—1924).—The reaction of each of the carbomethoxybenzoyl 
chlorides with benzene, toluene, and m-xylene, respectively, in 
the presence of aluminium chloride has been studied. In each 
case the reaction with toluene takes place in the para-position to 
the methyl group and with m-xylene in the para-position to one 
of the methyl groups. 

o-Carbomethoxybenzoyl chloride gave under these conditions 
with benzene after hydrolysis of the ester o-benzoylbenzoic acid; 
with toluene p-toluoyl-o-benzoic acid, and with m-xylene 2 : 4-di- 
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methylbenzoyl-o-benzoic acid. m-Carbomethoxybenzoyl chloride 
ave with benzene m-benzoylbenzoic acid; with toluene p-tolwoyl- 
m-benzoic acid, m. p. 172°, giving a silver salt and a methyl ester, 
(d" Em. p. 108°; and with m-xylene 2 : 4-dimethylbenzoyl-m-benzoic acid, 
hich ff m. p. 168°, giving a silver salt and a methyl ester, m. p.73°. p-Carbo- 
ields [J methoxybenzoyl chloride gave with benzene p-benzoylbenzoic 
and Bacid; with toluene p-toluoyl-p-benzoic acid, and with m-xylene 
with 92: 4-dimethylbenzoyl-p-benzoic acid, m. p. 185°, giving a silver salt 
ange Band a methyl ester, m. p. 59°. 
isoPhthalic and terephthalic acids were readily obtained by 
into § the oxidation of commercial xylene with potassium permanganate 
in the presence of sodium hydroxide, the two acids being separated 
nsa- # by means of the differing solubilities of their barium salts. W. G. 


d? The Friedel and Crafts’ Reaction. Bromophthalic Anhy- 
cid, § drides, Benzene, and Aluminium Chloride. H. N. STepHEens 
into (J. Amer. Chem. Soc., 1921, 43, 1950—1956).—The various o- 

on § benzoylbromobenzoic acids and the diphenylbromophthalides have 
slds § been prepared and identified. 3-Bromophthalic acid was prepared 

in § most satisfactorily from 3-aminophthalic acid by the Sandmeyer 
de, reaction. Its anhydride when boiled with benzene and aluminium 
chloride for four hours gave 6-benzoyl-2-bromobenzoic acid, m. p. 
231-5°, probably identical with the compound, m. p. 219—221°, | 
yl. § described by Pechmann as o-bromobenzoylbenzoic acid (cf. Ber., 
ith § 1879, 42, 2126). Under similar conditions, 4-bromophthalic 
pic § anhydride gave 2-benzoyl-4-bromobenzoic, acid, m. p. 193°, and 
ts, ff 6-benzoyl-3-bromobenzoic acid, m. p. 172-5° (cf. Kohler, Heritage, 
and Burnley, A., 1910, i, 562). 

When 3-bromophthalic anhydride is boiled as above with 
p- ff aluminium chloride and benzene and then to the mixture acetic 
C., anhydride and more benzene are added and the boiling is con- 
id § tinued, a compound, m. p. 148—150°, is obtained which is not, 
od ff however, a diphenylbromophthalide. Under similar conditions, 
ns — 4-bromophthalic anhydride gives a mixture of diphenyl-5-bromo- 
he —f phthalide, m. p. 186°, and diphenyl-4-bromophthalide, m. p. 115— 
de § 116°. Diphenyl-3-bromophthalide, m. p. 131°, was obtained from 
r- —f the mixed anhydride, m. p. 168-5°, of 6-benzoyl-2-bromobenzoic 
re acid and acetic acid. The mixed anhydride, m. p. 83—87°, of 
2-benzoyl-4-bromobenzoic acid and acetic acid, and the mixed 
anhydride of 6-benzoyl-3-bromobenzoic acid and acetic acid were 
also prepared. W. G. 


A New Alkylamine and certain of its Derivatives. Hans 
Derstn (Ber., 1921, 54, [B], 3158—3162).—Gabriel and Ohle 
(A., 1917, i, 565) have described the preparation of amino-alcohols 
by the action of alkylene oxides on phthalimide and subsequent 
elimination of the acid group. Since, however, the alkylene oxides 
are generally prepared with considerable loss from the halogen- 
hydrins, it appears more advantageous to cause the latter to react 
directly with potassium phthalimide. This method has been used 
already for the preparation of $-hydroxy-n-propylamine (Gabriel 
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and Ohle, A., 1917, i, 563) and two further examples of its employ 
ment are now given. 

Hydroxyethylphthalimide, CgH,O.:N-CH,°CH,°OH, m. p. 88—89° 
is obtained from potassium phthalimide and ethylene chlorohydrin, 

isoButylene chlorohydrin, prepared from chloroacetone or chloro. 
acetic ester and magnesium methyl bromide (but not iodide), js 
converted by potassium phthalimide into «-phthalimino-8-hydroxy. 
8-methylpropane, OH-CMe,*CH,"N:C,H,O,, slender, colourless 
needles or leaflets, m. p. 106—107°. The yield is not very satis. 
factory. Attempts to prepare the substance from Grignard’s 
reagents and ethvl phthaliminoacetate, acetonylphthalimide, or 
phthalylglycyl chloride were, however, fruitless. The phthaly! 
derivative is hydrolysed by sulphuric acid to isobutaldehyde and 
a-amino-B-hydroaxy--methylpropane, OH-CMe,'CH,*NH,; the hydro. 
chloride, very hygroscopic, colourless needles, m. p. 70—72°, platini- 
chloride, long, very hygroscopic, yellow needles, m. p. 172° (decomp.), 
picrate, large, prismatic crystals, m. p. 165—175°, according to the 
manner of heating, and aurichloride, long, yellow needles or 
prisms, of the latter are described. The base is converted by 
phenylthiocarbimide into N-phenyl-N’-hydroayisobutylthiocarbamid:, 
NHPh-CS:NH-C,H,°OH, colourless needles or prisms, m. p. 136— 
137°, which is transformed by fuming hydrochloric acid at 100° 


into the isomeric 2-anilino-5 : 5-dimethylthiazoline, OH yO NHPL 


colourless prisms, m. p. 153—154°. B-Chloro-c-amino-f-methyl 
propane hydrochloride, lustrous needles, m. p. 183° (decomp.), is 
obtained together with the chlorohydrin, OH-CMe,*CH,Cl, when 
the alkylamine hydrochloride is heated with saturated hydro- 
chloric acid at 100°; the oily free base smells like glue, and 
yields a picrate, long needles or plates, m. p. 159°. Potassium 
thiocyanate converts the chloroalkylamine’ hydrochloride _ into 
2-amino-5 : 5-dimethylthiazoline (picrate, m. p. 103—106°). With 
benzoyl chloride and sodium hydroxide, the hydrochloride gives 
6-chloro-«-benzamido--methylpropane, CMe,Cl‘CH,-NHBz, m. p. 
97—98°, which is transformed by boiling water into 2-pheny/- 
5 : 5-dimethyloxazoline, a liquid which gives a picrate, needles, m. p. 
198—199°. The platinichloride of the chloroamine, CMe,Cl-CH,*NH,, 
crystallises in six-sided prisms, m. p. 200°. 
a«-Phthalimino-$-hydroxy-8-methylpropane exchanges its hydr- 
oxyl-group readily for a halogen atom when warmed with halo- 
gen acids. It thus gives 6-chloro-«-phthalimino-§-methylpropane, 
CMe,Cl-CH,*N°C,H,0,, needles, m. p. 88—89°, the corresponding 
todo-compound, prisms, m. p. 100—101°, and bromo-derivative, 
needles or leaflets, m. p. 97°. The latter can be converted by 
potassium hydroxide, acetic acid, and nitrous acid into the nitroso- 
compound, ne ted eine 


is . p. 14 
CO-O——CMe, needles or prisms, m. p. 19) 


(decomp.). 
Attempts to cause trimethylethylenechlorohydrin, 
OH-CMe,*CHMeCl, 
to react with potassium phthalimide were unsuccessful. H. W. 
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Synthesis of Inactive Para- and Anti-hydroxyaspartic 
Acids (Aminomalic Acids) [Aminohydroxysuccinic Acids]. 
H. D. Daxtn (J. Biol. Chem., 1921, 48, 273—291).—Attempts to 
obtain aminohydroxysuccinic acid, CO,H-CH(OH)-CH(NH,)-CO,H, 
dither synthetically or as a degradation product of proteins have 
jot hitherto been successful, although its isolation has been incor- 
rectly reported (Skraup, A., 1904, i, 539; Neuberg and Silbermann, 
4.1905, i, 418; Lossen, A., 1906, 798). In view of its possible occur- 
rence in proteins it was therefore prepared by heating chloromalic 
aid with 5 parts of concentrated aqueous ammonia for about 
ten hours in an autoclave immersed in a boiling water-bath. After 
rmoval of chlorine, it was isolated from the reaction product by 
means of its lead salt. The acid so obtained forms a syrup which 


)- Bis difficult to crystallise unless seeded, and consists of a mixture 
-Bof two optically inactive isomerides. Separation of these was 


elected by fractional crystallisation from water. The less soluble 
isomeride, the para-acid forms small, opaque cubes, decomposes 
sowly when heated above 235°, and is converted by nitrous acid 
into racemic acid. The more soluble form, the anti-acid, forms 
hexagonal plates and thick prisms, and gives mesotartaric acid on 
imilar treatment. With phenylcarbimide, phenylhydantoin deriv- 
atives are produced, the para-compound forming bunches of white 
needles, m. p. 201-5—202-5°, and the anti, nacreous plates, 
m. p. 196—198°. The various salts produced have the following 
composition: (Para), (C,H,O;N),Ca,5H,O; C,H,O,NCa,Aq ; 
((,H,0,N),Ba,3H,0 ; C,H,;O;NBa; (C,H,0;N),Cu,,8H,0 ; 
((jH,NO;).Zn,,7H,O. (Anti), (CyH,ON,),Ca,4H,O; C,H,;ON,Ca, 
2H,0; (C,H,O;N),Ba,3H,O; C,H;O;NBa; (C,H,O;N),Cu3,8H,9 ; 
((,H,0;N).Zn3,7H,O. 

By heating chloromalic acid with aniline, the dianilide of anilino- 
hydroxysuccinic acid, CO(NHPh)-CH(NHPh)-CH(OH)-CO(NHPh), 
nodular clumps of bright yellow needles softening above 200° 
and melting at 210—211°, and anilinohydroxysuccinic acid anil, 


CO-CH-NHPh 
. oc 922. 929° 
PhN< Co: OH: OH ’ bright yellow plates, m. p. 238—239°, were 
obtained. E. S. 


The Chemistry of Polycyclic Structures in Relation to 
their Homocyclic Unsaturated Isomerides. II. Intra- 
annular Tautomerism. Ernest Haro_p FARMER, CHRISTOPHER 
Ke.k INGOLD, and JocELYN Fre.cp THoreE (T., 1922,121, 128—159). 


The Direct Acetalisation of Aldehydes. Rosrert Downs 
HawortH and ArtrHur Lapwortu (T., 1922, 121, 76—85). 


Catalytic Reduction of Nitrones. G. Cusmano (Gazzetta, 
1921, 54, ii, 306—309).—Reduction of an aldonitrone, CHR:NR.O, 
by means of the Grignard reagent yields a $-hydroxylamine, 
CH,R-NR-OH (Angeli, Alessandri, and Ajazzi-Mancini, A., 1911, i, 
544), whereas the action of nascent hydrogen results in the forma- 
tion of the Schiff’s base, CHR:NR. The author finds that catalytic 

f*2 
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reduction by means of hydrogen in presence of platinum black 
converts aldo- and keto-nitrones almost quantitatively into 8. 
substituted hydroxylamines, very small proportions of seconda 

amines being formed in addition. Thus, phenyl-N-phenylnitrone 
yields phenylbenzylhydroxylamine and benzylaniline, and _ the 
catalytic reduction of anisyl-N- ——— and diphenyl-N. 
phenylnitrone proceeds similarly. z. &. P. 


Chloro- and Bromo-derivatives of Alkylated cycloHexa- 
dienones. K. von Auwers and K. Zrecuer (Annalen, 1921, 425, 
295—313).—It has been shown (A., 1911, i, 383) that the chlorination 


of 1-methyl-1-dichloromethylcyclohexadien-4-one takes the following | 


course : 


HE occ —> Mec EAE co — 


CHCl, ul 
Me? CS cH:ca? CO: 
but that the presence of a methyl group in the “ ortho ’’-position 
to the carbonyl group limits the additive power of the molecule : 


CH oC 00 —- Here SDC —> 


CHC! mn CMe 
me? C<GH=ccr ©: 


In the present communication, it is shown (a) that a methyl group 
in the meta-position to the carbonyl group does not prevent the 
addition of the second two atoms of chlorine, but, nevertheless, 
retards it considerably, (6) that bromination is governed by the 
same rules as chlorination. 

1 : 2-Dimethyl-1-dichloromethylcyclohexadien-4-one, when treated 
with chlorine in carbon disulphide, takes up two atoms of chlorine 
with the formation of 5 : 6-dichloro-1 : 2-dimethyl-1-dichloromethyl- 
A?-cyclohexen-4-one, which melts at 82—83° with evolution of gas, 
and, on treatment with potassium acetate in hot acetic acid solution, 
passes smoothly into 5-chloro-1 : 2-dimethyl-1-dichloromethyl-A**- 
cyclohexadien-4-one. This substance forms small, stout prisms, 
m. p. 101—102°, and yields a p-nitrophenylh ydrazone, m. p. 206— 
208°. When, however, the original ketone is treated in carbon 
tetrachloride solution with chlorine in sunlight, four atoms of 
chlorine are taken up, but the product is too unstable to admit 
of its being isolated, and passes under the conditions of its pro- 
duction into 3: 5-dichloro-l : 2-dimeth, yl-1-dichloromethyl-A***-cyclo- 
hexadien-4-one, which forms glistening crystals, m. p. 87—90°, 
and shows no tendency to condense with p-nitrophenylhydrazine 
or to combine with chlorine. 

Lack of tendency to combine with chlorine and p-nitrophenyl- 
hydrazine is also exhibited by 5-chloro-1 : 3-dimethyl-1-dichloro- 
methyl-A?*’-cyclohexadien-4-one, oe is to be attributed to the 
presence of two substituents in positions adjacent to the carbonyl 


ce 
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goup. The same is true of 5-chloro-1 : 3 : 6-irimethyl-1-dichloro- 
methyl-A?*°-cyclohexadien-4-one (m. p. 142—143°), which is obtained 
by chlorination of 1:3: 6-trimethyl-1-dichloromethyl-A’*-cyclo- 
hexadien-4-one. 

5 : 6-Dibromo-1-methyl-1-dichloromethyl-A°-cyclohexen-4-one, which, 
when freshly prepared, forms colourless needles, m. p. 80—81°, 
is obtained by allowing equimolecular quantities of 1-methyl-1- 
dichloromethyl-A?**-cyclohexadien-4-one and bromine to combine in 
carbon disulphide, and, when boiled with potassium acetate and 
acetic acid, is converted into 5-bromo-1-methyl-1-dichloromethyl- 
\**-cyclohexadien-4-one, which has m. p. 89—90°, b. p. 183— 
185°/15 mm. The p-nitrophenylhydrazone melts at 154—156°. 
On treatment with magnesium and methyl iodide, the ketone is 
converted into 5-bromo-1 : 4-dimethyl-1-dichloromethyl-A***-cyclo- 
hecadien-4-ol, which forms slender, colourless needles, m. p. 103— 
104°, and is somewhat less stable than its chlorine analogue. 

2:3: 5 : 6-Tetrabromo-1-methyl-\-dichloromethyleyclohexan-4-one 
is obtained in “ cis-’’ and “ cis-trans-”’ modifications by the action 
of four atoms of bromine on 1]-methyl-1-dichloromethyl-A?**-cyclo- 
hexadien-4-one. ‘The former crystallises in rosettes of colourless 
needles, m. p. 137° (decomp.), and the latter in needles which 
immediately after crystallisation melt at 118—119°. This com- 
pound does not keep well, however. When either isomeride or the 
original crude bromine additive product is boiled with potassium 
acetate and acetic acid, hydrogen bromide is eliminated and 3: 5- 
dibromo-1-methyl-1-dichloromethyl-A**’-cyclohexadien-4-one is pro- 
duced. This substance forms prisms or tablets, m. p. 120—121°, 
and is stable towards excess of bromine at 100°. It may be pre- 
pared in small yield by the action of chloroform and sodium hydr- 
oxide on oo-dibromo-p-cresol, and when treated with magnesium 
and methyl iodide is converted into 3 : 5-dibromo-1 : 4-dimethyl-1- 
dichloromethyl-A***-cyclohexadien-4-ol, which crystallises in needles, 
m. p. 91—92°, and eliminates water only at 250°. 

The product of addition of two atoms of bromine to 1 : 3-dimethyl- 
1-dichloromethyl-A?**-cyclohexadien-4-one is too unstable to admit 
of its being isolated, and passes under the conditions of its forma- 
tion into 5-bromo-1 : 3-dimethyl-1-dichloromethyl-A?**-cyclohexadien- 
4-one, which has m. p. 65—66°, b. p. 180—185°/13 mm., and 
in agreement with the position assigned to the bromine atom, 
shows no tendency to react with p-nitrophenylhydrazine. 

C. K. I. 


The Mutual Replacement of Amine Residues by Anils. 
G. ReppELIeEN (Ber., 1921, 54, [B], 3121—3131).—It has been 
shown previously (A., 1910, i, 118; 1913, i, 1203) that the formation 
of ketoneanils can be facilitated greatly by the presence of a suit- 
able catalyst, such as aniline zincichloride or halogen acid, but 
the procedure gives poor yields with many ketones of high molecular 
weight and substituted anilines by reason of the slowness of the 
change. The desired anils may, however, be obtained readily if 
the simple ketoneanils (in place of the ketones themselves) are 
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heated with the requisite amine. The process appears to take 
place in accordance with the scheme: R,C°:NPh+H,N-R1= 
R,C(NHR+)-NHPh=R,C:NR!+NH,Ph. The conditions which 
govern the course of the change are the volatility of the amine, 
the chemical affinity to the ketonic or aldehydic residue, and the 
concentration of the amine. If the eliminated amine is not removed 
(for example, by distillation), an equilibrium governed by the law 
of mass action becomes established. The replacement of a less 
by a more volatile amine can, however, be secured if the latter is 
used in large excess. The amine residue of ketoneanils can be 
removed by amino-acids in a similar manner; the process does not 
depend on the activity of the carboxyl groups, since the fission of 
ketoneanils by carboxylic acids occurs with much less readiness, 
The new process can be utilised for the production of ketoneanils 
which, by reason of steric hindrance, are not obtainable directly 
from the ketones, the starting point being the ketoneimine. The 
displacements can be catalytically accelerated by aniline zinci- 
chloride or halogen acids, but this is not generally necessary. The 
reaction may also be extended to acid amides, the same catalysts 
being operative. 

Benzophenone-B-naphthil, CPhg:N-C,)H,, short, greenish-yellow 
prisms, m. p. 96°5°, is prepared by heating a mixture of benzo- 
phenoneanil and $-naphthylamine ultimately to 180° in a vacuum. 
Fluorenylidene-p-aminodiphenyl, C(CgH,4).-N°C,H,Ph, from fluoren- 
oneanil and p-aminodiphenyl, crystallises in short, golden-yellow 
prisms, m. p. 186°. Di-«-naphthylketoneanil, from di-«-naphthyl- 
ketoneimide, m. p. 87°, and aniline, forms pale yellow prisms, 
m.p. 155°. Di-«-naphthylketone-«-naphthil, short, yellow prisms, has 
m. p. 211°. Benzophenone-p-anilinoanil, CPhy.N-C,H,-NHPh, from 
benzophenoneanil and p-aminodiphenylamine, forms dark yellow, 
oblique, four-sided rods, m. p. 111°. Benzophenoneanil-p’-carb- 
oxylic acid, CPh,:N-C,H,°CO,H, short, pale yellow prisms, m. p. 
240°, is obtained readily from p-aminobenzoic acid and_benzo- 
phenoneanil or benzophenoneimide; the sodiwm salt, an intensely 
yellow, crystalline powder, and the potassium salt are described. 
Fluorenoneanil-p'-carboxylic acid, from fluorenoneanil and p-amino- 
benzoic acid, crystallises in yellow leaflets, m. p. 253°. Benzo- 
phenoneimide is prepared conveniently by heating benzophenone- 
anil at 200° in the presence of a little aniline hydrobromide in a 
current of dry ammonia. Fluorenoneimide, pale yellow, slender 
needles, m. p. 124°, is prepared in a similar manner. Benzophenone- 
methylimide, CPh,:NMe, a colourless liquid, b. p. 158—159°/13 mm., 
is obtained by heating benzophenoneanil and aniline hydrobromide 
at 200—210° in a current of dry methylamine. Fluworenonemethyl- 
imide crystallises in pale yellow leaflets, m. p. 110—111°. Benzo- 
phenonebenzoylhydrazone, CPh,:N‘NHBz, from benzophenoneanil 
and benzoylhydrazine at 100°, forms small, colourless rods, m. p. 
115°5°; it can also be prepared in almost quantitative yield by 
protracted ebullition of a solution of its components in alcohol. 
Fluorenonebenzoylhydrazone forms pale yellow needles, m. p. “st 

H. W. 
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Fission of Anils. G. REpDDELIEN and HILDEGARD DANILOF 
(Ber., 1921, 54, [B], 3132—3142; cf. A., 1910, i, 118; 1913, i, 1203, 
and preceding abstract).—Anils are hydrolysed by aqueous solutions 
of mineral acids with a readiness which depends to an unusual 
extent on the presence of substituents. Steric hindrance is shown 
when the latter are present in the ortho-position, but hydrolysis 
is also facilitated greatly by positive and retarded by negative 
groups in the para-position. The stability of substances such as 
benzophenoneanil-p’-carboxylic acid is probably due to a subsidiary 
valency linking as indicated by the formula CPh,:N-C,H,°CO,H, 


which also renders possible an explanation of the ready fission o 
the corresponding esters. The anils are much more stable towards 
alkali than towards acid. The aldehydeanils, however, are hydro- 
lysed more or less completely by protracted heating with sodium 
hydroxide, whereas certain ketoanils are completely stable even 
towards the 30% solution. The similarity of the behaviour of the 
(NPh group in anils with the keto-group has been emphasised 
previously by Miller and Pléchl (A., 1896, i, 609) and by Reddelien 
(loc. cit.). This, however, does not extend to the behaviour of 
the substances towards alkali, since the ketones undergo fission 
with much’ greater readiness than do the ketoanils. The remark- 
able stability of the latter towards alkali has caused the authors 
to investigate the possibility of esterifying hydroxyanils and anil- 
carboxylic acids and of acylating hydroxyanils and ketoneimides 
in alkaline solution. Esterification with methyl sulphate proceeds 
smoothly. Benzoylation according to the Schotten-Baumann method 
is more complex, since the hydroxyanils suffer fission when the solu- 
tion is warmed, whereas in cold solution this action is less marked 
(but never completely suppressed) and the desired benzoates are 
produced. Acetylation of hydroxyanils with acetic anhydride and 
sodium acetate occurs invariably with great smoothness. 

Benzoylation of the ketoneimines cannot be effected by the 
Schotten-Baumann method, since benzamide is always produced 
owing to fission of the imine. The benzoylated products can, 
however, be prepared in pyridine solution or by the use of benzoic 
anhydride dissolved in benzene. In contrast to the ketoneimines, 
they are very stable substances, which are hydrolysed only by 
boiling acid or alkali. 

The anils are also decomposed by hydrogen sulphide in accord- 
ance with the equation CR,:-NPh-+-H,S=CR,:‘S+-NH,Ph. Reac- 
tion occurs with some difficulty, and not invariably in warm 
alcoholic solution, and is effected preferably by passing hydrogen 
sulphide through a suspension of the anil salt in benzene. 

The following individual substances are described. Benzo- 
phenone-p-dimethylaminoanil, CPh,:N-C,H,*NMe,, yellow crystals, 
m. p. 86—87°, which is obtained conveniently from benzophenone, 
dimethyl-p-phenylenediamine, and hydrobromic acid at 160—180° 
(cf. Reddelien, A., 1910, i, 118; Moore, A., 1910, i, 281). Ethyl 
benzophenoneanil-p’-carboxylate, CPh,:N-C,H,°CO,Et (from benzo- 
phenoneanil and ethyl p-aminobenzoate in a vacuum at 180—200°), 


i. 148 ABSTRACTS OF CHEMICAL PAPERS. 
small, yellow needles, m. p. 93—94°. Methyl benzophenoneanil-y’ 
carboxylate (from the acid, methyl sulphate, and sodium hydroxide) 
pale yellow leaflets, m. p. 133°. Methyl fluorenoneanil-p’-car) 
oxylate, Ci,H,-N-C,H,-CO.Me, yellow leaflets, m. p. 170°. Ethy 
benzylidene-p-aminobenzoate, CHPh:N-C,H,°CO,Et, pale  yelloy 
needles, m. p. 47°. Benzylidene-p-anisidine, m. p. 72°. Benz 
phenonebenzoylimide, CPh,:N-Bz, colourless prisms, m. p. 117—118° 
Fluorenonebenzoylimide, pale yellow leaflets, m. p. 130°. Benzyl 
idene-p-aminophenyl benzoate, CHPh:N-C,H,°OBz, colourless needles 
m.p. 144°. The benzoate, pale yellow leaflets, m. p. 105°, and acetate 
pale yellow prisms, m. p. 93—94°, of benzophenone-p-hydroxyanil, 

Benzilmonoanil is converted by potassium hydroxide at 170—180 
into benzilic and anilinodiphenylacetic acids. 

Benzophenoneanil hydrochloride is transformed by hydroge 
sulphide into thiobenzophenone, a dark blue liquid, b. p. 176 
178°/18 mm. In a similar manner, p-dimethylaminobenzophenon- 
anil hydrochloride, red needles, m. p. 178° (decomp.), is converted 
into p-dimethylaminothiobenzophenone, C;;H,;NS, bluish-red, rhombic 
leaflets, m. p. 91°. 

Thiobenzophenone is also produced when hydrogen sulphide is 
passed through molten benzophenoneanil, but the action proceeds 
further to the formation of diphenylmethane, CPh,:S+H,S= 
CH,Ph,+S,. Under similar conditions, fluorenoneanil gives a red 
sulphide which could not be isolated in a homogeneous condition 


C,H 
and dithiodifluorenone }\° So<a>o<ita (cf. Smedley, T., 1905, 
CH, Ss oH, 


87, 1253). H. W. 


Dibenzylideneacetone [Distyryl Ketone] and Triphenyl- 
methane. X. Ionogenically Linked Halogen Atoms. Fritz 
Straus and AMApAus DitzMann (J. pr. Chem., 1921, [ii], 103, 
1—68 ; cf. A., 1912, i, 989) —The unsaturated chlorides obtained by 
the action of phosphorus pentachloride on distyryl ketone and 
other ketones of similar structure contain the group CHCl, and are 
derived from diphenylchloromethane by the separation of one of the 
benzene nuclei from the methane carbon atom by a more or less 
long, conjugated chain of ethylene linkings. In the reactions of 
these unsaturated chloro-compounds, the secondary chlorine atom 
exhibits a highly developed “ ionogenic ” linking closely resembling 
that observed with triphenylchloromethane. Thus, the chlorine 
atom is readily replaceable by hydroxyl, methoxyl, another halogen, 
etc., and also induces in the compounds ability to unite with com- 
pounds of different character, forming intensely coloured com- 
plexes. Among the latter, a special position is occupied by the 
additive compounds formed with sulphur dioxide, the coloured 
solutions of these compounds in excess of the liquefied gas exhibiting 
electrical conductivity; in a few instances, such compounds may 
be isolated and analysed. 

The authors have measured the conductivities of a considerable 
number of these solutions with the object of determining the 
manner in which the conductivity varies with constitutive altera- 
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eanil.p' tion in the molecular structure of the unsaturated chloro-compounds 
lroxide)i ef. Straus and Hiissy, A., 1909, i, 490). Benzyl chloride and 
-p’-carba diphenylchloromethane, which may be regarded as the parent 
Ethyj substances of the whole series, show no measurable conductivity 
yellowg even in concentrated solution. Conductivity makes its appearance 
Benz yhen an ethylene linking is introduced between the methyl carbon 
I—]18°M stom and the one nucleus, and increases with the number of such 
Benzyl lnkings in the moletule until it assumes considerable magnitude. 
needles As regards the influence of nuclear substituents on the conductivity 
acetate of these unsaturated chloro-compounds, the only data available 
Xyanil,™ refer to compounds in which either chlorine or methoxyl is intro- 
J—180% duced in the para-position in both nuclei; such data show that 
the conductivity is diminished by chlorine, but is increased by 
drogen methoxyl to the order of magnitude of the conductivities exhibited 
176—§ by the best-conducting true salts. Thus, the influence of nuclear 
henone-g methoxyl suppresses all other constitutive influences. 
verted Of the effects on the conductivity of change of the anion little 
1ombic§ is known. Replacement of the secondary chlorine by bromine 
rsults in considerable augmentation of the conductivity. The 
ride is carbinols obtained by treating the chloro- or bromo-compounds 
oceeds§ with water also dissolve in liquid sulphur dioxide, giving coloured 
H,S=§ complex compounds, the conductivities of which are approximately 
a red 10% of those of the corresponding chloro-compounds. The methyl 
dition§ ethers of the carbinols give coloured and conducting solutions in 
_ | sulphur dioxide only when they correspond with highly conducting 
1905, 8 chlorides ; the molecular conductivities of such ethers are about one- 
W. @ half as great as those of the corresponding carbinols, but persistently 
increase, instead of remaining constant, for any definite dilution. 
enyl-§ The magnitudes of the conductivities of these coloured solutions 
FRITZ exhibit parallelism with the intensities of their colour, these vary- 
103,] ing, for solutions of the different compounds of similar concentra- 
d by § tions, to the same degree as the molecular conductivities. Indeed, 
and § in all the cases investigated, gradual diminution of the conductivity 
1 are J jg accompanied by fading of the colour; further, with the carbinols 
f the f examined and with triphenylcarbinol, which give solutions at first 
"less J colourless, the subsequent change into coloured solutions corre- 
s of f sponds with measurable increases in the conductivity. It is there- 
tom | fore assumed that, even in solutions of the chlorides in liquid 
ling J sulphur dioxide, an equilibrium exists between a colourless, non- 
rine § conducting form, which may be regarded as formed by hetero- 
gen, J geneous association between molecules of the chloride and of 
om- § the solvent, and represents simple solution such as occurs with 
om- # organic solvents, and a second, coloured, conducting form, arising 
the J by transformation of the solvate originally formed, 7CHCIl .. . xSO, 
red (colourless) — ‘CHCl . . . aSO, (coloured). With the chlorides 
Ing | themselves, the establishment of this equilibrium proceeds too 
1aY | rapidly to permit of direct observation. In considering the observed 
variation of the conductivity, it must be borne in mind that dilution 
ble | causes, not only the normal increase in the dissociation, but also 
the | a simultaneous displacement of the equilibrium between colourless 


ra- § and coloured forms. 
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The results of Hantzsch’s investigations (A., 1918, ii, 2, 4) show 
that the process of ionisation does not, of itself, condition alteration 
of the light absorption, and that with a coloured ion there must 
correspond a coloured non-dissociated parent form. Hence, in 
the coloured solutions of these chlorides in sulphur dioxide, the 
presence of a second, coloured, ionisable compound must be 
assumed. As yet it has not been found possible to prove experi- 
mentally the assumed scission into such ions as 

CPhCI-CH-CPh* . . . aSO 


and Cl’ . . . xSO,, by electrolysis of one of * these chlorides (cf. | 


Schlenk, A., 1910, i, 236). 


The investigation of the velocities with which these halogen | 
compounds are decomposed by water (A., 1909, i, 490; 1910, i, | 
593; 1912, i, 989) yielded results which, together with those now } 


obtained, indicate that similar alterations in the molecules of the 
halogen compounds or, in other words, similar alterations in the 
affinity demands of the methyl carbon atom, influence the velocity 
of the decomposition by water and the electrical conductivity 
qualitatively in the same direction. 

The conclusions drawn by Straus, Lutz, and Hiissy (A., 1910, i, 
563) regarding the dependence of the stability of the coloured 
complex compounds formed by various chlorides on the number 
of unsaturated. linkings and on the nature of the substitution in 
the nucleus are confirmed. 

According to Werner’s hypothesis, the hydrolysis of the complex 
chlorides results first in a loose union of the water molecule with 
the chlorine atom, this proceeding to varying extents with the 
different chlorides; the affinities are then brought into equilibrium 
by the formation of the carbinol rather than by displacement of 
an electron: R,R,HiC-Cl . . . HOH — R,R,HiC Cl-H OH. 

es 

The phenomena observed with the unsaturated chlorides in 
solution in sulphur dioxide are discussed in relation to the halo- 
chromy of the unsaturated ketones, and it is found that the con- 
ductivities of sulphur dioxide solutions of these chlorides are 
extremely small and bear no relationship to those of the corre- 
sponding chlorides. 

Walden (A., 1902, i, 536) drew the conclusion that the capacity 


of these chlorides to undergo electrolytic dissociation is determined | 


principally by the number of radicles united to the carbon atom, 
and that only tertiary compounds exhibit appreciable electrical 
conductivity. The authors’ results show, however, that secondary 
halogen compounds also may display the properties of strong 
electrolytes. 

A full description is given of the methods employed in the con- 
ductivity measurements which have been applied to: (I) Deriv- 
atives of benzophenone and fluorenone: diphenylchloromethane ; 
the chloride of 4 : 4’-diphenylbenzophenone, CCl,(C,H,Ph),; p : p’- 
dimethoxybenzophenone and the corresponding dichloro-compound, 
CCI,(C,H,-OMe),, and monochloro-compound, CHCl(C,H,°OMe),; 
the chloride of fluorenone. (II) Derivatives of phenyl styry! 
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ketone:  «y-dichloro-«y-diphenylpropylene; «y-dichloro-xy-di-p- 
chlorophenylpropylene ; a«-chloro-y-bromo-«y-di-p-chloropheny]l- 
propylene; p-anisyl p-methoxystyryl ketone; «y-dichloro-«y-di- 
p-anisylpropylene ; «-chloro-y-bromo-«y-di-p-anisylpropylene; «ay- 
dibromo-«y-di-p-anisylpropylene. (III) Derivatives of distyryl 
ketone and of phenyl cinnamylidenemethyl ketone: -+e-dichloro- 
«-diphenyl-A*y-pentadiene ; y-chloro-«e-diphenyl-A*y-pentadien- 
-ol, OH*CHPh-CH:CCl-CH:CHPh, and its methyl ether; ye-di- 
chloro-«e-di-p-chlorophenyl-A*7-pentadiene ; -y-chloro-«e-di-p-chloro- 
phenyl-A*y-pentadiene-e-ol, CgH,Cl-CH(OH)-CH:CCl-CH-CH-C,H,Cl, 
and its methyl ether; «-chloro-xe-di-p-chlorophenyl-A*y-penta- 
diene; dianisylidenemethyl ketone; ye-dichloro-«e-di-p-anisyl- 
\yv-pentadiene; y-chloro-e-methoxy-«e-di-p-anisyl-A*’-pentadiene. 
(IV) Derivatives of dicinnamylidenemethyl ketone; «e-dichloro-ae- 
diphenyl-A*7y-pentadiene ;__ «-dichloro-«-diphenyl-«yen-nonatetrene ; 
-chloro-o-diphenyl-«yen-nonatetren-:-ol, and its methyl ether. 
(V) Tridiphenylylchloromethane. <. a Be 


Halochromic Phenomena with Diarylstyrylcarbinols. 
Kart ZIEGLER (Ber., 1921, 54, [B], 3003—3009).—The recent 
publication of Hess and Weltzien (this vol., i, 35) has induced the 
author to put forward an account of his work in this field. It 
is based on the hypothesis that the halochromy of the triaryl- 
carbinols is connected with the possibility of existence of: the 
triarylmethyls, and that the cause is to be found in the unsaturated 
nature of the benzene nucleus. If this is the case, it should be 
possible to replace the latter by unsaturated groups without dis- 
turbance of the typical properties of the substances. This has been 
achieved in a number of instances by the aid of the styryl complex. 

Benzophenone gives with the magnesium compound of $-bromo- 
styrene a compound which becomes intensely red and then green 
when treated with concentrated sulphuric acid, the colour dis- 
appearing on addition of water. A similar substance is derived 
from phenyl p-tolyl ketone, but not from acetophenone, thus 
conforming to theory. The compounds have not been isolated 
in the homogeneous condition. 

[With Kurt Ocus.]—The Grignard reagent from $-bromostyrene 
gives with 4: 4’-dimethoxybenzophenone in ethereal solution di- 
p-anisylstyrylcarbinol, OH-C(C,H,°OMe).*CH:CHPh, which is isolated 
in the form of its perchlorate, a stable, dark red powder, m. p. about 
90°. The salt gives a magenta-red solution in acetone or chloro- 
form, which is stable in the cold but rapidly becomes discoloured 
when warmed. The similar compounds from other diaryl ketones 
all give magenta-red solutions, but the isolation of other crystalline 

, perchlorates has not been effected. 9-Styrylxan- 

ev CH-CHPh thenyl perchlorate (annexed formula) is chiehend 
similarly from xanthone ; it forms red prisms or 

( Y YY ‘ = er —- decomp. 187180". 
e substance is remarkably stable. en 

\Z SY WH boiled with alcohol, it is converted into ms- 
styrylxanthene, m. p. 215°. 9-Styryl-1-meth- 
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oxyxanthenyl perchlorate is a stable, dark red powder which softens 
at 160° and becomes black, without melting, at 250°. 9-Styryldi. 
88’-naphthoxanthenyl perchlorate is somewhat less stable. H. W. 


The Beckmann Transformation. JakoB MEISENHEIMER 
(Ber., 1921, 54, [B], 3206—3213)—Two stereoisomeric forms of 
benzilmonoxime are known and, in accordance with the — of 

; Ph:C-Bz Ph-C-Bz 
the Beckmann transformation, the formule HO: tt and tt OH 
have been assigned to the 8- and «-forms. It has been assumed 
that intramolecular reactions take place with greater readiness 
when the reacting groups are disposed near to one another in 
space, but this has never been proved strictly to be the case. The 
incidental observation that 3:4: 5-triphenylisooxazole is con. 
verted by chromic acid in glacial acetic acid solution bind by ozone 
: , “. Ph-C—C:Ph *C*CO:Ph 
into benzoyl-$-benzilmonoxime, N.o-4-Ph mone N.OBz 
(Meisenheimer, this vol., i, 176), proves, however, that the con- 
figurations assigned previously to the benzilmonoximes are incorrect, 
and that, during the Beckmann change, the transformation occurs, 
not between vicinal groups, but between those placed in the anti- 
position to one another. It is hereby assumed that in the opening 
of a ring only one form can be produced, which must contain the 
developed groups in the vicinal position to one another; the 
necessary precautions have been taken to prove that the benzoyl- 
benzilmonoxime is actually the primary product of the fission of 
3:4: 5-triphenylisooxazole. 

The new view of the course of the Beckmann change necessitates 
a redistribution of the formule among the benzildioximes, the «., 
Ph-C-C Ph 
HO-N N-OH’ 


, respectively, thus involving 


6-, and y-forms now receiving the configurations 


Ph-C———_C-Ph Ph-C C-Ph 
N-OHHO-N ”° N-OH N-OH 
the transpositions of the formule assigned previously to the «- 
and $-forms, whilst leaving that of the y-variety unchanged. A 
review of the literature on the subject shows that the chemical 
behaviour of the dioximes is in much better accord with the new 
than with the older formule. 

The mechanism of the Beckmann transformation is now ex- 
plained in the following manner. In the oximes, the radicles 
attached to the vicinal carbon atom, for example, the phenyl group 
of «-benzilmonoxime, exert an attraction on the hydroxyl group, 
and thus displace it from its normal position. The residual or 
partial valency of the nitrogen atom on the side remote from the 
hydroxy-group is thereby strengthened. In certain circumstances 
(the best conditions for the Beckmann change), the residual valency 
becomes so powerful that it attracts the vicinal group attached to 


the carbon atom to itself. Momentarily, therefore, a compound, 
pod | Be’ with tervalent carbon and quadrivalent nitrogen is pro- 
. . Z, 
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duced. In the latter, the radicle X attached to the nitrogen by 
oxygen has but little relationship to the nitrogen, and is therefore 
diminated and naturally becomes attached to the tervalent carbon 
atom. 

Triphenylisooxazole, dissolved in carbon tetrachloride, is con- 
verted by successive treatment with ozone and water into benzoyl- 
;-benzilmonoxime, m. p. 137°5—138°5°, in addition to a little 
oxalic and benzoic acids. The oxime and benzoic acids are also 
produced when the isooxazole is oxidised with chromic acid in 
glacial acetic acid solution, but the yields are very small. Benzoyl- 
4-benzilmonoxime is obtained conveniently by the action of benzoyl 
chloride on the oxime in the presence of pyridine. Under similar 
conditions, «-benzilmonoxime gives a compound of the expected 
composition, which, however, is probably ON-dibenzoylisobenz- 
amide, OBz*-CPh:NBz, m. p. 95—96° (cf. Werner and Piguet, A., 
1905, i, 66). Benzoyl-@-benzilmonoxime is converted by sodium 
hydroxide in aqueous alcoholic solution almost quantitatively into 
the 8-oxime and benzoic acid. Under similar conditions, the benzoyl 
compound obtained from the «-oxime gives benzonitrile and benzoic 


acid. H. W. 


Condensation Reactions of Formic Acid. Erw. ScHwWENK 
VJ. pr. Chem., 1921, [ii], 103, 103—105).—That the condensation 
reaction of formic acid with 2-methylindole (Scholtz, A., 1913, 
i, 893) is not confined to such pyrrole derivatives is shown by the 
behaviour of formic acid in presence of concentrated sulphuric acid 
towards 3-oxythionaphthen and towards phloroglucinol. In the 
first case, the product of the reaction is the 3-oxythionaphthen- 
l-aldehydethioindogenide, m. p. about 270°, obtained by Fried- 
lander and Kielbasinski (A., 1911, i, 1021) from 3-oxythionaphthen- 
l-aldehyde and acids, and by Friedlander and Risse (A., 1914, 
i, 876) by the action of chloroform and an alkali on 3-oxythio- 
naphthen; this compound forms an acetyl derivative, C,,H)0,So, 
m. p. 211°. 

The action of formic acid on phloroglucinol in presence of sulphuric 
acid yields an orange, pulverulent compound, C,,H,.0,, possibly 


H, OH OH 
_ * aN 
OC _ 7 CH(OE) { __ On: 
H, O OH 
which does not melt at 300°, and at 150° is converted into the 
compound, Cy3H 0g. _ 4 


Preparation of Hydroxyanthraquinones from Nitroanthra- 
quinones. Erw. ScHWENK (J. pr. Chem., 1921, [ii], 103, 106— 
108)—The methods which have been suggested for replacing the 
nitro-groups of nitroanthraquinones by hydroxyl groups give 
either poor yields or impure products, or are tedious to execute. 
The author finds, however, that this replacement may be readily 
effected by prolonged heating of the nitro-compound with potassium 
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acetate and acetic acid in an oil-bath at 170—180°. The nitro. 
group is doubtless replaced first by acetyl, but in no instance could 
the acetyl compound be isolated; the readiness with which the 
acetyl group is replaced is doubtless related to the difficulty ex. 
perienced in acetylating the «-hydroxyanthraquinones (Dimroth, 
Friedmann, and Kammerer, A., 1920, i, 443). Replacement of 
nitro-groups by hydroxyls by the action of potassium acetate does 
not take place in the naphthalene or benzene series; with 3-nitro. 
phthalic acid, a reaction occurs, but this has not been investigated, 
x. g. F. 


Derivatives of Anthraquinone. Aliphatic Thioethers, 
Dithioethers, and Thioether Sulphonic Acids. E. Emmzr 
Rerp, Corin M. Mackat1, and Grorcr E. Mituer (J. Amer. Chem. 
Soc., 1921, 43, 2104—2117).—Anthraquinone-«-sulphonic acid and 
the 1:5- and 1: 8-disulphonic acids when heated with aliphatic 
mercaptans in alkaline solution reacted readily to form thioethers, 
thioether sulphonic acids, and dithioethers. The reaction takes 
place rapidly at 100°. The corresponding sulphones were pre- 
pared from the thioethers and dithioethers by oxidation with nitric 
acid. The following compounds are described : 

Thioethers, C,,H,O,°SR: Anthraquinone methyl thioether, 
m. p. 221°; anthraquinone ethyl thioether, m. p. 184°; anthra- 
quinone propyl thioether, m. p. 151°; anthraquinone butyl thioether, 
m. p. 112°5°; anthraquinone isobutyl thioether, m. p. 144°; anthra- 
quinone isoamyl thioether, m. p. 86°. The corresponding sulphones, 
C,,H,0,"SO,R, are: methyl, m. p. 254°; ethyl, m. p. 211°5°; 
propyl, m. p. 204°5°; butyl, 150°; isobutyl, m. p. 190°; isoamyl, 
m. p. 133°. 

The anthraquinone-5-sulphonic acid  1-alkyl _ thioethers, 

O SR 
ow 
| | | — |, were isolated in the form of various salts as follows: 
Py / 
SO,Na 0 
Anthraquinone-5-sulphonic acid 1-methyl thioether as its sodium, 
barium, aniline, m. p. 290—299° (decomp.), o-toluidine, m. p. 285— 
290° (decomp.), and p-tolwidine, m. p. 298—304° (decomp.), salts. 
Anthraquinone-5-sulphonic acid 1-ethyl thioether as its sodium, 
barium, aniline, m. p. 276—285° (decomp.), o-toluidine, m. p. 264— 
274° (decomp.), and p-toluidine, m. p. 276—285° (decomp.), salts. 
Anthraquinone-5-sulphonic acid 1-propyl thioether as its sodium, 
barium, aniline, m. p. 270—277° (decomp.), o-toluidine, m. p. 255— 
257° (decomp.), and p-toluidine salts. Anthraquinone-5-sulphonic 
acid 1-butyl thioether as its sodium, barium, strontium, calcium, 
aniline, m. p. 257—259° (decomp.), 0-tolwidine, m. p. 234—237° 


(decomp.), and p-toluidine, m. p. 256—260° (decomp.), salts. 
Anthraquinone-5-sulphonic acid 1-isoamyl thioether as its sodium, 
barium, aniline, m. p. 263—265° (decomp.), o-toluidine, m. p. 250— 
254° (decomp.), and p-lolwidine, m. p. 267—277° (decomp.), salts. 

1 : 5-Anthraquinone dialkyl dithioethers : dimethyl; methyl ethyl, 
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m. p. 229°; methyl propyl, m. p. 209°; methyl butyl, m. p. 173°5°; 
methyl isoamyl, m. p. 175°; diethyl, m. p. 226°5°; ethyl propyl, 
m. p. 188°5°; ethyl butyl, m. p. 156°; ethyl isoamyl, m. p. 152°; 
dipropyl, m. p. 227°; propyl butyl, m. p. 175°; dibutyl, m. p. 159°5° ; 
butyl isoamyl, m. p. 134°, and di-isoamyl, m. p. 158°5°. The corre- 
sponding disulphones are dimethyl ; methyl ethyl, m. p. > 300°; methyl 
propyl, m. p. 291°; methyl butyl, m. p. 264°; methyl isoamyl, m. p. 
266°; diethyl, m. p. 269°5°; ethyl propyl, m. p. 243°5°; ethyl butyl, 
m. p. 194°; ethyl isoamyl, m. p. 198°; dipropyl, m. p. 265°; propyl 
butyl, m. p. 220°; dibutyl, m. p. 184°5°; butyl isoamyl, m. p. 203°5°, 
and diisoamyl, m. p. 202°. 

The anthraquinone-8-sulphonic acid 1-alkyl thioethers prepared 
are as follows: 1-methyl as its sodium, barium, aniline, m. p. 260° 
(decomp.), o-toluidine, m. p. 255° (decomp.), and p-toluidine, m. p. 
260° (decomp.), salts; 1-ethyl as its sodium, barium, aniline, m. p. 
250° (decomp.), o-toluidine, m. p. 260° (decomp.), and p-toluidine, 
m. p. 255°, salts; 1l-propyl as its sodium, barium, aniline, m. p. 
242° (decomp.), o-toluidine, m. p. 260° (decomp), and p-tolwidine, 
m. p. 260° (decomp.), salts; 1-butyl as its sodium, barium, strontium, 
calcium, lead, nickel, cobalt, copper, aniline, m. p. 260° (decomp.), 
o-toluidine, m. p. 260° (decomp.), and p-toluidine, m. p. 255° (de- 
comp.), salts; and 1l-isoamyl as its sodiwm and barium salts. 

The 1:8-anthraquinone dialkyl dithioethers are: dimethyl, 
m. p. 222°; methyl ethyl, m. p. 210°; methyl propyl, m. p. 173°5°; 
methyl butyl, m. p. 134°; methyl isoamyl, m. p. 114°; diethyl, m. p. 
167°5°; ethyl butyl, m. p. 95°; dipropyl, m. p. 142°; propyl butyl, 
m. p. 119°5°; propyl isoamyl, m. p. 104°; dibutyl, m. p. 131°; 
butyl isobutyl, m. p. 103°5°; butyl isoamyl, m. p. 116°5°, and di- 
isoamyl, m. p. 133°. The corresponding disulphones are: dimethyl, 
m. p. 310°; methyl ethyl, m. p. 220°; methyl propyl, m. p. 211°; 
methyl butyl, m. p. 169°; methyl isoamyl, m. p. 172°; diethyl, 
m. p. 228°; ethyl butyl, 128°; dipropyl, m. p. 210°; propyl butyl, 
m. p. 200°5°; propyl isoamyl, m. p. 147°5°; dibutyl, m. p. 188°; 
butyl isobutyl, m. p. 168°5°; butyl isoamyl, m. p. 154° and dtisoamyl, 
m. p. 176°. 

Attempts were made to prepare similar derivatives from sodium 
naphthalene-«-sulphonate, but no reaction took place. Preliminary 
experiments showed that when sodium anthraquinone-«-sulphonate 
was replaced by the $-sulphonate replacement by the mercaptan 
residue took place with much greater difficulty, if at all. 

W. G. 


Boric Esters of Hydroxyanthraquinones. Orro DIMROTH 
and THro Faust (Ber., 1921, 54, [B], 3020—3034).—Boric acid 
is used extensively in the chemistry of the hydroxyanthraquinones 
as a protective agent in oxidations and as accelerator in condens- 
ations and nitrations. Its action has been attributed frequently 
to the formation of boric esters, but the question does not appear 
to have been investigated systematically. It is now shown that 
boric esters of the hydroxyanthraquinones can be obtained con- 
veniently from the latter by the action of a solution of boric acid 
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in acetic anhydride. Thus, 1-hydroxyanthraquinone is trans. 
formed into 1-hydroxyanthraquinonyl boroacetate, 
C,,H,0,°0-B(OAc)., 

which loses a molecule of acetic anhydride when heated in a vacuum, 

and forms 1-hydroxyanthraquinonyl metaborate, C,,H,O,°0-B:0, 

2-Hydroxyanthraquinone, on the other hand, does not react with 

boric acid. This difference between the behaviour of hydroxy. 

groups in positions 1 and 2 is characteristic and general. The 

unusual greater reactivity of the 1-hydroxy-group is explained by 

the hypothesis that a subsidiary valency union occurs between the 

boron atom and the ketonic oxygen atom, thus giving rise to com- 

pounds of the type indicated by the annexed 

B(OAc), formula, which are thus analogous to the com- 

oN pounds with tin tetrachloride described by Pfeiffer 

O O (A., 1913, i, 879). The correctness of this sup- 

osition is supported by the observations that 

cy ¥ ‘ snthraquinone self react es pag a 

ide (the compound formed could not be isolated), 

page nil that 1: 5-dihydroxyanthraquinone reacts with 

two molecules of boroacetic anhydride, whereas 

the 1:8-compound reacts with only one molecule, and_ that 

1: 4: 5-trihydroxyanthraquinone unites with two molecules of boric 
acid, whilst the third hydroxy-group becomes acetylated. 

The formation of boric esters of hydroxyanthraquinones in acetic 
acid solution is accompanied by characteristic changes in colour 
and spectrum. Investigation of the latter is not yet complete, 
but it is established that all diborates are distinguished by very 
sharp and characteristic absorption bands. 

It is remarkable that an «-hydroxy-group in 1 : 8-dihydroxyanthra- 
quinone is acetylated readily by warming for a short time with boric 
acid—acetic anhydride solution, whereas such groups are generally 
difficult to acetylate. In acetic anhydride solution, it is found 
that 1 : 8-dihydroxyanthraquinone is more readily mono-acetylated 
than the 1:5-compound. In general, the author is inclined to 
attribute the difficulty of acetylating and alkylating o-hydroxy- 
ketones to chemical rather than to steric effects, and suggests the 
possibility of an unstable, subsidiary valency bond between the 
hydrogen of the hydroxyl group and the ketonic oxygen atom. 

The analysis of the hydroxyanthraquinonyl boroacetates is 
effected by decomposing them with water and weighing the pre- 
cipitated hydroxyanthraquinone. Acetic acid is estimated in the 
filtrate by titration with alkali until neutral red becomes yellow, 
after which mannitol and phenolphthalein are added and the 
titration is continued until the solution becomes pink. 

1-Hydroxyanthraquinonyl boroacetate, orange-red plates, which 
decomposes when heated without showing a definite melting point, 
is prepared by gently warming 1-hydroxyanthraquinone with a 
solution of boroacetic anhydride in an excess of acetic anhydride; 
it is very readily hydrolysed by water and is unstable towards 
moist air. It loses acetic anhydride when preserved in a desiccator, 
rapidly when heated in a vacuum, and passes into 1-hydroxyanthra- 
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Tans- 


inonyl metaborate, brown crystals which are much more stable 
towards water than is the boroacetate. 1 : 4-Dihydroxyanthra- 
quinonyl diboroacetate forms coarse, ruby-red crystals, whilst the 
.B:0. Joorresponding di-metaborate is rust-brown. Alizarin 1-boroacetate 
with [forms dark red crystals which are extremely sensitive to moisture. 
| 9.Acetylalizarin-1-boroacetate, orange-red crystals, is decomposed by 
The water into 2-acetylalizarin, m. p. 198°, acetic acid, and boric acid. 
d by Purpuren-1 : 4-diboroacetate, purple-red crystals, and 2-acetylpur- 
1 the |puren 1:4-diboroacetate, dark red to violet-red crystals, are also 
described. Anthrarufindiboroacetate crystallises in golden-yellow, 


C 
one iridescent leaflets. Chrysazin-monoboroacetate, pale 
com- B(OAc), red crystals with a dull golden glance, and 
siffer ra 5-acetylchrysazin-1-boroacetate, red crystals, are 
sup- O O described; the latter, when hydrolysed, gives 
that #/\/7\74\ 1-hydroxy-5-acetoxyanthraquinone, orange-yellow 
ydr- §| | | prisms, m. p. 178°, or lemon-yellow needles, m. p. 


ted), B\A\7\7 179° (the two modifications are interconvertible). 

Wi 1 / 4-Acetoxy-1 : 5-dihydroxyanthraquinonyl diboroacet- 
th #0 O OAc y quinony 

, ate (annexed formula), rust-brown crystals with 


Teas P 
that Ko Ac) golden glance, is hydrolysed by water to 1 : 5-di- 
oric . hydroxy-4-acetoxyanthraquinone, yellow needles, 


m. p. 165°; the position of the hydroxy-groups in the latter follows 
etic | from its inability to be oxidised by lead tetra-acetate to a 
lour § di-quinone. H. W. 


Researches on Residual Affinity and Co-ordination. VII. 
Cobaltic Lakes of the Alizarin Series. Gmusert T. Morcan 
hra- g and J. D. Main Smita (T., 1922, 121, 160—169). 


oric ‘ , — . : . 
ally The Action of Bromine on Quinizarin and Alizarin. OrTo 
und § Dimrotu, Ernst Scuuttze, and Fritz Herze (Ber., 1921, 54, 


ted § 2085—3050; cf. A., 1916, i, 563; 1920, i, 443).—Quinizarin is 
unaffected by bromine water at the ordinary temperature, but 
it is rapidly oxidised by a concentrated solution of bromine in 
the § potassium bromide to quinizarinquinone, which is a much more 
the § powerful oxidising agent than benzoquinone. Bromine water in 
presence of free bromine, however, converts quinizarin into 
quinizaringuinone dibromide, slender, pink needles, m. p. 210— 
215° (decomp.); this is also formed by boiling quinizarinquinone 
the § With an excess of bromine and glacial acetic acid. It is reduced 
by sulphurous acid to monobromoquinizarin, red needles, m. p. 
the § 228—230° (Liebermann and Riiber, A., 1900, i, 451), which forms 
a diacetyl derivative, pale yellow needles, m. p. 216—218°, whereas 
ich | tteatment with acetic anhydride-sulphuric acid yields dibromo- 
diacetylquinizarin, pale yellow needles, m. p. 270—271°, which is 
hydrolysed by sulphuric acid to dibromoquinizarin, m. p. 252— 
de; 253° (Liebermann and Riiber, loc. cit.). 

rds Quinizarin in methyl alcoholic suspension readily reacts with 
bromine with ice cooling, forming quinizarinquinone methoxy- 
bromide, yellow crystals, m. p. 96°, which is converted by acetic 
anhydride in the cold into 3-bromodiacetylpurpurin 2-methyl ether, 
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pale yellow crystals, m. p. 145°, hydrolysed by sulphuric acid to 
3-bromopurpurin-2-methyl ether, red needles, m. p. 260°. 

Alizarin reacts with bromine more readily than does quinizariy 
and forms 3-bromoalizarin, yellow plates, m. p. 260—261°, when 
boiled with an acetic acid solution of bromine, but treatment with 
bromine water, or a potassium bromide solution of bromine, or 
bromine water and free bromine yields in each case 3-bromoalizarin. 
quinone, very sparingly soluble, yeliow needles which readily 
decompose. Alizarinquinone methoxybromide, obtained in a 
similar manner to the corresponding quinizarin derivative, forms 
lanceolate, yellow needles, m. p. 230°, after decomposing and 
sintering at 200°. A methyl-alcoholic suspension of alizarin, on 
the other hand, when treated with bromine without cooling, yields 
3: 4-dibromoalizarin, yellow needles, m. p. 251—252°; diacetyl 
derivative, pale yellow rosettes of needles, m. p. 199—200°; 
3 : 4-dibromoalizarinquinone, yellow crystals. 

Alizarin in ethyl alcoholic suspension reacts with bromine with 
cooling, with formation of alizarinquinone ethoxybromide, yellow 
tables, m. p. 205° with decomp. after sintering at 180°. 

F. M. R. 


Anthradiquinones and Anthratriquinones. Otto Dimroti 
and VALENTIN HincKen (Ber., 1921, 54, 3050—3063; cf. A., 1916, 
i, 563; 1920, i, 443)—Quinizarinquinone in glacial acetic acid 
suspension reacts with hydrogen fluoride with formation of 
2-fluoroquinizarin, red prisms; diacetyl derivative, slender, yellow 
needles, m. p. 189°. With benzenesulphinic acid, quinizarin- 
quinone yields quinizarin-2-phenylsulphone, slender, red needles, 
m. p. 250°; diacetyl derivative, yellow crystals, m. p. 210°. When 
quinizarinquinone is suspended in acetaldehyde and exposed to 
sunlight in a closed vessel, monoacetylquinizarin, yellowish-orange 
needles, m. p. 186°, is formed. 

In order to determine the effect of hydroxyl groups on the 
properties, mono- and di-hydroxyanthradiquinones have been 
prepared by the oxidation of tri- and tetra-hydroxyanthraquinones 
respectively with lead tetra-acetate. 6-Hydroxyquinizarinquinone 
forms small, brownish-yellow crystals, m. p. 215—220° after 
decomposing and sintering at 200°, and when treated with acetic 
anhydride-sulphuric acid yields a mixture of hydroxyanthrapur- 
purin and hydroxyflavopurpurin. 5-Hydroxyquinizarinquinone 
forms brown needles, m. p. 220° after darkening at 210°. 5:8- 
Dihydroxyquinizarinquinone could not be isolated from its deep 
bluish-violet solution in nitrobenzene. 

The acetyl derivative of 1:4:5:6: 8-pentahydroxyanthra- 
quinone is obtained by oxidising a glacial acetic acid solution of 
alizarin-bordeaux with lead tetra-acetate and adding an excess 
of acetic anhydride and sulphuric acid, and, similarly, the diquinones 
derived from $-monoacetyl-alizarin-bordeaux and anthrapurpurin 
were only obtained in acetic acid solution. 

When 1:2:4:5:8-pentahydroxyanthraquinone and 1:2:4:5:6:8- 
hexahydroxyanthraquinone are oxidised by air in alkaline solution, 
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the tri- and tetra-hydroxyanthradiquinones respectively are obtained, 
and crystallise from aqueous pyridine in dark violet needles. 
The hydroxy-derivatives of quinizarinquinone are weaker oxidis- 
ing agents than the parent substance, and the oxidising power 
yaries with the position of the hydroxyl group in the molecule, 
for 5-hydroxyquinizarinquinone is a weaker oxidising agent than 
its 6-hydroxy-isomeride. With regard to the rate of oxidation 
of a hydroxyanthraquinone to a diquinone, the oxidation to an 
o-quinone proceeds more rapidly than the oxidation to a p-quinone. 
When an acetic acid or nitrobenzene solution of a polyhydroxy- 
anthraquinone, which contains hydroxyl groups in an ortho- or 


para-position in both benzene rings, is oxidised with lead tetra- 
acetate, the blue to bluish-violet diquinone is first formed, but 
on further oxidation yellow or yellowish-brown solutions of the 
triquinone are obtained. Solutions of the triquinones derived from 
1:4:5: 8-tetrahydroxy-, 1 : 2:5: 8-tetrahydroxy-, pentahydroxy-, 
and hexahydroxy-anthraquinones were obtained in this manner, 
but the triquinones were not isolated. F. M. R. 


Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXII. The Binary Systems of 
Camphor with Phenols. RopertT KREMANN and FRIEDRICH 
OpeLGA (Monatsh., 1921, 42, 147—165; cf. this vol., i, 131).— 
The fusion diagrams of the binary systems formed by camphor 
with p- and m-nitrophenols are completely analogous to that of 
the system camphor—phenol (Kremann, Wischo, and Paul, A., 
1916, i, 217), the curves for the two components falling so steeply 
that meeting in a simple eutectic is not to be expected; in the 
region corresponding with 59—69°% (for p-nitrophenol) or 60— 
69°, (for m-nitrophenol) of camphor, no crystallisation is induced 
by inoculation either with one of the components or with the 
resorcinol-camphor compound. In almost all cases in which m- 
and p-nitrophenols form compounds with a second component, 
o-nitrophenol fails to do so owing to steric hindrance. Hence, if 
the inability of the camphor—m-(or p-)nitrophenol system to exhibit 


crystallisation over the ranges mentioned is due to the existence 
of a compound seeding with which is impossible, the system 
camphor-o-nitrophenol should form no compound and its fusion 
diagram should be realisable completely; this is actually the case, 
the eutectic corresponding with 15° and 54% of camphor. The 
binary systems formed by camphor with 2: 4-dinitrophenol and 
picrie acid show similar behaviour, the eutectics corresponding 
respectively with 67° and 61% of camphor, and 71° and 60% of 
camphor; the 2 : 4-dinitrophenol and picric acid branches exhibit 
points of inflexion. Here, then, unlike what is observed in other 
analogous cases, introduction of electronegative nitro-groups into 
a compound removes the tendency to combine with camphor. 

For the systems formed by camphor with pyrogallol and 
catechol, the fusion curves for the two components descend rapidly 
and do not meet in a eutectic point.on extrapolation. If, however, 
the intermediate critical viscous melt is seeded with the camphor-— 
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resorcinol compound, a new branch of the diagram of state js 
realised, this corresponding with the primary crystallisation of 
a compound of the two components. Contrary to the statements 
of Efremov (A., 1913, i, 635), the compounds formed are composed 
of 1 mol. of catechol + 2 mols. of camphor and, apparently, 1 mol, 
of pyrogallol + 3 mols. of camphor. That the number of mole. 
cules of camphor combined should agree with the number of 
hydroxyl groups in the molecule of the other component is con. 
ceivable, but with other compounds, such as amines, steric 
hindrance to the valency relations results from the ortho-positions 
of the hydroxyl groups of catechol and pyrogallol, so that the 
number of molecules of the second component combined is usually 
less than the number of hydroxyl groups in the hydroxybenzene; 
in such cases, the two hydroxyl groups act only when they occur 
in the meta- or para-position. In their behaviour towards camphor, 
however, the valency activities of the hydroxyls of the dihydroxy. 
benzenes appear to support one another when near and to weaken 
one another when distant. The fusion curve for the system 
camphor-quinol exhibits no indication of the formation of the 
equimolecular compound mentioned by Efremov (loc. cit.). 
7. Xe. F. 


Saponins. V. Hederin and its Hederagenin. A. W. van 
DER Haar (Ber., 1921, 54, [B], 3142—3148; cf. A., 1916, i, 41)— 
It has been shown previously that the crystalline «-hederin is 
hydrolysed to «-hederagenin, l-arabinose, and rhamnose according 
to the scheme, C,.H,,0,,-+3H,0=C,,H;90,+C;H1)0;+C,H,,0;. 
The previous conclusion that it contains five hydroxyl-groups is 
somewhat modified, since four of these are found to be capable 
of acetylation, whereas the fifth is present in the carboxy! group. 
Since «-hederagenin does not dissolve in aqueous carbonate or 
bicarbonate solutions, whilst it can be titrated with alkali hydroxide 
in alcoholic solution, it was considered to be a lactone; this view 
is now abandoned, since the methyl and ethyl esters are found to 
contain the two hydroxyl groups present in the original substance, 
which is now regarded as a dihydroxy-carboxylic acid, 

C9H,,(OH),°CO,H. 

a-Hederin is converted by diazomethane into the corresponding 
methyl ester, colourless crystals, m. p. 198—200°, which is trans- 
formed by acetic anhydride and anhydrous sodium acetate into the 
tetra-acetyl ester. The sodium salt of «-hederin, C4.H,;0,,;Na,5H,0, 
and the potassium salt are described. H. W. 


Saponins. VI. Hederagenin. A. W. van pER Haar and 
A. TAMBURELLO (Ber., 1921, 54, [B], 3148—3158; cf. van der 
Haar, A., 1916, i, 41, and preceding abstract; Palazzo and Tam- 
burello, Arch. Farm. Sci. affi., 1913, 5, 15)—New analyses of 
hederagenin have confirmed the formula, C,,H; 90,, proposed by 
van der Haar. Diacetylhederagenin loses one of its acetyl groups 
when heated at 100° or when crystallised from aqueous alcohol, 
and passes into monoacetylhederagenin, m. p. 156°. The labile 
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acetyl group appears to be vicinal to the carboxyl-group and to 
be influenced by its proximity, since the di-acetates of the corre- 
sponding methyl! and ethyl esters are completely stable towards 
aqueous alcohol. The sodiwm salt of hederagenin, 
C59H,7(OH).*CO,Na,H,O, 

is described. Hederagenin methyl ester, C,.H;.0, (from the sodium 
salt and methyl iodide, by the successive action of thionyl chloride 
and boiling methyl] alcohol on the sodium salt, by means of methyl 
sulphate or by diazomethane), has m. p. 240°, [«]i} +-70°9° in chloro- 
form solution. Diacetylhederagenin methyl ester, C,,H;,0,,H,O, 
has m. p. 193°, [a]i} +61°8°, when dissolved in absolute alcohol. 
Hederagenin ethyl ester crystallises in small, colourless needles, 
m. p. 218—219°, [«]i} +72°5°, in absolute alcoholic solution; the 
corresponding di-acetate has m. p. 150°, [«]i? +76°47°, when 
dissolved in chloroform. Hederagenin methyl ester is converted 
by fuming nitric acid into a nitro-compound, decomp. 165°, which 
has not been analysed. The gradual addition of a solution of 
bromine in chloroform to hederagenin methyl ester dissolved in 
the same solvent leads to the formation of the dibromo-compound, 
(,H;90,Br., small, colourless needles, decomp. 215—217°. 
Bromination of hederagenin under similar conditions appears to 
proceed somewhat irregularly, giving on the one hand a bromo- 
derivative, colourless needles, decomp. 157—158°, which was not 
analysed but is probably a dibromo-compound (Tamburello), and, 
on the other, a mixture of two bromo-derivatives, lustrous, 
hexagonal leaflets, m. p. 242°, and pale yellow needles, C,;,H,.0,Bro, 
m. p. 262° (van der Haar); attempts to repeat the latter prepara- 
tions led, however, to somewhat different results, giving products 
of m. p. 268—270° and 255°, respectively. 

Hederagenin acid amide, C,,H;,0,N,H,O, colourless needles, 
m. p. 285°, is prepared by the action of ammonia on an ethereal 
solution of the corresponding chloride obtained by the action of 
thionyl chloride on hederagenin or its sodium salt. H. W. 


Picrotoxin. XII. Picrotin Ketone, C,,H,,O,;. Paut Horr- 
MANN and FRIEDRICH Biscuor (Arch. Pharm., 1921, 259, 165— 
176).—The ketone, C,,H,,03, first noticed among the reduction 
products of picrotoxin by phosphorus and hydriodic acid by 
Angelico (A., 1910, i, 577) was obtained in better yield by first 
converting the picrotoxin into «-picrotinic acid and picrotoxinic 
acid by boiling with mineral acid, and then reducing these acids 
in the same way as picrotoxin itself. It was isolated by means 
of its oxime, m. p. 212°, and purified by distillation in a vacuum, 
b.p. 190°/8 mm. It forms a thick, colourless syrup which crystal- 
lises after long keeping. Its semicarbazone has m. p. 216°. By 
the action of methyl alcoholic potassium hydroxide it is hydrolysed 
into acetic acid and the substance C,,H,,0,. An attempted 
degradation of the ketone by converting it into an unsaturated 
compound through the corresponding tertiary alcohol obtained 
by the action of magnesium methyl iodide was not successful. 
Oximinopicrotin ketone, C,,H,,0.°C(NOH)-COMe is obtained by the 
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action of amyl nitrite and sodium ethoxide on the ketone. It is 
a white substance, m. p. 215°, and forms a semicarbazone, m. D. 
249° (decomp.), a phenylhydrazone, m. p. 220°, an oxime, m. D. 
192°, and a benzoyl derivative, m. p. 178—182°. It did not 
yield the diketone on treatment with sodium nitrite or mineral 
acids, but on oxidation with nitric acid or ammoniacal silver oxide it 
was converted into acetic acid and a monobasic acid, C,,H,,0,°CO,H, 
which could not be obtained in a crystalline condition. By the 


action of sodium hypobromite, the ketone was converted into| 


nT) , ) . ; : : Ro 
a-bromopicrotin ketone, C,,H,;0,Br, coarse needles, m. p. 145°. 


G. F. M. 


Physiology of Anthocyanin and Chemistry of Chlorophyll. 
J. CostantTiIn (Ann. Sci. Nat. Bot., 1919, [x], 1, 38—52).—A dis. 
cussion of the present state of knowledge with regard to antho. 
cyanin and chlorophyll. Reduction with nascent hydrogen of a 
yellow flavone pigment from Vitis is known to yield anthocyanin, 
and the production of a yellow flavone by oxidation of anthocyanin 
is affirmed. Chlorophyll is now considered to have the formula 
CO,H’C,, HogN,Mg(CO,Me)(CO,°CogpHy9). Treatment with ethyl 
alcohol produces substitution of an ethyl group for the phytol 
group, Cy9H., yielding Willstiitter’s crystallisable chlorophyll. 

CHEMICAL ABSTRACTS. 


Catechutannins. I. Paullinia Tannin. MAXIMILIAN 
NIERENSTEIN (T., 1922, 121, 23—28). 


Anthracoumarin Derivatives. I. W. J. Minazrr and Kurt 
RiprerR (Monatsh., 1921, 42, 73—81).—The only derivatives of 
anthracoumarin (Kostanecki, A., 1888, 291) as yet known are 
styrogallol (Jakobson and Julius, A., 1888, 56; Kostanecki, A, 
1888, 292) and a hydroxystyrogallol (Slama, A., 1900, i, 177), 
which are both mordant dyestuffs. In order to obtain compounds 
with structures similar to those of the vat dyestuffs derived from 
anthraquinone, the authors have synthesised 6-chloroanthra- 
coumarin, which has been converted into 1-anilinoanthracoumarin. 
Preliminary experiments on the preparation of di-anthracoumaryl 
have also been carried out. 

The 6-chloro-3-hydroxybenzoic acid required was_ prepared 
(1) by Mazzara and Bertozzi’s method (A., 1900, i, 596), (2) by 
Peratoner and Condorelli’s method (A., 1898, i, 642), with the 
difference that the hydroxyl of the 6-chloro-3-hydroxytoluene 
was protected during the oxidation by formation of the mono- 
phosphoric ester (Heymann and Koenigs, A., 1887, 241), and 
(3) by reduction of 6-chloro-3-nitrobenzoic acid (Holleman and 
de Bruyn, A., 1901, i, 591), followed by replacement of the resulting 
amino-group by hydroxyl. 

Condensation of cinnamic and 6-chloro-3-hydroxybenzoic acids 
in presence of sulphuric acid yields 1-chloroanthracoumarin, which 
resembles 1-chloroanthraquinone in chemical behaviour, except 
that its chlorine is more mobile, probably owing to the influence 
of the negative radicle in the para-position. 
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CO 6-Chloroanthracoumarin (annexed formula) sub- 
yn limes in long, golden needles and crystallises in a 
HC O felted mass of golden needles, m. p. 274°. 

I | 6-Anilinoanthracoumarin, Cy.H,,0,N, prepared 
/\/- \7Z~\, from 1-chloroanthracoumarin and aniline in 
| presence of fused potassium acetate and copper 
\/ ‘Co’ \7__ acetate, crystallises in reddish-violet leaflets, m. p. 

Cl 184—186°. 
The interaction of 6-chloroanthracoumarin and 


Bitrobenzene in presence of “‘ Naturkupfer C’”’ appears to yield 


di-anthracoumaryl, but no pure product was isolated. T. H. P. 


Phenylthioxanthyl. M. Gomsprera and Wesiey Minnis (J. 
Amer. Chem. Soc., 1921, 43, 1940—1944).—The work of Gomberg 
and Schoepfle (cf. A., 1917, i, 551) on the molecular weight 
of phenylxanthyl checked by parallel oxygen absorptions has 
ben extended to phenylthioxanthyl. Pure phenylthioxanthenol 
chloride was prepared by bubbling dry air through a solution of 
phenylquinothioxanthenol chloride hydrochloride in dry benzene 
at 90°. This material was used for the oxygen absorption and for 
the attempts to prepare the free radicle. The free radicle was 
prepared in solution, but found to be very unstable, and it could 
not be isolated in the solid state. The values obtained by Schlenck 
and Renning (cf. A., 1913, i, 34) for the molecular weight of this 
substance were made on material which was, in all probability, 
not the free radicle. 


2: 2’-Sulphonidotriphenylmethyl. M. Gompere and E. C. 
Britton (J. Amer. Chem. Soc., 1921, 43, 1945—1950).—2 : 2’- 
Sulphonidotriphenylcarbinol, HO-CPH< 684 >S80,, m. p. 224— 
225°, was obtained by the oxidation of phenylthioxanthenol or by 
the action of magnesium phenyl! bromide on benzophenone sulphone. 
When heated with phosphorus pentachloride at 110—120°, it 
yielded 2 : 2’-sulphonidotriphenylcarbinyl chloride, m. p. 160—161°, 
which, when reduced with stannous chloride and hydrochloric 
aid, gave 2 : 2’-sulphonidotriphenylmethane, m. p. 193—194°. The 
carbinyl chloride when shaken in benzene solution with molecular 
silver gave the free radicle, 2 : 2'-sulphonidotriphenylmethyl, m. p. 
180° (decomp.), which when exposed in benzene solution to air 
yielded a crystalline peroxide, m. p. 238—239° (decomp.). 

The oxygen and iodine absorptions of the free radicle were 
determined, and molecular-weight determinations in benzene and 
in p-bromotoluene as solvents indicate little change in molecular 
weight with rise in temperature from 6° to 27°. The free radicle 
in solution is unimolecular to the extent of 30% to 38%. W.G. 


The Anhalonium Alkaloids. II. Constitution of Pellotine, 
Anhalonidine, and Anhalamine. Ernst SpArn (Monatsh., 
1921, 42, 97—115).—If pellotine actually possesses the constitution 
suggested (A., 1919, i, 548), protection of its phenolic hydroxyl 
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group by introduction of a carbethoxyl or an ethyl radicle and 
cautious oxidation of the resulting compound by means of per. 
manganate should yield substituted gallic acids. No trace of the 
latter could, however, be obtained and similar failure to detect 
trimethylgallic acid was experienced on oxidising a methylated 
anhalamine. The view that pellotine and anhalonidine are deriy. 
atives of mezcaline containing a phenolic hydroxyl group cannot 
be maintained, as it is found that dimethylmezcaline methiodide 
is identical with neither methylpellotine methiodide nor dimethyl. 
anhalonidine methiodide. 

These results suggest that the nitrogen in the two bases forms 
part of a closed ring, and this view is confirmed by the observation 
that, when heated with alkali hydroxide, the quaternary, con. 
pletely methylated pellotine methiodide gives an amine which, 
when again combined with methyl iodide and subsequently boiled 
with alkali hydroxide, is converted into a nitrogen-free compound, 
On the assumptions that the ring in question is the zsoquinoline 
ring, that Heffter’s formula, C,,H,,0O,N, for pellotine is correct, 
and that the base contains a phenolic hydroxyl group, a methyl 
group united to nitrogen, and a gallic acid residue, various con- 
stitutions are suggested for pellotine methyl ether; the most 
probable of these is 6: 7 : 8-trimethoxy-1 : 2-dimethyl-1 : 2 :3:4 
tetrahydroisoquinoline, which best expresses the relationship o 
pellotine to mezcaline and explains the optical inactivity of pello- 
tine, the formation of the latter from mezcaline being brought 
about by ring closure by means of acetaldehyde, so that assumption 
of enzyme action is unnecessary. The methiodide of 6:7:8- 
trimethoxy-1 : 2-dimethyl-1 : 2 : 3: 4-tetrahydroisoquinoline, __pre- 
pared synthetically from mezcaline, is identical with methylpellotine 
methiodide, and since pellotine contains a hydroxyl group in place 
of a methoxyl group of the synthetic base, Heffter’s formula, 
C,,H,,0,N, for pellotine is confirmed. 

The identity of the methiodides of the completely methylated 
derivatives of pellotine and anhalonidine shows that these two 
bases have the same ring system. Further, the formation of 
N-acyl derivatives of anhalonidine demonstrates the latter to bea 

secondary base, so that O-methylanhalonidine 

should have the annexed constitution (I), which 

accords with the observation that the N-m- 

nitrobenzoyl derivative of the synthetic base 

(I) is identical with methyl-N-m-nitrobenzoy!- 

anhalonidine; the formula for anhalonidine 
is, therefore, C,,.H,,0,N, and not, as Heffter thought, C,,H,;0,\. 
Thus, pellotine and anhalonidine are derivatives of 6:7 : 8-tr- 
methoxy-1-methyltetrahydrotsoquinoline, but which of the three 
methoxy-groups exists as hydroxyl in the original bases remains 
undecided. 

As regards anhalamine, it appeared possible that this represents 
N-methylmezcaline with a hydroxyl in place of one of the methoxy: 
groups. The non-identity of the methiodides of dimethylmezcaline 
and dimethylanhalamine shows, however, that anhalamine is n0 
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of the mezcaline type, and the further observation that O-methy]l- 
anhalamine fails to yield the trimethyl ether of gallic acid when oxi- 
dised proves that the nitrogen atom does not occur in an open side- 
chain and indicates that this compound may be 
an isoquinoline derivative of the structure (II). 
The accuracy of the latter is proved by the facts 
that this compound is readily synthesised from 
mezcaline and formaldehyde and that it gives an 
N-m-nitrobenzoy] derivative identical with N-m- 
nitrobenzoyl-O-methylanhalamine ; further, the quaternary iodides 
of the base (II) and O-methylanhalamine are identical. Anhalamine 
is therefore the dimethyl-ether of 6 : 7 : 8-trinydroxytetrahydrotso- 
quinoline, but here also the position of the non-methylated phenolic 
hydroxylis unknown. Heffter’s formula, C,,H,;0,N, for anhalamine 
is thus confirmed. 

Of the anhalonium alkaloids, anhaline and mezcaline belong to 
the 8-phenylethylamines occurring in various plant families, and 
are almost certainly decomposition products of substituted phenyl- 
alanines resulting from the degradation of proteins. The presence 
in the same plants as anhaline and mezcaline of the tetrahydro- 
isoquinoline derivatives, pellotine, anhalonidine, and anhalamine, 
indicates that the latter are formed from the former by condensation 
with acetaldehyde or formaldehyde. 

6:7: 8-T'rimethoxy-1-methyl-3 : 4«dihydroisoquinoline, obtained by 
the action of phosphoric oxide on the N-acetyl derivative of 
synthetic mezcaline, yields a picrate, C,,H,,0,N,C,H,0,N;, m. p. 
181—182°; a platinichloride, (C,,H,,0,N)..H,PtCl,, which forms 
orange crystals darkening at 199°, m. p. 200—201° (frothing), and 
an aurichloride, C,,H,,0,N,HAuCl,, which forms straw-yellow 
crystals, m. p. 154—156°. 

6:7 : 8-Trimethoxy-1-methyl-1 : 2 : 3 : 4-tetrahydrozsoquinoline, 
formed from the preceding compound by catalytic hydrogenation 
in presence of platinum and palladium, yields a _ picrate, 
C,3H,,0,N,C,H,0,N,, m. p. 172—173°, a platinichloride, 

(C,3H,,0,N),,H,PtClg, 
m. p. on slow heating 204—206° (decomp.), on rapid heating 210— 
212°; and an aurichloride, m. p. 147—148° (frothing). The action 
of methyl sulphate on this base gives 

6:7: 8-Trimethoxy-1 : 2-dimethyl-1 : 2 : 3 : 4-tetrahydroisoquino- 
line, which is identical with methylpellotine and forms a picrate, 
C,;H,,0,N,C,H,0,N3, m. p. 167—168°, an aurichloride, m. p. 135— 
136°, and a platinichloride, m. p. 216—217° (decomp.). 

Dimethylanhalamine methiodide, C,,H.,0,NI, forms crystals, 
m. p. 211°5—212°5°. 

6:7:8-T'rimethoxy-1 : 2:3 : 4-tetrahydroisoquinoline, prepared 
from mezcaline and formaldehyde according to Decker and Becker’s 
process (A., 1913, i, 291), forms a hydrochloride, C,,H,,0,N,HCI, 
m. p. 242—243°, an aurichloride, m. p. 139—140° (frothing), a 


Y'f platinichloride, m. p. 207—208° (frothing and blackening), and a 


picrate, m. p. 184—185°; the quaternary iodide, obtained by 
treating the hydrochloride with methyl sulphate and sodium 
VOL, OXXIL i. g 
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hydroxide and subsequently with sodium iodide, is identical with 
dimethylanhalamine methiodide (vide supra). 
N-m-Nitrobenzoylanhalamine, C,gH,,.0,N.(OMe),, has m. p, 
175—176°, and its methyl ether, -C,,H,,O,;N,(OMe),, m. p,. 
147—148°. a. &. 


Conversion of Berberine into Palmatine. Ernst Spiry 
and NorBert Lane (Ber., 1921, 54, [B], 3064—3074).—Palmatine 
has been isolated from calumba root b 

OMe/ bl ‘ , Feist (A., 1908, i, 101) and, subsequently, 
OMe! || |N-OH the annexed formula has been assigned 


VW ‘ ( \ to it by Feist and Sandstede (Arch. Pharm., 


\ Jn 1918, 256, 1). The close similarity of this 

d ‘OMe formula to that of berberine has induced 

. }OMe the authors to attempt to confirm it 

VW by direct synthesis. For this purpose, 

bromopapaverine was reduced by granulated tin and hydrochloric 

acid to tetrahydrobromopapaverine, m. p. 111° (-+-2H,O), m. p. 

71—73°, which was treated with a mixture of glacial acetic acid, 

hydrochloric acid, water, and methylal. A small amount of a 

product, m. p. 151—153°, was thus obtained which was possibly 

bromotetrahydropalmatine. Debromination of this substance by 

hydrogen in the presence of palladised barium sulphate did not. 

yield tetrahydropalmatine but norcoralydine (cf. Pictet and Tsau 
Quo Chou, -A., 1916, i, 418). 

The possibility of removing the hydroxymethylene group of 
berberine and replacing it by two methoxyl groups (thus giving 
palmatine) has been examined. Orientating experiments with 
piperonal and tetrahydroberberine showed that the hydroxy- 
methylene group can be removed with some difficulty by dilute 
hydrochloric acid under suitable conditions, but, simultaneously, 
the phenol produced is very extensively resinified by the liberated 
formaldehyde. Better results were obtained with tetrahydro- 
berberine and methyl alcoholic potassium hydroxide solution in 
an evacuated tube at 180°; it is remarkable that, under suitably 
chosen conditions, the hydroxymethylene group can be removed, 
whereas the two methoxyl groups remain intact. Nuclear con- 
densation by the liberated formaldehyde appears to occur to only 
a slight extent, probably owing to the rapid transformation of the 
aldehyde into potassium formate and methyl alcohol. Methylation 
of the product of the change by diazomethane gave a poor yield 
of tetrahydropalmatine. Better results were obtained by its 
complete methylation by treatment with a large excess of methyl 
sulphate and alkali in the absence of oxygen and isolation of the 
completely methylated quaternary iodide by addition of potassium 
iodide and potassium hydroxide, The salt was found to be identical 
with tetrahydropalmatine methiodide. When distilled in a vacuum, 
it gave tetrahydropalmatine, identical with the product derived 
from natural sources. It was oxidised by a solution of iodine in 
alcohol to palmatine. H. W. 
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A New Base from the Residues of the Hydrolytic Products 
of Cocaine, Isomeric with Tropine and y-Tropine. J. TROGER 
and K. SCHWARZENBERG (Arch. Pharm., 1921, 259, 207—226).— 
By fractional crystallisation from alcohol of the hydrochlorides 
of the basic residues left after the removal of the ecgonine from the 
product of the hydrolysis of the coca alkaloids, the hydrochloride 
of a new base, isomeric with tropine and y-tropine, was isolated 
fom the more soluble fractions. The new base, C,H,,ON, is a 
very hygroscopic, crystalline substance, m. p. 53°, b. p. 225—230°, 
and distinctly volatile at the ordinary temperature. The hydro- 
chloride, hydrobromide, and hydriodide are crystalline salts, very 
wluble in water and alcohol, and melt at 157—160°, 175°, and 
186°, respectively. The picrate, CsH,,ON,C,H,(NO,).°OH, forms 
hygroscopic, yellow needles, which sinter at 225°, and decompose 
at 237°. The platinichloride, (CgH,;ON).,H,PtCl,, is also very 
sluble in water, and was obtained in long, yellow needles, m. p. 
184°, by evaporating the aqueous solution to dryness and crystal- 
isng from absolute alcohol and ether. The preparation of the 
urichloride in an analytically pure state presented difficulties 
owing apparently to partial reduction and varying gold content 
of the salt. The benzoyl derivative, crystallised from a mixture of 
aohol and ether, formed glistening, white prisms, m. p. 139—140°. 
The methiodide of the base crystallises from alcohol in well char- 
acterised, white needles, m. p. 238—240°. It was converted into 
the corresponding ammonium base by means of silver oxide, and 
this on distillation gave trimethylamine and a residue giving no 
slid derivatives and otherwise not further examined. Attempts 
to oxidise the original base with chromic acid, permanganate, 
ferricyanide, and hydrogen peroxide were either without result or 
gave oily products from which <olid derivatives could only in one 
a two instances be obtaified, and then not in an analytically 
pure condition. G. F. M. 


Ecgonine. LXIX. J. Gapamer and Cart Joun (Arch. 
Pharm., 1921, 259, 227—240).—Of the two possible formule for 
anhydroecgonine, 


CH,—CH—CH-CO,H CH,—CH—C-CO,H 
(L) | NMe CH (I1.) | NMe CH 
CH,—CH—CH CH,—CH—CH, 


Willstatter decided in favour of I (A., 1899, i, 178), but it is now 
shown that formula IT must be correct, since on reduction to hydro- 
ecgonidine at least two different optical isomerides are produced, 
which could only be the case by the creation of a third asymmetric 
carbon atom, and on the basis of formula I this is not possible 
without assuming the occurrence of isomerisation during the 
reduction. Such isomerisation is conceivable if the reduction is 
carried out by Willstatter’s method with sodium and amy] alcohol, 
but the hydrogenation was also carried out by the Paal and Skita 
method, in which an isomerisation is extremely unlikely, and two 
g 2 


i. 168 ABSTRACTS OF OHEMICAL PAPERS. 


hydroecgonidines were again obtained. In each case, the optical 
isomerides were separated through their aurichlorides. For furthe 
confirmation, the ethyl esters of the various aurichlorides were 
also prepared. Hydroecgonidine, prepared by the reduction of 
the hydrogen bromide additive product of anhydroecgonine, was 
an individual substance identical with one of the isomerides obtained 
by Paal and Skita’s method. As, according to formula IT, anhydro. 
ecgonine contains a conjugated system of double bonds, an exalta. 
tion of the molecular refraction was expected, as compared with 
hydroecgonidine. Determination of the molecular refractions of 
the ethyl esters in each case showed this expected exaltation, 
although anhydroecgonine ethyl ester considered by itself actually 
showed a depression, which must be attributed, however, to the 
pyrrolidine ring. The following were prepared during the investi. 
gation: Hydroecgonidine hydrochloride by Willstatter’s method, 
m. p. 233—234°, [«], —3-0°, giving two aurichlorides, m. p. 210° 
and 230°, respectively, which on reconversion into hydroecgonidine 
hydrochloride yielded two corresponding isomerides, both melting 
at 233—234°, but having [«],—2-77° and —4-4°, respectively, 
Reduction by the Paal-Skita method gave a product which was 
also resolvable into two aurichlorides, m. p. 210° and 220°, respec. 
tively, and these on reconversion gave two hydroecgonine hydro. 
chlorides having [«], —2-30° and —1-24° respectively. The hydro. 
ecgonine hydrochloride prepared by the reduction of the hydrogen 
bromide additive product of anhydroecgonine with zinc and sul- 
phuric acid gave only one aurichloride, m. p. 210°, [«], +2-78°. 
The aurichloride, m. p. 210°, gave an ethyl ester melting at 173— 
174°, and the aurichloride, m. p. 220°, an ethyl ester, m. p. 123°. 
The ethyl ester obtained from the dextrorotatory aurichloride 
melted at 173—174° and gave an ester hydrochloride having 
[e]p +51. ; G. F. M. 


The Constitution of Corydaline. Ernst SpAtu and Norsert 
Lane (Ber., 1921, 54, [B], 3074—3078).—The annexed — 
has been assigned to corydaline by Dobbie 

OMe/” i. al ‘ and Lauder (P. 1902, 17, 252), ial after 
OMe consideration of several alternative expres- 
VWN\7\Me sions, has been adopted by Getuae. 

| y The positions of the methyl group and of 

\Z ‘OMe the two methoxyl groups attached to the 

4 OMe benzene nucleus have not, however, been 

\/% placed beyond doubt, and, for this reason, 

the authors have attempted the synthesis of a number of these 
compounds. If the above formula be correct, corydaline is to be 
regarded as methyltetrahydropalmatine (cf. Spith and Lang, this 
vol., i, 166). The latter substance, however, is found not to be 
identical with r-corydaline or mesocorydaline. Dobbie and Lauder’s 
formula, therefore, appears to be inexact. _ pes 
Palmatine iodide is converted by magnesium methyl iodide in 
ethereal solution into «-methyldihydropalmatine, yellow needles, 
m. p. 128—130°, which is reduced by platinised zinc and dilute 
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sulphuric acid to a mixture of «-methyltetrahydropalmatines, greenish- 
yellow leaflets, m. p. 165° and m. p. 67—69", respectively. 


H. W. 


Codeineoxidesulphonic Acids and their Derivatives. 
EpMuND SPEYER and HERMANN Wreters (Ber., 1921, 54, [B], 
9976—2987).—The action of acetic anhydride and sulphuric acid 
on codeine-N-oxide has been shown by Freund and Speyer (A., 
1911, i, 809) to lead to the formation of «-codeine-N-oxidesul- 


phonic acid, C1sHa0s<yOH)> Oo and codeine-N-oxidesulphonic 


acid, CisH 03a hn> which are reduced by sulphurous acid 
to the same codeinesulphonic acid. The behaviour of the iso- 
meric sulphonic acids when catalytically hydrogenated is now 
described. 

Codeine-N-oxidesulphonic acid is reduced by hydrogen in the 
presence of colloidal palladium to dihydrocodeinesulphonic acid 

(annexed formula), six-sided leaflets or 
SO,H well-defined prisms, decomp. 330—340° 

OMeCZ7 ~ after darkening at 30°, [«]? —76-7° in 

re | faintly alkaline solution. The same acid 

/\/~\ is obtained by catalytic hydrogenation of 

CH, codeinesulphonic acid. The acid is re- 
CH CH converted by water at 150° or by stannous 
are rol ‘ chloride and concentrated hydrochloric 

On. H NMe acid at 100° into dihydrocodeine. It is 
OHHO, (He os transformed by nitric acid (d 1-36) into 

CH, CH nitrodihydrocodeine, yellow double pyra- 

2 2 mids, m. p. 221°, identical with the sub- 

stance described by Freund and Melber (A., 1920,i,717). Similarly, 

-codeineoxidesulphonic acid yields «-dihydrocodeinesulphonic acid, 

a colourless, crystalline powder, decomp. 315—320°, [«]?) — 88° in 

aqueous solution; the corresponding monohydrate is also described. 

It is converted by water at 150—160° into dihydrocodeine and 

by cold nitric acid (d 1-36) into «-nitrodihydrocodeine, slender, yellow 
needles, m. p. 180°. 

Attempts were also made to prepare the isomeric dihydrocodeine- 
sulphonic acid from dihydrocodeine. For this purpose, the latter 
was transformed by hydrogen peroxide into dihydrocodeine-N-oxide, 
pale yellow, rhombic crystals, decomp. 225° after softening at 215° 
(hydrochloride, hexagonal plates, m. p. 217° after previous softening ; 
picrate, four-sided prisms, m. p. 161—162°). Under the action of 
sulphuric acid and acetic anhydride, the latter yields a single 
dihydrocodeine-N-oxidesulphonic acid, C,,H ,0,NS, prisms, decomp. 
273—275°, which is reduced by sulphurous acid to dihydrocodeine- 
sulphonic acid. 

The applicability of sulphoacetic acid for the sulphonation of 
derivatives of codeine has been tested further in the case of chloro- 
dihydrocodide-N-oxide (cf. Freund and Melber, loc. cit.). It has 
heen found possible to isolate a chlorodihydrocodide-N -oxidesulphonic 
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SO,H acid (annexed formula), feathery crystals, 
OMe: C Jn decomp. 290—295°, but the occurrence of ay 


| isomeride could not be observed. The acid 

is reduced by sulphurous acid to chlorodj- 

AN/N hydrocodidesulphonic acid, prisms, decomp, 

H, about 300°. 

; Dihydrocodeinesulphonic acid, after 

Oo cH N _Me neutralisation by sodium hydroxide, is con- 

H~ i. 1 LSS80_ verted by an excess of methyl iodide into 

qj © “CH, CH, — dihydrocodeinesulphonic acid methylhydroxide 

ip leg. ol Ci9H,,0,NS, rectangular plates, decomp. 

CH, CH, 280—285°; the latter is very stable towards 

water, but is decomposed by sodium hydr- 

oxide solution (4%) at 140° into tetramethylethylenediamine and 
a nitrogen-free substance which could not be isolated. 

In view of the mutability of the codeine molecule, it is possible 
that the formation of isomeric sulphonic acids is due to preliminary 
isomerisation of the codeine itself. In this case, it must be possible 
to derive one of the sulphonic acids from an isomeric codeine. In 
this connexion, y-codeine has been transformed by hydrogen 
peroxide into y-codeine-N-oxides, prisms, m. p. 226—228° (picrate, 
needles, m. p. 166—168°), which is transformed by a mixture of 
acetic anhydride and sulphuric acid into w-codeine-N-oxidesulphonic 
acid, long, glassy prisms, decomp. about 300°, which is not identical 
with «-codeineoxidesulphonic acid, although resembling it in being 
soluble in water. H. W. 


1-«-N-Methylpiperidylethane-1-one. Kurr Hess and Wr.- 
HELM CoRLEIS (Ber., 1921, 54, [B], 3010—3020).—The synthesis 
of 1-«-N-methylpiperidylethane-l-one is described, the method 
adopted being similar to that used in the preparation of the corre- 
sponding propane derivative, which the new substance resembles 
closely. Unexpectedly, its transformation into hygrine could not 
be realised on account of the failure to effect demethylation to the 
secondary amine. 

a-Pyridyl methyl ketone is catalytically hydrogenated in the 
presence of platinum to a mixture of the diastereoisomeric forms of 
1-x-piperidylethane-1-ol, b. p. 106--110°/18 mm., which is converted 
by formaldehyde and formic acid into a mixture of 1-«-N-methyl- 
piperidylethane-a-ols, b. p. 94—105°/22 mm. The latter is oxidised 
by chromic acid in acetic acid solution to 1-«-N-methylpiperidyl- 
ethane-x-one, C;NHgMe-COMe, a mobile, hygroscopic liquid, b. p. 
78—80°/14 mm., which decomposes somewhat rapidly when pre- 
served. The picrate, short prisms, m. p. 119—120°, semicarbazone, 
m. p. 175—177°, methiodide, small plates, m. p. 144°, and a non- 
homogeneous hydrazone, b. p. 115—117°/15 mm. [picrate of latter, 
m. p. 189° (decomp.)], are described. The hydrazone is converted 
by a solution of sodium ethoxide in alcohol at 160—170° into 
1-«-N-methylpiperidylethane (picrate, m. p. 170—171°). The 
ketone does not react with ethyl azidodicarboxylate. It reacts 
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with cyanogen bromide to form the expected methobromide (auri- 
chloride of the corresponding methochloride, C,H,,ONCI,AuCl,, 
ochre-yellow crystals, m. p. 142°) and cyanamide derivative, but 
the hydrolysis of the latter leads to the production of a non-basic 
substance (which was not obtained in the pure state, but is probably 
an imidazolone derivative) in place of the desired secondary ketone. 
The action of formaldehyde and 

( 5 ( ‘ hydrochloric acid on 1-«-piper- 
idylethane-1-ol at 120—130° leads 

WA CHMe \7 _ ‘to ths production of the oxazol- 


N J we idine derivative (annexed formula 
CH, (ore) I), b. p. 79—81°/18 mm. (picrate, 
(I.) (II.) slender needles, m. p. 163°), 


whereas the corresponding oxazol- 
idone (annexed formula II), b. p. 164°/14 mm., is obtained when 
the urethane of 1-«-piperidylethane-«-ol is distilled under diminished 
pressure. H. W. 


The Preparation of Pyridine and of certain of its Homo- 
logues in a State of Purity. JosrpH GREENWooD Hzap, 
Witt1AmM JAcoB JONES, and JOHN BAMBER SPEAKMAN (J. Amer. 
Chem. Soc., 1921, 43, 1936—1940)—Pyridine, 2-methylpyridine, 
and 3-methylpyridine were separated from the crude coal tar bases 
from a light oil by repeated fractional distillation and subsequently 
purified through their additive compounds with zinc chloride. 
2:6- and 2:4-Dimethylpyridines were similarly obtained from 
the crude bases cf middle oil, but purified through their mercuri- 
chlorides. The following physical constants, using special pre- 
cautions, were obtained: pyridine, b. p. 115:3°; d?0-9776; 
2-methylpyridine, b. p. 128—129°; dj 6-9404; 3-methylpyridine, 
b. p. 143°8°; d? 09515; 2:6-dimethylpyridine, b. p. 137-5°; 
d® ()-9200; 2:4-dimethylpyridine, b. p. 157-1°; d? 0-9273. 
W. G. 


Some Physical Properties of Aqueous Solutions of certain 
Pyridine Bases. WILLIAM JacoB JONES and JoHN BAMBER SPEAK- 
MAN (J. Amer. Chem. Soc., 1921, 43, 1867—-1870 ; compare preceding 
abstract).—The densities of aqueous solutions of pyridine, 2-methy]- 
pyridine, and 3-methylpyridine have been determined at 25°. In 
the case of pyridine, the density rises with increasing concentration 
of water, to a maximum (1-0032) at 50% water; in the other cases 
the density rises regularly with increasing concentration of water. 
The composition of the constant boiling mixture of each of the 
three bases is determined at various pressures, and it is shown that 
at ordinary pressures the constant boiling mixture with pyridine 
contains 42°% of water, with 2-methylpyridine 48% of water, and 
with 3-methylpyridine 61% of water. The boiling points of the 
mixtures are respectively, 93-0°, 93-5°, and 96-2°. The miscibility 
of 2:4-dimethylpyridine with water has been investigated. It is 
shown that the minimum critical solution temperature is 22-5°, 
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and the boiling point of the constant boiling mixture is 96-5°. 
The distillate condensed into two layers, but on cooling below 
23-2° it became homogeneous and contained 66% of water. 

J. FS. 


5-Methoxydioxindole and 5-Methoxyisatin. J. Hatsrr. 
KANN (Ber., 1921, 54, [B], 3079—3090; cf. this vol., i, 174) — 
The experiments described were undertaken in the hope of 
discovering a convenient method for the preparation of quinic 
acid in quantity; they were not completely successful. 

Ethyl mesoxalate condenses with p-anisidine in hot glacial acetic 
acid solution to give ethyl 3-hydroxy-5-methoxy-2-ketodihydroindole. 

NH-0,H,-OMe 

. Y 1 6°"3 
3-carboxylate, 60-4(0H)-CO,Et 
m. p. 193—194°. The yield is 33—37% of that theoretically 
possible, and is not improved by the addition of anhydrous sodium 
acetate or of acetic anhydride. A by-product, brownish-yellow, 
rectangular platelets or needles, m. p. 256°, is also formed. The 
ester is not produced when its components are melted together. 
It is converted by acetic anhydride and sodium acetate into the 
corresponding diacetyl compound, colourless rhombohedra, m. p. 
122—-123°, and by a large excess of phenylhydrazine or hydroxy!- 
amine into 5-methoxyisatin-3-phenylhydrazone, m. p. 216—217° 
(Bauer, A., 1909, i, 467, gives m. p. 219°), and 5-methoxyisatin- 
3-oxime, brownish-red, intertwined, prismatic needles, m. p. 234— 
235°. Hydrolysis of the ester with potassium hydroxide, and 
subsequent acidification with hydrochloric acid leads to the. separ- 
ation of 5-methoxydioxindole, long, colourless to pale brown, four- 
sided needles, m. p. 204—205° [diacetyl compound, colourless, 
rhombohedric prisms, m. p. 225—226° (decomp.).]_ When an ice- 
cold solution of the dioxindole in alkali is acidified with acetic acid, 
2-amino-5-methoxymandelic acid, colourless plates or rhombohedra 
(+1H,O) separates. It has m. p. 160—161° (evolution of steam) 
when heated rapidly, after which it resolidifies and melts again at 
203—-204° (m. p. of 5-methoxydioxindole). An aqueous suspension 
of the acid is coloured brown, green, bluish-violet, and ultimately 
dark red by ferric chloride; the action does not depend on complex 
salt formation, since a similar effect is produced by bromine water. 
A diazotised solution of the acid couples with an alkaline solution 
of 6-naphthol to give a dark reddish-violet dye. The stability of 
the acid is remarkable, since o-aminomandelic acid appears to be 
incapable of existence. 

5-Methoxydioxindole is only converted with difficulty by air or 
oxygen into 5-methoxyisatin; as a rule, the action only proceeds 
to the formation of the methoxylated isatyde, m. p. 246° (decomp.) 
after softening at 135° ( ? water of crystallisation). 5-Methoxyisatin, 
almost black, prismatic needles, is, however, readily produced from 
the dioxindole by the action of very dilute ferric chloride solution. 
When boiled with an alcoholic solution of aniline, 5-methoxyisatin 
yields the corresponding 3-anilide, lustrous, orange-red needles, 
m. p. 223°, which dissolves to a dark green solution in concentrated 
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sulphuric acid. The acetyl derivative of 5-methoxyisatin forms 
red, prismatic needles or coarse prisms, 
m. p. 144—145°. When the isatin is 
melted with o-phenylenediamine, it 
gives 10-methoxyindophenazine (an- 
nexed formula), m. p. 247°, which 
sublimes in long, orange-yellow 
needles when heated cautiously. H. 


Bromo-2-methylquinolines. K. L. Movupemui (J. Amer. 
Chem. Soc., 1921, 43, 2257—2258).—6-Bromo-2-methylquinoline is 
prepared by the condensation of p-bromoaniline and paracetaldehyde 
in hydrochloric acid (cf. Bastow and MacCollum, A., 1904, i, 686). 
It gives a methiodide, m. p. 237° (decomp.), and an ethiodide, m. p. 
218°. m-Bromoaniline condenses with paracetaldehyde to give 
(1)-bromo-2-methylquinoline, m. p. 77°, giving an ethiodide, m. p. 
217°; a nitrate, m. p. 102°; a zincichloride, m. p. 268°; a stanni- 
chloride; a mercurichloride, m. p. 245°; and a picrate, m. p. 207°. 
Whether the bromine atom is in position 5 or 7 has not been settled. 

W. G. 


Constitution of Kynurenic Acid. Ernst Spit (Monatsh., 
1921, 42, 89—95).—K ynurenic acid, regarded by Camps (A., 1901, 
i, 751) as 4-hydroxyquinoline-3-carboxylic acid, was shown by 
Homer (A., 1914, i, 730) to have m. p. 289°, which is that of the 
4-hydroxyquinoline-2-carboxylic acid obtained by Camps. Neither 
Camps nor Homer, however, compared derivatives of natural 
kynurenic acid with those of the synthetic hydroxyquinolinecarb- 
oxylic acid, and Ellinger and Matsuoka’s work (A., 1920, i, 696) 
on the conversion of tryptophan into kynurenic acid in the animal 
body appears to indicate the accuracy of Camps’s constitution for 
the acid. 

The author finds that kynurenic acid may be rapidly freed from 
protein compounds by conversion into its methyl ester, the hydro- 
chloride of which is sparingly soluble in methyl alcohol. Treat- 
ment of the pure kynurenic acid with phosphorus pentachloride 
yields a 4-chloroquinolinecarboxylic acid and. catalytic replacement 
of the chlorine by hydrogen in presence of palladium and. barium 
sulphate yields quinoline-2-carboxylic acid, which was identified 
by means of its methyl ester and amide. Further, the methyl 
ester, the methyl ester of the methyl ether, and the benzoyl- 
methyl ester of synthetic 4-hydroxyquinoline-2-carboxylic acid 
agree in properties with the corresponding derivatives of natural 
kynurenic acid. The contradictory results of Camps and Homer 
appear to be due to the fact that the melting point of kynurenic 
acid varies from 255° to 289°, according to the rapidity of the 
heating. 

Methyl kynurenate methyl ether (methyl 4-methoxyquinoline-2-carb- 
oxylate), Cy.H,,O,N, has m. p. 148—149°, and methyl benzoyl- 
kynurenate, C,gH,,0,N, forms white crystals, m. p. 143°. 

ve i A 
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Derivatives of Quinic Acid. J. HALBERKANN (Ber., 1921, 
54, [|B], 3090—3107).—A record of the preparation of derivatives 
of quinic acid from 5-methoxyisatin (cf. Halberkann, this vol., j, 
172). . 

5-Methoxyisatin condenses with pyruvic acid in alkaline solution 
to form 6-methoxyquinoline-2 : 4-dicarboxylic acid, almost colourless, 
prismatic rods or prisms, m. p. 239—240° (evolution of carbon 
dioxide). The lead, copper, silver, and ferric salts were prepared. 
When heated with concentrated hydrochloric acid under pressure, 
the acid is converted into 6-hydroxyquinoline-2 : 4-dicarboxylic acid, 
small needles or plates (+1H,O), m. p. 318°, which couples with 
diazonium salts in the usual manner. [The ammonium hydrogen 
salt, needles (+1H,O), has m. p. 318° (decomp.) after becoming 
discoloured at 285°.] 5-Methoxyquinoline-2 : 4-dicarboxylic acid 
loses carbon dioxide when heated slightly above its melting point 
and passes into 6-methoxyquinoline-4-carboxylic acid (quinic acid) 
which is identical with the substance derived from quinine. The 
direct production of quinic acid from 5-methoxyisatin and acet- 
aldehyde is impossible, since the latter becomes resinified by the 
alkali, whilst, if acetoxime is used it is difficult to remove the 
methoxy--isatoxime formed simultaneously. Attempts to prepare 
the acid directly from p-anisidine (cf. Pictet and Mesner, A., 1912, 
i, 650) by replacing the pyruvic ester by the free acid and methylal 
by ethyl orthoformate, gave only small yields of the desired 
substance. 

6-Methoxyquinoline-2 :3:4-tricarboxrylic acid, aggregates of 
needles (+ 1H,O), m. p. 224—225° (decomp.) after previous darken- 
ing, is prepared by the condensation of 5-methoxyisatin and ethyl 
oxalacetate in concentrated alkaline solution. 5-Methoxyisatin 
and acetophenone in hot alcoholic alkaline solution give 6-methoxy- 
2-phenylquinoline-4-carboxylic acid, pale yellow needles (+1H,0), 
m. p. 236°, which, however, is prepared more conveniently from 
p-anisidine, benzaldehyde, and pyruvic acid. When triturated 
with hydrochloric acid (d 1:125), the acid gives an intensely yellow 
hydrochloride which is decomposed readily by water. When heated 
with concentrated hydrochloric acid under pressure, the methoxy- 
acid is converted into 6-hydroxy-2-phenylquinoline-4-carboxylic acid, 
yellow needles, m. p. 330° (decomp.). The latter couples with 
diazotised sulphanilic acid, giving 5-p-sulphobenzenazo-6-hydroxy- 
2-phenylquinoline-4-carboxylic acid, a red, structureless powder 
which darkens above 200° and gradually becomes carbonised, 
without melting, at a higher temperature. The corresponding 
aniline salt, dark red prisms, behaves similarly when heated. The 
azo-dye is reduced by sodium hyposulphite to 5-amino-6-hydroxy- 
2-phenylquinoline-4-carboxylic acid, an unstable substance which 
passes readily into the corresponding quinone. 

6-Methoxy-2-phenylquinoline-4-carboxylic acid is smoothly con- 
verted by the calculated quantity of potassium nitrate in the 
presence of concentrated sulphuric acid into 5-nitro-6-methoxy-2- 
phenylquinoline-4-carboxylic acid, long, pale-yellow, rectangular 
platelets, m. p. 262° (decomp.), when rapidly heated, after darkening 
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above 250°. It is reduced by ferrous hydroxide in alkaline solution 
to 5-amino-6-methoxy-2-phenylquinoline-4-carboxylic acid, rosettes 
of violet-red needles or platelets, m. p. 255—256° (decomp.). After 
being diazotised, it couples with 6-naphthol in alkaline solution to 
yield 5-hydroxynaphthaleneazo-6-methoxy-2-phenylquinoline-4-carb- 
ovylic acid, almost black, granular aggregates which do not melt 
below 300°. When the amino-compound reacts in sodium car- 
bonate solution with diazotised sulphanilic acid, it yields 8-p-sulpho- 
benzeneazo-5-hydroxy-6-methoxy-2-phenylquinoline-4-carboaxylic acid, 
a violet powder, m. p. 205° (decomp.) after softening at 190°. 
According to the author’s unpublished observations, a similar 
replacement of the amino- by the hydroxy-group during coupling 
is shown by 5-aminohydroquinine. 

Deoxybenzoin and 5-methoxyisatin give 6-methoxy-2 : 3-diphenyl- 
quinoline-4-carboxylic acid, colourless needles, m. p. 306° (decomp.). 
With acetone, 5-methoxyisatin yields 6-methoxy-2-methylquinoline- 
4-carboxylic acid, bluish-yellow needles, m. p. 286°, which is obtained 
more conveniently from p-anisidine, pyruvic acid, and acetaldehyde. 
It is converted by concentrated hydrochloric acid at 145° into 
6-hydroxy-2-methylquinoline-4-carboxylic acid, slender needles, which 
begins to decompose above 300° with evolution of a brownish- 
yellow oil (? 6-hydroxy-2-methylquinoline), but is not completely 
melted at 340°. The methoxy-acid is converted by chloral 
into 6-methoxy-2yyy-trichloro-A*-propenylquinoline-4-carboxylic acid, 
colourless, prismatic rods, m. p. 216° (decomp.) after darkening 
above 190°, which is transformed by alkali into 4-carboxy-6-methoxy- 

aali it ‘ C(CO,H)*CH 

inoline-2-B-acry ‘C Ss 
qu B-acrylic acid, OMe CoHaS yy CoH:cH-CO,H” 
yellow, slender needles, m. p. 249° (decomp.) after darkening 
at about 220°. The latter is oxidised by potassium permanganate 
to 6-methoxyquinoline-2 : 4-dicarboxylic acid. 

6-Methoxy-2-(2’)-furylquinoline-4-carboxylic acid, prepared from 
dacetylfuran and 5-methoxyisatin or from p-anisidine, furfur- 
aldehyde, and pyruvic acid, crystallises in yellow needles, m. p. 
41° (decomp.) after previous darkening. 

1-Acetyl-5-methoxyisatin is quantitatively transformed (apart 
from the regenerated isatin) when heated with aqueous sodium 
hydroxide solution into 6-methoxy-2-keto-1 : 2-dihydroquinoline-4- 
carboxylic acid, dark yellow, prismatic rods, m. p. 326° (decomp.). 
When precipitated from its alkaline solution by mineral acids, it 
forms an almost colourless gel (? 2-hydroxy-6-methoxyquinoline-4- 
carboxylic acid), which subsequently passes into the yellow variety. 
The latter does not couple with diazotised sulphanilic acid in sodium 
carbonate solution. Boiling glacial acetic acid converts that 
portion of it which remains undissolved into intensely yellow, 
woolly needles, m. p. 326° (decomp.). The corresponding ethyl 
ester, small, orange-yellow needles, m. p. 231° after softening at 
205°, can be obtained directly in small amount from p-anisidine 
and ethyl oxalacetate in glacial acetic, but not in alcoholic solution. 
H. W. 
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Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXIII. The Binary Systems of 
Carbazole or Acenaphthene with Polynitro-derivatives o{ 
Benzene and Toluene. Rosprert Kremann and Hvperr 
STRZELBA (Monatsh., 1921, 42, 167—180; cf. this vol., i, 159)— 
The results obtained by Kremann and Slovak (A., 1920, i, 564) 
show that the ability of picric acid to combine with carbazole 
depends on its nitro-groups, the hydroxyls being inert. 

The authors find that no compound is formed in the solid state 
by carbazole with any one of the three dinitrobenzenes or with 
2: 4-dinitrotoluene, simple eutectics being obtained in all cases, 
For o-, m-, and p-dinitrobenzenes and 2 : 4-dinitrotoluene, these 
eutectics correspond respectively with 107° and 15%; 72° and 
13%; 143° and 34%, and 62° and 11% of carbazole. With 
s-trinitrobenzene (1 mol.), carbazole (1 mol.) forms a compound 
which melts homogeneously (m. p. 203°) with little dissociation 
and gives a eutectic with carbazole at 195° containing 44° of 
trinitrobenzene and a eutectic with trinitrobenzene at 120° con. 
taining about 97°5% of trinitrobenzene. With 2: 4: 6-trinitro. 
toluene, carbazole also forms a compound (1 mol. :1 mol.) which, 
however, exhibits considerable dissociation in the fused condition, 
so that introduction of the electropositive methyl group appears 
to weaken the activity of the nitro-groups. 

Towards nitro-derivatives of benzene, acenaphthene behaves 
similarly to naphthalene (Kremann and Haas, A., 1919, ii, 457). 
With 1:3: 5-trinitrobenzene, acenaphthene forms a compound 
(1 mol.:1 mol.), m. p. 161°, which with acenaphthene gives a 
eutectic corresponding with 87° and 8%, and with 1 : 3 : 5-trinitro- 
benzene a eutectic corresponding with 115° and 94%, of the trinitro- 
benzene. With 2:4: 6-trinitrotoluene, acenaphthene forms a 
compound (1 mol.: 1 mol.), m. p. 112° (compare Buguet, A., 1910, 
i, 105), which gives a eutectic with acenaphthene at 81° containing 
18%, and a eutectic with trinitrotoluene at 72° containing 92% 
of trinitrotoluene. 


Triarylisooxazoles. JAKOB MEISENHEIMER and Kaki 
WEIBEZAHN (Ber., 1921, 54, [B], 3195—3206).—By the action of 
potassium hydroxide solution on §-nitro-«.-methoxy-«f-dipheny!- 
ethane or on 7-nitrostilbene and as by-product of the condensation 
of phenylnitromethane with benzaldehyde according to the method 
of Knoevenagel and Walter (A., 1905, i, 65), Heim (A., 1911, i, 717) 
has isolated a substance which is regarded as 3: 4 : 5-tripheny!- 


tsooxazole, CPR ony The proof of the correctness of this 
ast 


formula is now given by the observation that the substance is 
oxidised by ozone to benzoylbenziloxime, CPh(‘N-OBz)Bz; it is 
remarkable, however, that the benzoyl derivative of benzil f-oxime 
is produced in place of the expected «-compound (cf. Meisenheimer, 
this vol., i, 152). The constitution is confirmed further by 
synthesis of the compound from dibenzoylphenylmethane or tt'- 
benzoylphenylmethane and hydroxylamine. Heim (loc. cit.) has 
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advanced the theory that 3 : 4 : 5-triphenyl¢sooxazole is formed from 
jnitrostilbene according to the scheme: CHPh:CPh-NO, —> 


Ph-CHO+CH,Ph-NO,. CHPh:CPh-NO,+-CH,Ph-NO, _ dition 


. rae... CPh:O ‘ 
NO,,CHPh-CHPh-CHPh-NO, — > CPh< OP” In conformity 


with this conception, it is shown that the yields of 3 : 4 : 5-triphenyl- 
jsooxazole are increased very considerably when an equivalent 
amount of phenylnitromethane is added to the «-nitrostilbene 
before it is heated with potassium hydroxide. Further, it is found 
that «-nitro-4’-methoxystilbene is convertible in good yield into 
3: 5-diphenyl-4-anisylésooxazole, which can only be explained if it 
is assumed that the nitromethoxystilbene suffers partial fission to 
anisaldehyde and phenylnitromethane followed by condensation 
of the latter with unchanged nitromethoxystilbene. Several other 
substituted isooxazoles have been synthesised in a similar manner. 
Reaction proceeds smoothly if all three substituents or the two in 
the 3 and 5 positions are similar. If, however, the two latter are 
dissimilar, two structural isomerides are generally produced simul- 
taneously. In the latter case, a further complication ensues, owing 
to the fact that the nitrostilbene suffers fission to the aldehyde and 
arylnitromethane, the latter not being identical with the arylnitro- 
methane employed. This also condenses with unchanged nitro- 
stilbene, and a complex mixture thus results from which it is 
impossible to isolate the desired isooxazole. 

3:4: 5-Triphenylisooxazole, slender, colourless needles, m. p. 
212—213°, is stable towards boiling alkaline permanganate and 
does not absorb bromine. It is converted by boiling nitric acid 
(d 1°4) into tri-p-nitrotriphenylisooxazole, m. p. 298—300°; the 
simultaneous production of p-nitrobenzoic acid shows that the 
nitro-groups have entered into the p-position in the isooxazole 
compound. «-Nitro-4’-methoxystilbene is converted by boiling 
sodium hydroxide solution (15%) into 3: 5-diphenyl-4-anisyliso- 
oxazole, colourless, slender needles, m. p. 188—189°. 

p-Methoxyphenylacetonitrile, b. p. 152°/16 mm., is obtained in 
almost quantitative yield by the action of methyl sulphate and 
sodium hydroxide on p-hydroxyphenylacetonitrile, and is converted 
by ethyl nitrate and potassium ethoxide according to the method 
of Wislicenus and Endres (A., 1903, i, 472) into the potassium 
salt of p-anisylisonitroacetonitrile, OMe-C,H,°C(;NO-OK)-CN (the 
sodium salt was analysed), which is transformed by boiling sodium 
hydroxide solution into p-anisylnitromethane, OMe-C,H,°CH,°NO,, 
b. p. 158—160°/11 mm. (the corresponding enolic form, m. p. 65— 
70°, is unstable). p-Anisylnitromethane condenses with benzalde- 
hyde in the presence of a little methylamine to give «-nitro-4- 
methoxystilbene, CHPh°C(NO,)-C,H,-OMe, pale yellow crystals, 
m. p. 95°, and with anisaldehyde to yield «-nitro-4 : 4’-dimethoxy- 
stilbene, pale yellow crystals, m. p. 140—141°, b. p. 240—245°/16 
mm. «a-Nitro-4-methoxystilbene and p-anisylnitromethane yield 
4-phenyl-3 : 5-di-p-anisylisooxazole, colourless needles, m. p. 170— 
172°, 3::4:5-Tri-p-anisylisooxazole, small, colourless needles, 
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m. p. 146—147°, is obtained from «-nitro-4 : 4'-dimethoxystilbene 
and p-anisylnitromethane. Phenylnitromethane and «-nitro-4: 4’. 
dimethoxystilbene give 3(? 5)-phenyl-4:5(% 3: 4)-di-p-anisyliso. 
oxazole, colourless needles, m. p. 156—157°. «-Nitrostilbene and 
«-nitro-4’-methoxystilbene yield with p-anisylnitromethane mixtures 
of isooxazoles from which only the most sparingly soluble com. 
ponents, namely, triphenylisooxazole and 3 : 5-diphenyl-4-p-anisyl- 
isooxazole, can be isolated in an approximately homogeneous 
condition. 

An ethereal solution of the sodium compound of deoxybenzoin 
(prepared by means of sodamide) is converted by benzoyl chloride 
mainly into tribenzoylphenylmethane, colourless crystals, m. p. 152°. 
The course of the action is explained by the assumption of the 
initial formation of dibenzoylphenylmethane which, as a relatively 
strong acid, displaces the deoxybenzoin from its metallic derivative 
and forms the sodium compound of the diketone which reacts with 
a further portion of benzoyl chloride, giving tribenzoylphenyl- 
methane. The latter is converted by hydroxylamine hydrochloride 
in glacial acetic acid solution in the presence of a little concentrated 
hydrochloric acid at 200° into 3: 4: 5-triphenylisooxazole. If the 
alcoholic solution of the triketone is treated with sodium ethoxide 
or sodium hydroxide solution at the atmospheric temperature, it 
passes into dibenzoylphenylmethane, lustrous, pale yellow needles, 
m. p. (indefinite), 148—151°, after previous softening; the latter 
can also be prepared, under certain conditions, from sodiodeoxy- 
benzoin and benzoyl chloride. When boiled for a considerable 
time with a quantity of alcohol insufficient for solution, it is trans- 
formed into tribenzoylphenylmethane. It does not appear to be 
identical with the substance described by Japp and Lander (T., 
1896, 69, 742). H. W. 


Preparation of Anthraquinone Derivatives [1 : 2-Anthra- 
quinonylisooxazoles]._ FARBWERKE VORM. MEISTER, LUCIUS, 
& Brinine (Brit. Pat. 147001; 160433).—By the action of fuming 
sulphuric acid on 1-nitro-2-alkyl-anthraquinones or their sub- 
stitution derivatives, products insoluble in alkalis and of great 
reactive power are formed, which constitute valuable intermediates 
for the manufacture of anthraquinone dyes. The substances are 
produced by the elimination of 1 mol. of water from the nitro- 
alkylanthraquinone, and they are probably isooxazole derivatives 


of the constitution CH GO > CHAO. «8-Anthraquinonyl- 


isooxazole, prepared by mixing 1 part of 1-nitro-2-methylanthra- 
quinone and 20 parts of sand into a paste with 60°% fuming sulphuric 
acid and pouring on to ice, crystallises from xylene as a brownish- 
yellow powder, sparingly soluble in the usual organic solvents, 
and melting at 250° (decomp.). 7-Nitro-«8-anthraquinonylisooxazole, 
prepared by introducing | part of 1 : 5-dinitro-2-methylanthra- 
quinone into 15 parts of 40°, fuming sulphuric acid with cooling, 
and pouring the mixture on to ice, crystallises from chlorobenzene 
as a greenish-yellow, crystalline powder, which decomposes without 
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previous melting. 3-M ethyl-«8-anthraquinonylisooxazole, prepared 
in a similar way, forms coarse, dark brown crystals, m. p. 210°. 
5:6: 7: 8-T'etrachloro-2-methylanthraquinone prepared in the usual 
manner from o-benzoyltetrachloro-p-methylbenzoic acid, forms a 
pale greenish-yellow powder, m. p. 192°. On nitration, it yields 
5:6: 7 : 8-tetrachloro-|-nitro-2-methylanthraquinone, pale yellow 
crystals, m. p. 262° (decomp.). On treatment with fuming 
sulphuric acid at 5—10°, the nitro-compound is converted into 
1:8:9: 10-tetrachloro-«8-anthraquinonylisooxazole, forming yellow, 
crystalline needles, m. p. 242° (decomp.). 

According to the second patent (160433), the anthraquinonyl- 
isooxazoles are obtained in much greater purity if the reaction is 
conducted with exclusion of air, for example, in an atmosphere 
of carbon dioxide. G. F. M. 


NN’-Di(p-allyloxyphenyl)acetamidine. J. Scuuter (US. 
Pat. 1384637). NN’-Di(p-allyloxyphenyl)acetamidine, colourless 
erystals, m. p. 85—86°, readily soluble in alcohol and ether and 
insoluble in water, forming a hydrochloride, m. p. 152—153°, 
which dissolves easily in alcohol, is less soluble in water, and insoluble 
in ether, is adapted for use as a local anesthetic in ophthalmological 
practice. It is prepared by condensing allyloxyaniline with p- 
allyloxyacetanilide in the presence of phosphorus pentoxide or 
similar condensing agent. CHEMICAL ABSTRACTS. 


Action of Iodine on NN’-Dialkyltetrahydro-4 : 4’-dipyridyls. 
Bruno EMMERT and Pau Parr (Ber., 1921, 54, [B], 3168—3176; 
ef. A., 1909, i, 602; 1917, i, 221; 1919, i, 455; 1920, i, 331).— 
The action of iodine on the blue solutions of dimethyl-, diethyl-, 
and dibenzyl-tetrahydrodipyridyls has been shown to lead to 
the production of the corresponding alkylpyridinium iodides and 
of amorphous, yellow substances containing iodine which have 
not been investigated more closely. The corresponding diisobutyl 
and diisoamyl compounds are now shown to react in a similar 
manner, but, in addition, to give small amounts of the 4: 4’-di- 
pyridyldialkyliodides Barre O OS NG the 
mode of removal of the two hydrogen atoms in position “4” has 
not been elucidated fully. 

Diisoamyltetrahydrodipyridyl is converted by iodine in alcoholic 
solution into a yellow, amorphous product, isoamylpyridinium 
iodide (platinichloride, CypgHggNoCl,Pt, pale yellow, rhombic leaflets) 
and 4:4’-dipyridyl diisoamyliodide; the latter substance is 
obtained readily from its components. It crystallises in long, 
thin, red prisms, m. p. 270—280° (decomp.). When the cold 
aqueous solution of the salt is agitated with silver oxide, it gives a 
colourless solution of the base, which becomes blue when warmed, 
but again colourless when cooled or treated with air. The corre- 
sponding bromide, green plates, colourless chloride, and platini- 
chloride, long, orange-yellow needles, m. p. 260—270° (decomp.), 
are described. 
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4: 4'-Dipyridyl diisobutiodide, red, rhombic leaflets, is prepared 
by the same methods as the isoamyl compound ; the corresponding 
platinichloride has m. p. above 300° (decomp.). 

The communication includes an exhaustive reply to the recent 
criticism of Weitz and Nelken (A., 1921, i, 804). H. W 


A Comparison of Three Isomeric Carbocyanines. WaA ti 
THEODORE KARL BRAUNHOLTZ (T., 1922, 121, 169—173). 


spiroPyrimidines. III. Condensation of cycloPropane- 
1 :4-dicarboxylic Ester with Carbamides. ArruurR W. Dox 


and Lester YopER (J. Amer. Chem. Soc.,.1921, 43, 2097—2101.}i 


cf. A., 1921, i, 360, 740).—The yield of ethyl cyclopropane-l : 1. 
dicarboxylate from ethylene bromide and ethyl malonate by the 
action of sodium ethoxide (cf. Perkin, T., 1885, 47, 808; 1887, 
51, 849) was increased by modifying the conditions. The ester 
has b. p. 214—216°/748 mm. (corr.), the monoamide, m. p. 195°, 
and the diamide, m. p. 198°. 

The ester condensed with carbamide, guanidine, and thiocarb- 
amide to give stable amorphous compounds, which were apparently 
not spiropyrimidines, but polymerides. Hydrolysis of the poly- 
meride from carbamide, followed by elimination of carbon dioxide, 
gave a crystalline acid, C,H,,0,, m. p. 152°. The probable course 
of the condensation of the ester and carbamide is that cyclo. 
propane-l : 5-spirobarbituric acid is first formed and this under- 
goes rearrangement to vinylbarbituric acid, which then polymerises, 
giving a cyclobutanedibarbituric acid. The latter acid on hydrolysis 
and loss of carbon dioxide should yield cyclobutane-1 : 2- or 1 :3- 
diacetic acid, which could exist in cis and trans forms, but such 
acids are not yet known. W. G. 


The Halogenated Indigotins. E. GRanpMoverIn (Compt. 
rend., 1921, 173, 1363—1365).—It is not possible to foretell with 
certainty the shade of colour of new indigotin derivatives. The 
marked influence of the positions 6 and 6’ which prevent the 
tendency towards green of neighbouring groups, as shown in the 
case of octabromoindigotin (cf. this vol., i, 55), is further verified 
in the chloro-series, where octachloroindigotin is more violet than 
the 5:7: 5':'7'-tetrachloro-derivative. The absorption rays of 
certain di- and tetra-halogenated indigotins in solution in xylene 
or methyl benzoate are given. W. G. 


Constitution of the Dipeptides of Aspartic Acid. C. 
RAVENNA (Gazzetta, 1921, 51, li, 281—284).—Both the dipeptide of 
aspartic acid obtained by Fischer and Koenigs from diketopiper- 
azinediacetic anhydride (A., 1907, i, 486) and that prepared by 
Ravenna and Bosinelli (A., 1920, i, 150, 151) from asparagine yield 
voluminous precipitates with lead acetate, but in the former case 
the precipitate is sparingly, and in the latter case readily, soluble 
in excess of the reagent. Further, the former dipeptide gives only 
a distinct blue coloration with copper sulphate and potassium 
hydroxide, whereas the latter gives the characteristic biuret reaction. 

Diketopiperazinediacetic anhydride has been prepared from 


epared 
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recent 
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each of the two dipeptides and from ammonium hydrogen malate ; 
the three preparations yield the §-dipeptide, unmixed with 
s-isomeride, when treated with barium hydroxide solution. It is 
possible also that the a-dipeptide may be obtainable directly from 
x-asparagine by boiling its aqueous solution. 

These results confirm the constitutions previously ascribed to 
the two dipeptides (A., 1920, i, 600). T. 3. 2. 


6-Amino-2-p-tolyl-«f-naphthatriazole. GiBErt T. MorGAN 
and SyDNEY .CHAzAN (J. Soc. Chem. Ind., 1922, 41, 11T).—The 
investigation was undertaken with the object of securing a series 
of substituted «-naphthylamines capable of acting as middle 
components in the production of poly-azo-dyes. The difficulty 
with which they react with diazonium compounds, however, 
renders the 6-amino-2-aryl-«f-naphthatriazoles unsuitable for this 
purpose. On the other hand, these aminotriazoles yield stable, 
sparingly soluble diazo-derivatives which couple readily to form 


.| azo-compounds with the phenols and the more reactive aromatic 


bases. 

5-Nitro-8-naphthylamine, m. p. 140—142°, is prepared by the 
action of concentrated sulphuric acid below —5° on @-naphthyl- 
amine nitrate and is converted by a diazotised solution of p-toluidine 


.| into p-toluene-1-azo-5-nitro-8-naphthylamine, red, nodular crystals, 


m. p. 197—199° after softening at 190°. The latter substance is 
oxidised by chromic acid in acetic acid solution to 6-nitro-2-p-tolyl- 
aB-naphthtriazole (annexed formula), yel- 
TaN low, flaky crystals, m. p. 207—208°. 
J/\J\W | PC He 6-Amino-2-p-tolyl-«8-naphthtriazole has 
N m. p. 178—180°; the corresponding hydro- 
iN / chloride, m. p. 263—267° (decomp.) after 
NO softening at 240°, and acetyl derivative, 
. light brown needles, m. p. 305—307°, are 
described. A diazotised solution of the aminotriazole couples with 
8-naphthol in alkaline solution, giving p-tolyl-«8-naphthtriazoleazo-B- 
naphthol, m. p. (indefinite) 250—260°. With p-nitrobenzenediazo- 
nium chloride, the aminotriazole gives 7-p-nitrobenzeneazo-6-amino- 
2-p-tolyl-«8-naphthtriazole, a sparingly soluble, brownish-red com- 
pound, m. p. 195—197° (decomp.), which is oxidised by chromium 
trioxide in hot glacial acetic acid to a brown, bistriazole derivative, 
m. p. 220—240° (decomp.) after softening at 210°. H. W. 


The Velocity of Reaction of Diazotisation in its Bearing 
on the Problem of Substitution in the Benzene Ring. II. 
The Character of the Diazonium Group. H. A.J. ScHourissEn 
(Rec. trav. chim., 1921, 40, 763—774; cf. Martinsen, A., 1907, 
ii, 609)—As a result of failure in attempts to nitrate benzene- 
diazonium sulphate, it is inferred that the diazonium group is very 
strongly negative, more so than the nitro-group, and its directing 
influence on entering groups is towards the meta-position. Para- 
substituted-amino-diazonium compounds have also been dealt 
with and similar results obtained, except in the case of the p-aminio- 
phenoldiazonium compound. The author puts forward an 
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alternative explanation to that of Cain (T., 1907, 91, 1049) with 
regard to certain phenomena in diazo-compounds. H. J. E. 


Method for the Separation of Amino-acids from the 
Products of Hydrolysis of Proteins and Other Sources, 
Harotp W. Buston and SaMuEL BARNETT SCHRYVER (Biochem, 
J., 1921, 15, 636—642)—A preliminary indication of a method 
whereby dicarboxylic amino-acids are precipitated by alcohol 
as barium salts, after saturating their aqueous solution with baryta. 
If then, without removing the alcohol, carbon dioxide is passed 
into the solution, other amino-acids are precipitated as barium 
carbamates (cf. Siegfried, A., 1906, i, 324). No individual amino. 
acid was isolated. G. B. 


Estimation of the Monoamino-acids in the Hydrolytic 
Cleavage Products of Lactalbumin. D. BREESE JoNEs and 
Caru O. Jouns (J. Biol. Chem., 1921, 48, 347—360).—The following 
results were obtained: Glycine 0-37%, alanine 2-41%, valine 
3°30%, leucine 14-03%, proline 3-76%, phenylalanine 1-25%, 
aspartic acid 9-30%, glutamic acid 12-89%, hydroxyglutamic acid 
10-00%, serine 1-76%, tyrosine 1-95%. E. S$. 


Swelling of Fibrin by Acids. R. Somoeyr (Biochem. Z., 
1921, 120, 103—105).—The swelling of fibrin by acids resembles 
the effect of acids on gelatin, the acids following the same order 
of activity. The biologically important acids, hydrochloric, lactic, 
and formic, produce pronounced swelling. H. K. 


Alkaline Hydrolysis of Casein. Mary A. Grices (J. Ind. 
Eng. Chem., 1921, 13, 1027—1028).—The maximum yield of amino- 
nitrogen (60% of the total nitrogen) is obtained when casein is 
heated at 150° under pressure for five hours with 10% sodium 
hydroxide solution. Ww. 2. &, 


The Influence of Electrolytes on the Solution and Pre- 
cipitation of Casein and Gelatin. Jacqurs Los and Rosert 
F. Lors (J. Gen. Physiol., 1921, 4, 187—211).—Two types of 
colloidal solution exist. The first type is easily precipitated by 
small quantities of neutral salts, the second requires much larger 
quantities. In the first type, the particles go into solution as the 
result of swelling in consequence of the Donnan equilibrium, and 
remain in solution as a result of the osmotic and electrical forces 
which the Donnan equilibrium necessitates. The second type 
is of the nature of true solution and there exist primarily only 
ions and molecules, although aggregates may be formed secondarily. 
Measurements of the rate of solution of casein chloride in varying 
concentrations of acids and neutral salts indicate that the process 
of solution is regulated by the Donnan equilibrium and that it 
is of the first type. Here the effect of small quantities of neutral 
salts as precipitants is to reduce the osmotic forces and also the 
electric charges, according to the theory of the Donnan equilibrium. 
Casein dissolves in sodium hydroxide solutions essentially like a 
crystalline substance, and the solution is of the second type. 
Solutions of gelatin are also of this type, although aggregates of 


ORGANIC CHEMISTRY. i. 183 


with § the dissolved particles tend to form on keeping (cf. A., 1921, i, 822). 
E. [Experiments on the solubility and viscosity of gelatin solutions as 
the influenced by neutral salts give evidence of the existence of these 


aggregates. W. O. K. 


ae Swelling of Gelatin in Aqueous Solutions of Organic Acids. 
rohol ALFRED Kuuwn (Koll. Chem. Beihefte, 1921, 14, 147—208).—The 
ryta swelling of gelatin in aqueous solutions of various concentrations 
ssed of 2 large number of organic acids has been determined by the 


so-called volume method at 20°, and from the results the increase 
in the swelling is ascertained in each case. A few experiments 
are described at 0°, 16°, and 22°, which were made to ascertain 
the influence of temperature on the swelling. The following acids 
were investigated : Formic, acetic, propionic, n-butyric, isobutyric, 
n-valeric, wsovaleric, isooctoic, glycollic, lactic, chloroacetic, 
dichloroacetic, trichloroacetic, bromoacetic, cyanoacetic, oxalic, 
malonic, succinic, malic, d-tartaric, citric, maleic, fumaric, amino- 
acetic, benzoic, m-toluic, phenylacetic, salicylic, m-hydrexybenzoic, 
mandelic, benzenesulphonic, sulphanilic, cinnamic, phthalic, proto- 


.. catechuic, gallic, tannic, and picric, also hydrochloric, sulphuric, 
Z., J and nitric acids, phenol, quinol, resorcinol, catechol, and naph- 
bles @ thalene-l-sulphonic acid. It is shown that, with the exception 
‘der @ of the sparingly soluble acids, all acids show a swelling maximum 
tic, fat a medium concentration. Swelling is the result of four simul- 
* taneous processes of which at least two operate in opposite 
a directions. The first process is the actual swelling, A (hydration) 
™. Band is the chief process at low concentrations; opposed to this 
i are sol formation and hydrolysis, B; the fourth process is dehydra- 
te tion and coagulation. The swelling maximum is defined as that 


point at which the amount of swelling (A) with increasing con- 
centration is exceeded by the sol formation (peptisation) and the 
decreasing hydrolysis (B). No relationship between the maximum 
swelling and the degree of dissociation of the acids could be found, 
but an approximate connexion between the concentrations at 
which the maximum occurs and the strength of the acid was 
found. With strong acids, the maximum swelling concentrations 
lie at lower concentrations and with weaker acids at higher con- 
centrations, whilst with acids of medium strength the curve only 
shows a bend. The swelling maximum as the resultant of the 


hydration, sol formation, and hydrolysis shows no linear relation- 
ly § ship, rather, especially in the case of acids of medium strength, 
ly. f does the sol formation appear to play the greater réle. The 


actual swelling in the region of small concentrations is well repre- 
sented by the equation h=gC", in which h/ is the swelling height, 
C the concentration of the acid, and qg and n are constants. The 
principal part of the swelling can be quantitatively represented 
by the constants g and n. Neither q nor » has any connexion 
with the strength of the acid, and, further, the swelling maximum 
is not determined by either g or n. Hence it is shown that acids 
operate in the swelling of gelatin in the sense that at lower con- 
centrations a specific increase in the power of binding water is 
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brought about. Whether thereby a chemical or adsorption com. 
pound is formed has not been settled. At higher concentrations, 
sol formation and hydrolysis commence and at the same time 
dehydration and precipitation, which are opposed to the actual 
swelling process. J. F.S, 


A New Function of the Tryptic Ferment (Anhydrase) and 
the Preparation of d-Tyrosine-anhydride and d-Tryptophan- 
anhydride from the Products of Tryptic Digestion. Siemunp 
FRANKEL and Emin FreLpspere (Biochem. Z., 1921, 120, 218— 
229).—Casein, when digested with trypsin until the bromine test 
for tryptophan is negative, yields a dextrorotatory tyrosine-an. 
hydride and a dextrorotatory tryptophan-anhydride. The amino. 
groups are free, but the carboxyl groups are combined as in acetic 
anhydride. d-T'yrosine-anhydride has m. p. 273° and [«],+37°59° 
in alkaline solution, [«],-+-93°87° in acid solution. d-Tryptophan. 


anhydride decomposes at 230—245° and has [«],+20°59° in water. 
H. K. 


The Activity of Adsorbed Invertase. J. M. NeEtson and 
Davip I. Hrrencock (J. Amer. Chem. Soc., 1921, 43, 1956—1961)— 
The result obtained by Nelson and Griffin that a given quantity 
of invertase exhibited the same activity when adsorbed on a solid 
in the bottom of the reaction vessel as when uniformly distributed 
throughout the solution (cf. A., 1916, i, 516) is not general, but repre- 
sents only a special case. It is now shown that, other conditions 
being equal and the velocity of hydrolysis relatively large, the 
amount of sucrose hydrolysed in a given time is less in the presence 
of an adsorbent. The decrease in rate is apparently due largely to 
the uneven distribution of the invertase in the reaction mixture, 
and the extent of the retardation may be considerably diminished 
by stirring the mixture and thus preventing the settling of the 
adsorbent. Results comparable with those of Nelson and Griffin 
(loc. cit.), are obtained only when the velocity of hydrolysis is 
relatively small, and it is suggested that, under these conditions, 
the rate of diffusion of the sucrose to, and of the invert-sugar from, 
the enzyme combined with the adsorbent is probably greater than 
the rate of hydrolysis of the sucrose. W. G. 


The Distinctive Properties of Amylases from Different 
Sources. JEAN Errront (Compt. rend., 1922, 174, 18—21).— 
Amylases from different sources may be distinguished from one 
another by the ratio of their liquefying power to their saccharifying 
power, by the intensity of their saccharifying power, by their 
optimum temperatures, by their resistance to temperatures of 
70—100°, and by their action at 20°. Some amylases in juices 
or extracts when heated at 60° and filtered recover after filtration 
their activity lost during heating, whilst other amylases lose their 
activity altogether. W. G. 


A Study of the Catalase of Flour. T. Meru and J. Damier 
(Z. Unters. Nahr. Genussm., 1921, 42, 273—290).—A catalase was 
prepared from the wheat embryo having five times the activity 
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-Acf ordinary flour. The optimum hydrogen-ion concentration for 
the catalase corresponds with p,=6'2—7'1; and the optimum 
temperature is 30—40° with a temperature coefficient of approxi- 
mately 1°5. The catalase is relatively resistant to dry heat, but 


S. fixtremely sensitive to moist heat. It is less affected by toluene 
ang than by alcohol, benzene, or hydrocyanic acid. [Cf. J. Soc. Chem. 
han. gnd., 1922, 114 4.] A. G. P. 

{UND Decomposition of Amygdalin from the Point of View of 
18— Econjugated Fermentation. J. Grasa (J. Chim. Physique, 1921, 
test #119, 77—99).—The decomposition of amygdalin by emulsin from 
e-an- Felix pomatia and by emulsin from almonds at 37—40° takes 
nino- # place in two stages with intermediate products which are different 
cetic Jin the two cases. The fermentation decomposition of amygdalin 
159° His not a simple process; the decomposition is a conjugated or 
han- H coupled fermentation made up at least of two reactions, a primary 
ter. Hand a secondary fermentation. The decomposition of amygdalin 
K. by the above-named emulsins is probably an unique case in which 
and qt is possible to follow exactly the progress of both the primary 
|),— gand secondary fermentations. The two actions constituting the 
tity couple are within certain limits independent of one another, for 
‘olid @ it is shown that changes in the concentration of amygdalin, fer- 


ment, dextrose, hydrocyanic acid, and benzaldehyde, as well as 
ultra-violet light affect the two reactions differently. The ratio 
in which the dextrose and hydrocyanic acid appear in the course 
of the reaction with emulsin from Helix pomatia varies with the 
speed of the reaction, that is to say, with the concentration of 


"to the ferment. The more rapid the reaction the more nearly does 
ure, @ the ratio approach that in which the dextrose and hydrocyanic 
hed @ %id exist in amygdalin. The influence of the initial concentration 
the @ of amygdalin on the secondary reaction with both ferments is that 

the secondary reaction proceeds more rapidly when the initial 


concentration is small. The influence of an addition of dextrose 
is different in the case of the two ferments, but in both cases it 
only affects the reaction which produces dextrose. The addition 
of benzaldehyde and hydrocyanic acid retards the reaction in 
which these substances respectively are produced. Thus whilst 
dextrose and hydrocyanic acid affect the fermentation reaction 
itself, benzaldehyde acts on the ferment and destroys it. Ultra- 
violet rays affect the reaction with emulsin from Helix pomatia 
inthe sense that the formation of dextrose is more rapid than that 
of hydrocyanic acid. If the reaction with emulsin from Helix 
pomatia is stopped before completion by heating, and emulsin 
from almonds is added, it is found that the reaction does not go so 
far as either ferment alone would have taken it. Thus emulsin 
from almonds cannot complete the reaction started by emulsin 
from Helix pomatia, but emulsin from Helix pomatia can complete 
the reaction started by emulsin from almonds. J. F. 8. 


Urease. Strure Léveren (Biochem. Z., 1921, 119, 215— 
293).—This paper contains a valuable bibliography of 212 papers, 
and is illustrated throughout with quotations from original papers. 
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The author has carried out experiments covering a wide range of 
properties of urease, but the main portion deals with an attempt 
to find the time equation which covers the reaction adequately, 
Van Slyke and Cullen’s equation was found not to hold, but a 
simple, apparently empirical, modification of the unimolecular 
equation gave excellent results provided that at each concentra. 
tion of urea the solution was kept at the particular optimum P,,. 
H. K. 


Additive Reactions of Phosphorus Haloids. IV. The 
Action of the Trichloride on Saturated Aldehydes and Ketones, 
J. B. Conant, A. D. MacDonaxp, and A. McB. Kinney (J. Amer, 
Chem. Soc., 1921, 43, 1928—1935).—It has previously been shown 
that benzaldehyde reacts with phosphorus trichloride in acetic acid 
to give good yields of an «-hydroxyphosphinic acid (cf. A., 1921, i, 
69). It is now shown that the reaction can be extended to other 
aldehydes and ketones, although with ketones it is of somewhat 
limited scope and in certain cases it was found desirable to replace 
the acetic acid by benzoic acid as the medium and work at 150° 
instead of below 30°. 

The hydroxyphosphinic acids were difficult to isolate in the 
crystalline state and in some cases could only be obtained as their 
lead salts. With acetophenone and acetone, an unsaturated 
phosphinic acid was also, in each case, produced, but only isolated 
from acetophenone. The following new compounds are described: 
a-Phenylvinylphosphinic acid, CH,:CPh:-PO,H,, m. p. 112°; 
a-hydroxy-«-methylpropylphosphinic acid isolated as its lead salt; 
a-hydroxy-«-ethylbutylphosphinic acid as its lead salt; «-hydroxy- 
a88-trimethylpropylphosphinic acid as its lead salt; «-hydroxy-6- 
phenyl-«-benzylethylphosphinic acid, m. p. 181—182°; «-hydrozy- 
ay-diphenylpropylphosphinic acid, m. p. 165—168°; «-hydroxy-y- 
phenyl-«-(8-phenylethyl)propylphosphinic acid, m. p. 173—174°; «- 
hydroxydiphenylmethylphosphinic acid, m. p. 171—172°. Additive 
products could not be obtained with benzil or anthraquinone. 


W.G 


The Relation between the Mode of Synthesis and Toxicity 
of Arsphenamine [Salvarsan] and Related Compounds. 
WALTER G. CHRISTIANSEN (J. Amer. Chem. Soc., 1921, 43, 2202— 
2210).—The variation in toxicity of different samples of salvarsan 
prepared by reduction of 3-nitro-4-hydroxyphenylarsinic acid by 
hyposulphite is due to variations in the experimental conditions 
during the reduction of the nitro-group. To obtain a sample of 
low toxicity a cold solution of the nitro-compound should be added 
to a cold solution of magnesium chloride and sodium hyposulphite 
with vigorous stirring. The mixture is then rapidly heated at 40° 
after the addition of vegetable charcoal and filtered, the filtrate 
being rapidly heated at 55°. If the solutions are mixed warm 
with slow stirring and the mixture only slowly raised to 55° a 
salvarsan of high toxicity is obtained. For the consistent produc- 
tion of salvarsan of the lowest toxicity it is advisable to use pure 
3-amino-4-hydroxyphenylarsinic acid as the starting material, in 
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which case there is no need to adhere strictly to the conditions 
at the beginning. This variation in toxicity is apparently general 
to the aminoarylarseno-compounds. It has been found with 
§3-amino-4 : 4’-dihydroxyarsenobenzene hydrochloride, 3 : 5 : 3’-tri- 
amino-4 : 4’-dihydroxyarsenobenzene trihydrochloride, and 
3:5: 3’ : 5’-tetra-amino-4 : 4’-dihydroxyarsenobenzene tetrahydro- 
chloride. The variation in toxicity is due to the formation of 
by-products, during the reduction of the nitro-group, which unite 
with the amino-acid in the subsequent reduction of the arsinic 
aid group, giving unsymmetrical arseno-compounds. W. G. 


Arsenated Benzophenone and its Derivatives. W. LEE 
Lewis and H. C. CHEETHAM (J. Amer. Chem. Soc., 1921, 43, 2117— 
2121).—Dichloro-p-arsinobenzoyl chloride condenses quite readily 
with aromatic hydrocarbons and phenyl ethers in the presence of 
anhydrous aluminium chloride, using carbon disulphide as a solvent. 
Thus with benzene, after warming the product with aqueous sodium 
hydroxide, benzophenone-p-arsenious oxide, COPh:C,H,:AsO, was 
obtained, which on boiling with water gave benzophenone-p-arsenious 
aid, COPh-C,H,°As(OH),, and on oxidatior with hydrogen peroxide 
yielded benzophenone-p-arsinic acid, COPh:C,H,*AsO,H,, giving an 
oxime. On nitration, the arsinic acid gave nitrobenzophenone-p- 
arsinic acid, NO,°C,H,°CO-C,H,-AsO,H,. Other compounds, simi- 
larly prepared,’ are 4-methylbenzophenone-4'-arsenious oxide; 4- 
methylbenzophenone-4'-arsinic acid ; 4-methoxybenzophenone-4' -arsinic 
acid ; 4-ethoxybenzophenone-4' -arsinic acid, and 4-phenoxybenzophen- 
one-4’-arsinic acid. p-Carboxyphenylarsinic acid is best obtained 
for these preparations from p-aminobenzoic acid by Bart’s method 
(Ger. Pat. 250264 and 254345) and subsequently converted into 
dichloro-p-arsinobenzoyl chloride by Poulenc’s method (French 
Pat. 441215). W. G. 


4-Carboxy-2-phenylquinoline-6-arsinic acid. J. R. Joun- 
son and Roger Apams (J. Amer. Chem. Soc., 1921, 43, 2255— 
2257).—When pyruvic acid is added to a boiling solution of arsanilic 
acid and benzaldehyde in absolute alcohol and the mixture boiled 
for four hours 4-carboxy-2-phenylquinoline-6-arsinic acid, m. p. 
186—187° (corr.) (decomp.), is obtained. It gives a neutral disodium 
and a slightly alkaline trisodium salt, a green copper salt, yellow 
silver, lead, mercurous, mercuric, and cadmium salts, and reddish- 
brown cobalt and ferric salts. W. G. 


7-Chloro-7 : 12-dihydro-y-benzophenarsazine and some of 
its Derivatives. W. Ler Lewis and C. 8. Hamiron (J. Amer. 
Chem. Soc., 1921, 43, 2218—2223)—The annexed constitution is 
considered as probably that of y-benzophen- 

NG arsazine. 
N "4 Ss a Rs. yi on — reacts with 
: 4 arsenic trichloride to give 7-chloro-7 : 12-dihydro- 
Wf NS NS NG y-benzophenarsazine, - p. 219°, which is 
physiologically much less irritant than the 


gl! 


5 
\4 Sv \ZF corresponding diphenylchloroarsine. It readily 
a reacts with sodium alkyloxides or aryloxides 
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to give stable alkyloxy- or aryloxy-derivatives of the type 
NH<pue 8>As‘OR. The following are described: 7-Methoxy. 
6 
7: 12-dihydro-y-benzophenarsazine, m. p. 209°; 7-ethoxy-7 : 12. 
dihydro-y-benzophenarsazine, m. p. 165° ; -7-n-propoxy-7 : 12-dihydro. 
y-benzophenarsazine, m. p. 152°; 7-n-butoxy-7 : 12-dihydro-y-benz. 
phenarsazine; 7-phenoxy-7 : 12-dihydro-y-benzophenarsazine, m. p, 
179°; 7-benzyloxy-7 : 12-dihydro-y-benzophenarsazine, m. p. 154°, 
When oxidised in acetic acid solution by hydrogen peroxide, 
7-chloro-7 ; 12-dihydro-y-benzophenarsazine gives y-benzophenars. 


azinic acid, NH<(10's>As(OH)5, giving a sodium salt. Freshly 
6tt4 


precipitated silver oxide reacts in ammoniacal solution with 7-chloro. 
7 : 12-dihydro-y-benzophenarsazine to give 7 : 12-dihydro-y-benz. 


phenarsazine oxide, (NH< C4 ¢>As),0. The corresponding sul- 
6tt4 


phide, 7 : 12-dihydro-y-benzophenarsazine sulphide, m. p. 204—205°, 
was obtained by bubbling hydrogen sulphide through an alcoholic 
solution of the chloro-compound. When boiled with an excess of 
hydrobromic acid 7-phenoxy-7 : 12-dihydro-y-benzophenarsazine 
gave 7-bromo-7 : 12-dihydro-y-benzophenarsazine, m. p. 227°. 7-Iodo- 
7 : 12-dihydro-y-benzophenarsazine, m. p. 205°, was similarly pre- 
pared. Diphenylhydrazine when warmed with arsenic trichloride 
gives 6-chlorophenarsazine. W. G. 


Organo-derivatives of Bismuth. V. The Stability of 
Halogen, Cyano-, and Thiocyano-derivatives of Tertiary 
Aromatic Bismuthines. FREDERICK CHALLENGER and JOHN 
FREDERICK WILKINSON (T., 1922, 124, 91—104). 


Organo-derivatives of Bismuth. VI. The Preparation 
and Properties of Tertiary Aromatic Bismuthines and their 
Interaction with Organic and Inorganic Halogen Compounds. 
FREDERICK CHALLENGER and Les~ig RanpDAL Ripeway (T., 1922, 
121, 104—120). 


Aromatic Mercuri-organic Derivatives. The Hofmann 
Rearrangement and the Nature of Valencies of Mercury in 
Mercuri-organic Derivatives. Morris 8S. Kuarascu (J. Amer. 
Chem. Soc., 1921, 43, 1888—1894).—Mercury diphenyl reacts with 
various acyl halogen amides in dry benzene, giving phenyl mercury 
haloid and the alkylearbimide, the mercury diphenyl thus playing 


the same part as sodium hydroxide in aqueous solution or sodium ff, ,; 


ethoxide in absolute alcohol, and the amide undergoes the Hofmann 
rearrangement. Thus with N-bromoacetamide, the products are 
mercury phenyl bromide and methylearbimide, similar changes 
occurring with N-bromobenzamide and with m-nitro-N-bromo- 
benzamide. On the other hand, N-substituted alkyl or aryl bromo- 
and chloro-acetamides do not react with mercury diphenyl any 
more than they undergo rearrangement with sodium hydroxide 
or ethoxide. The mercury diphenyl thus acts as a base in benzene 
solution, being a base of the benzene system in the same way as 
sodamide is of the ammonium system. 
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The author does not consider that the electronic structure for 
mercury diaryl compounds proposed by Jones and Werner (A., 
1918, i, 483) has any sound theoretical or experimental basis, and 


ax. aed * same 
proposes as an alternative structure, R—Hg—R. The formation 
if metallic mercury and benzyl acetate when mercury diphenyl is 
bydrolysed by glacial acetic acid at 200° (Jones and Werner, loc. 
it.) is due to intramolecular oxidation and reduction. W. G. 


Mercuri-organic Derivatives. The Méercurisation of 
Aromatic Amines and its Relation to the Theory of Substi- 
tion. Morris 8. Kuarascn and IsaporE M. JACOBSOHN 
J. Amer. Chem. Soc., 1921, 43, 1894—1903).—Schoeller, Schrauth, 
und Liese (cf. A., 1920, i, 120), in their theory of mercurisation, 
assume that the entrance of a group into the nucleus of an aromatic 
amine is always preceded by substitution on the amino-nitrogen. 
This theory does not explain, however, the mechanism of substitu- 
tion in the case of tertiary amines, such as dimethylaniline, which 
contain no replaceable hydrogen. The authors propound the theory 
that of the aromatic amines only those which are capable of forming 
alts will mercurise and that mercurisation is always preceded by 
addition of a mercuric salt to the amino-nitrogen, with subsequent 
rarrangement of the mercury to the ortho- or para-position. 
This theory also applies equally well, without further postulates, 
to the introduction of other groups into the benzene nucleus in 
the case of aromatic amines. Where such salt formation is not 
possible, as in the quaternary ammonium salts, substitution must 
take place in the meta-position or, as in such special cases as that 
of mercurisation, it is not accomplished at all. 

Thus p-nitrodimethylaniline, which is an extremely weak base 
id does not form salts, would not mercurise, whereas p-nitro- 
nethylaniline mercurised without difficulty. In further support 
if the theory, unpublished work is mentioned in which the inter- 
nediate additive compound from mz-nitroaniline and mercuric 
acetate was isolated. 

The following compounds are described. o-Nitro-p-acetory- 

( ; o-nitro-p-chloromercuridimethyl- 

line, m. p. 185° (decomp.); m-nilro-p-acetoxrymercuridimethyl- 

miline, m. p. 140°; m-nitro-p-chloromercurimethylaniline, m. p. 

20° (decomp.); + p-nitro-o-acetoxymercurimethylaniline, m. p. 197° 

(lecomp.) ; p-nitro-o-chloromercurimethylaniline, m. p. 215° (decomp.) ; 

)-nitro-o-acetoxymercuriethylaniline, m. p. 183°; p-nitro-o-chloro- 
nercuriethylaniline, m. p. 218° (decomp.). 

For purposes of characterisation, 2-bromo-4-nitroethylaniline, 
m. p. 65—66°; and 2 : 6-dibromo-4-nitroethylaniline, m. p. 75—76°, 
ere prepared by brominating p-nitroethylaniline in acetic acid 
olution, using the requisite proportions of bromine. W. G. 


An Indirect Method of Preparation of Organic Mercuric 
erivatives and a Method of Linking Carbon to Carbon. 
ORRIS S. KHARASCH (J. Amer. Chem. Soc., 1921, 43, 2238—2243).— 
hen mercuric salts of certain carboxylic acids are heated, carbon 
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dioxide is split off and the mercury takes the place originally 
occupied by the carboxyl group. Thus mercuric 2 : 4-dinitro. 
phenylacetate when heated at 180° gives mercury 2:4:2':4'. 
tetranitrodibenzyl, Cg,H,(NO,).*CH,"Hg-CH,°C,gH,(NO,)., m. p. 235°; 
and mercuric 2 : 4: 6-trinitrobenzoate gives mercury 2: 4: 6:2':4':6’- 
hexanitrodiphenyl, m. p. 272°. The latter compound when heated 
in alcohol with mercuric chloride gives 2: 4: 6-trinitrophenyl 
mercurichloride, C,H.(NO,),*HgCl, m. p. 202°, which, when treated 
in aqueous suspension with iodine in potassium iodide solution 
gives 2: 4: 6-trinitroiodobenzene and a compound which is prob. 
ably 2:4:6:2’: 4’: 6’-hexanitrodiphenyl. It is thought that by 
heating these mercury compounds in the dry state or in some 
solvent the mercury would oxidise one of the carbon atoms and 
thereby link the two carbon atoms together. This was observed 
in the case of 2:4: 2’: 4’-tetranitromercurydibenzyl, tetranitro. 
dibenzyl being obtained. 

This work is being extended to mercury salts of various types 
of carboxylic acids. 


Physiological Chemistry. 


The Excretion of Acetone from the Lungs. A. P. Brices 
and Pamip A. SHAFFER (J. Biol. Chem., 1921, 48, 413—428).— 
Experiments on human diabetics, normal fasting subjects, and 
dogs after injection of large doses of acetone, show (1) that acetone 
is distributed between blood and alveolar air in approximately 
the same ratio as between water and air, (2) that the concentration 
of acetone in urine is approximately the same as in blood. These 
results confirm Widmark’s conclusion (Biochem. J., 1920, 14, 379) 
that acetone is excreted from the lungs and kidneys by the physical 
process of diffusion. E. 8. 


Physical Chemistry of Cell Respiration. Orro WarBuri 
(Biochem. Z., 1921, 119, 134—166).—The adsorption and oxidation 
of cystine by blood charcoal was investigated in the presence of 
various narcotics. There is an inhibition of both properties due 
to a displacement of the amino-acid and of oxygen from the charcoal 
surface by the narcotic. Hydrocyanic acid also inhibits adsorption 
and oxidation, but the same explanation does not hold good. A 
comparison was made of blood charcoal and charcoal prepared 
from benzoic acid. In composition and qualities of adsorption 
they differ markedly. From analogy with the charcoal experi: 
ments, cell respiration is considered to be essentially associated 
with the solid constituents of the cells. H. K. 
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Blood-gas Analysis. IX. Narcosis and Charge on the 
Colloids. KioraiipE Merer and W. Kronia (Biochem. Z., 
1921, 119, 1—15).—By following the curve of combination of 
carbon dioxide with corpuscles as used in previous papers (A., 
1920, i, 200), the authors show that addition of narcotics favours 
the neutralisation of the charge on the surface colloids of the 
erythrocytes. Corpuscles suspended in saline solution are dis- 
charged at P,, 6-67, but at the optimum concentration in the saline 
of methylurethane, ethylurethane, and ethyl alcohol the discharge 
takes place at P;, 6-95, 6-90, and 6-85 respectively. H. K. 


The Dextrose Concentration in the Arterial Blood and in 
the Venous Blood from the Muscles. V. HENRIQUES and 
R. Eek (Biochem. Z., 1921, 119, 121—133).—No great difference 
of dextrose content between arterial and venous blood is to be 
expected. The process is complicated by a reservoir of carbohydrate 
in the muscles. Under special conditions, a difference can be 
observed. In a condition of hyperglycemia, there is a large 
disappearance of dextrose during passage through the muscles, 
and when the dextrose concentration in the blood has again fallen 
the venous blood may contain more than the arterial. H. K. 


The Ammonia Content of the Blood and its Bearing on 
the Mechanism of Acid Neutralisation in the Animal Organ- 
ism. Tuomas P. Nasu, jun., and Staniey R. Benepict (J. Biol. 
Chem., 1921, 48, 463—488).—The work of previous investigators 
on the ammonia content of the blood is discussed, and an improved 
technique for its estimation is described. The ammonia is removed 
from the blood by aeration, collected in acidified water, and 
estimated by means of Nessler’s reagent. 

By means of this method, the authors find concentrations of 
ammonia nitrogen varying from 0-03 to 0-20 mg. per 100 c.c. The 
concentration of ammonia in the blood is unaffected by the adminis- 
tration of phloridzin, the removal of the kidneys, and the injection 
of acid or alkali; the concentration in the renal venous blood is 
about twice as great as that in the systemic arterial blood. 

From these results, the authors conclude that the kidney is the 
seat of formation of ammonia, and on this basis they offer an 
explanation of the different types of acidosis met with in various 
clinical conditions. C. R. H. 


Inorganic Blood Phosphate. Epwin P. Lenman (J. Biol. 
Chem., 1921, 48, 293—303).—A number of estimations of inorganic 
phosphate in the whole blood of normal rabbits by the method 
of Bell and Doisy (A., 1920, ii, 769) show that this consti- 
tuent is practically constant and amounts to between 4 and 6 mg. 
per 100 c.c. When the concentration of phosphate is increased 
by the injection of large amounts of di-sodium hydrogen phosphate 
(sufficient in some cases to cause tetany) a normal concentration 
is reached again in four hours. C. R. H. 
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The Blood Calcium Content in:Normal Children and in 
Tetany. I. B. pe Vries Rostes (Nederl. Tijdschr. Geneesk., 
1919, 63, [i], 1663)—Despite statements to the contrary, there 
appears to be no abnormality in the content of calcium of the 
blood of children with tetany. CHEMICAL ABSTRACTS, 


The Blood-sugar in Narcosis and Diseases of the Nervous 
System. H. CuHanrrarne (Zentr. inn. Med., 1920, 41, 521— 
529).—During ether narcosis, the blood-sugar is increased, the 
increase ranging from 30 to 50%. During narcosis with ethyl] 
chloride, in patients with nervous diseases, and in rabbits with 
experimentally produced concussion of the brain, the proportion 
of blood-sugar remains normal. CHEMICAL ABSTRACTS. 


Acetone Substances in the Blood in Diabetes. R. Fim 
(Trans. Assoc. Amer. Physicians, 1917, 32, 154—158).—Simul. 
taneous estimation of the total acetone substances in the blood 
plasma and the degree of acidosis revealed no quantitative relation. 
ship between increased concentration of acetone and lowering of 
blood bicarbonate, although in general the proportion of the acetone 
rose as that of the bicarbonate fell. The total acetone was increased 
by large amounts of fat, the maximum occurring several hours 
after ingestion and after visible lipemia had disappeared. Small 
amounts of fat depressed blood acetone. Fasting and pure carbo. 
hydrate diet diminished a high acetone value. Sodium hydrogen 
carbonate increased the output of acetone, but its effect on blood 
acetone was uncertain. In three fatal cases of coma, a rapid pre- 
mortal rise of blood acetone occurred; in one case this was 
independent of acidosis. CHEMICAL ABSTRACTS. 


Effect of Subcutaneous Injections of Solutions of Potassium 
Cyanide on the Catalase Content of the Blood. Wurm H. 
WELKER and J. L. Botiman (J. Biol. Chem., 1921, 48, 445—451).— 
The subcutaneous injection in dogs of lethal doses of potassium 
cyanide has little, if any, effect on the catalase content of the 
blood. KE. S$. 


A Direct Demonstration of the Impermeability of the 
Corpuscles of Man and of the Rabbit for Dextrose. S. van 
CREVELD and R. BrRINKMAN (Biochem. Z., 1921, 119, 65—72).— 
Corpuscles obtained by the jugular method from rabbits or by the 
paraffined tube method from man, are always free from dextrose. 
Faulty technique is the basis of the discrepant results of other 
workers. H. K. 


Colloidal Structure of Red Blood Corpuscles and Hzmo- 
lysis. III. Ultramicroscopic Investigation of Lipoids. 
Kenzo Hartori (Biochem. Z., 1921, 119, 45—64).—The colloidal 
balance of* an optically homogeneous cholesterol-lecithin mixture 
is altered by water owing to swelling of the lecithin and separation 
of the cholesterol. By saline solution, however, the degree of 
swelling of lecithin is limited and there is no separation of cholesterol. 
Reagents which affect the colloidal balance are hemolytic, but the 
parallelism is only approximate. H. K 
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The Combinations of Hemoglobin with Oxygen and 
Carbon Monoxide, and the Effects of Acid and Carbon Dioxide. 
ARCHIBALD ViviaAN Huu (Biochem. J., 1921, 15, 577—586).—A 
theoretical paper which suggests an explanation for the S-shaped 
dissociation curves of oxy-hemoglobin and of carboxy-hemoglobin 
and the identical effects of carbon dioxide on these curves. The 
chief assumptions made are (1) that hemoglobin dissociates slightly 
into protein molecules and molecules containing iron, and (2) that 
in the presence of salts the osmotic pressure of the complex hemo- 
lobin and of the simpler protein is reduced to 1/n of its value, 
calculated on the basis of one atom of iron per molecule of hemo- 
globin. This reduction is not necessarily due to aggregation of 
molecules, as was previously assumed (J. Physiol., 1910, 40, Proc. iv). 
It is shown that the effects of acid and of carbon dioxide on the 
dissociation curve of blood can be deduced from the hypothesis 
that the available alkali inside the corpuscle is competed for by 
oxy-hemoglobin, reduced hemoglobin, and the acid or carbon 
dioxide, the first being a far stronger acid than the second. The 
rectangular hyperbola relating carbon monoxide saturation to 
carbon monoxide pressure, or oxygen saturation to oxygen pressure, 
in blood or hemoglobin fully saturated with a mixture of these 
gases, is also explained by the theory, as are various other i - 


Acceleration of Blood-clotting by Euphylline. R. MEIssNER 
(Biochem. Z., 1921, 120, 197—-202).—Euphylline (an additive pro- 
duct of theophylline and ethylenediamine) can accelerate blood- 
dotting even up to 50%. The components have individually a 
weak action. H. K. 


The Basal Metabolism and the Specific Dynamic Action 
of Protein in Liver Disease. JoszepH C. Aus and James H. 
Means (Arch. Intern. Med., 1921, 28, 173—191).—The basal 
metabolism in twelve cases of liver disease (gallstones, cirrhosis, 
carcinoma, acute catarrhal jaundice) was essentially within normal 
limits. The liver is, therefore, either not an important regulator 
of the metabolic rate, or it is adequate for this purpose even when 
severely diseased. The rate of absorption and utilisation of protein 
in large quantities was usually normal, even in severe cirrhosis. 
In two cases of cirrhosis and one of gallstones, the utilisation of 
the protein was delayed or absent. Marked portal obstruction 
caused no delay in the appearance of the specific dynamic action 
of protein. The cases of cirrhosis showed, on the whole, the 
highest metabolic response to protein katabolism. The conclusion 
seems justified that either the liver is not the main site of the specific 
dynamic action of protein, or that it can adequately perform that 
function even in disease. The specific dynamic action of protein 
results from an increased combustion of protein and carbohydrate, 
rather than of fat. The observations of Du Bois (ibid., 1916, 17, 
915), that in exophthalmic goitre a normal increase in heat pro- 
duction, due to protein, is superimposed on the high basal rate, 
is confirmed. CHEMICAL ABSTRACTS. 
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The Influence of Food Ingestion on Endogenous Purine 
Metabolism. I and II. Wu4t4am C. Rose (J. Biol. Chem., 

1921, 48, 563—573 and 575—590).—The uric acid output remains 
constant under constant dietetic conditions, but is influenced by 
the quantity and nature of the food. In particular, it is increased 
by the amino-acids. The precursors of the purines are probably 
arginine and histidine; in the absence of these precursors, varia- 
tions in the purine output may be brought about by the re-utilisa. 


tion for anabolic purposes of purines produced in catabolism. 
C. R. H. 


Mechanism of Reduction of Nitrates and Nitrites in 
Processes of Assimilation. Oskar Bavupiscu (J. Biol. Chem., 
1921, 48, 489—502)—A summary of the author’s previously 
published work on the subject. E. 8. 


Quantitative Estimation of the Fat-soluble Factor. Sytvzs. 
TER SOLOMON Zitva and Masataro Miura (Biochem. J., 1921, 15, 
654—659).—-Rats are used which have been kept 3—4 weeks 
on the basal diet without growing; their weight should not exceed 
70 grams. The minimum dose of the active substance is then 
determined which just induces a definite growth. For instance, 
1-7 mg. of the most active cod liver oil per day did this, and 
1-4 mg. did not. ‘The minimum doses of various samples of 
cod liver oil varied from 1°7—5 mg., of butter from 200—400 mg. 

G. B. 

Pharmacological and Chemical Study of the Roes of the 
Barbel and Pike. Francis H. McCruppEn (Arch. expt. Path. 
Pharm., 1921, 91, 46—80).—Fish poisoning produced by con- 
sumption of the barbel or pike is due to a toxic substance contained 
mainly, if not exclusively, in the hard roes of these fishes. For 
the investigation of its properties the globulin and albumin were 
extracted from the roes by salt solution. On separation of these 
by the usual methods, the toxic action was found to be confined 
to the albumin fraction. Injected intravenously into rabbits, it 
produced paralysis of the central nervous system, death finally 
resulting from paralysis of respiration. The effects produced by 
extracts of the roes of either fish were similar, but more marked 
in the case of the pike. The toxicity is destroyed by heat. A 
comparison is made of the globulins (ichthulins) from eggs of various 
fish and the difference between their chemical properties and those 
of vitellin from birds’-eggs emphasised. E. 8. 


Zinc and Copper Content of the Human Brain. MEYER 
Bopansky (J. Biol. Chem., 1921, 48, 361—364).—Analyses of 
one fcetal and four adult brains indicate that zinc and copper are 
normal constituents of the human brain. . 


Acetone in Cerebrospinal Fluid. J. Koopman (Nederl. 
Tijdschr. Geneesk., 1920, 64, 1346—1350).—-Acetone is present in 
the cerebrospinal fluid during diabetic coma, diabetic acidosis, 
and adrenal apoplexy; in the first two eases it is accompanied by 
acetoacetic acid. CHEMICAL ABSTRACTS. 
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The Spacial Separation of Glycogen and Diastase in the 
Liver Cells. E.J. Lesser (Biochem. Z., 1921, 119, 108—120).— 
Perfusion of a frog’s liver in the months August to January with 
hypertonic salt solutions leads to a fourfold excretion of dextrose 
over that produced by isotonic salt solutions. The dextrose 
production rises to a maximum after four hours. In the spring 
and summer months, there is no great difference between the 
elect of isotonic and hypertonic salines. This effect is independent 
of the ions of the salts used, and is only slightly affected by the 
hydrogen-ion concentration. The action appears to be purely 
osmotic. 


Sea-wolf Liver Oil. THor LEexow (Chem. Umschau, 1921, 28, 
113—214).—The livers were obtained from both male and female 
of the species Anarrhichas lupus, L.; the oil, extracted separately, 
was of a clear golden brown colour and had a curious odour unlike 
that of other liver oils. The oils from the male and female livers 
gave respectively the following characters: dij 0°9162, 0°9179; 
i 1:4733, 1:4702; acid number 13°11, 14°37; saponification 
number 182°8, 185°2; iodine number (Wijs) 131°2, 118°1; 
usaponifiable matter 5°23, 3°86; fatty acids 92°4%, 92°2%; 
m. p. of fatty acids 24°5°, 24'7°; mean molecular weight of the 
fatty acids 276°8, 279°9. 

The oil is used in Russia mixed with coal-fish liver oil in tanning 
and can easily be distinguished from the sea-wolf liver oil by its 
low iodine number and high content of unsaponifiable matter. 

H.C. R. 


Variations in the Amylolytic Activity of the Pancreas and 
liver in Avian Polyneuritis. R. Ticrkr and H. SIMONNET 
(Bull. Soc. Chim. Biol., 1921, 3, 580—582)—The amylolytic 
activity of the pancreas in pigeons with polyneuritis is slightly 
less than in normal birds. Experiments with the liver did not 
yield concordant results. E. 8. 


The Function of the Pancreas. Lro ADLER (Arch. expt. Path. 
Pharm., 1921, 91, 110—124).—The author has previously shown 
that hibernating hedgehogs are roused and the body temperature 
brought to summer level by subcutaneous injection of extracts of 
thyroid or thymus, adrenaline, or certain amines derived from 
proteins. In the present paper, it is shown that a simultaneous 
injection of pancreas extract made from the pancreas of hiber- 
nating hedgehogs more or less completely suppresses the action of 
these substances. The suppression is less complete in the case of 
adrenaline than in the other cases. E. S. 


Heterogenetic Antigen and Hapten. XV. Karu Lanp- 
STEINER (Biochem. Z., 1921, 119, 294—306).—The soluble hetero- 
genetic antigens obtained from horse kidney by alcohol extraction 
are as active in vitro as the unchanged materials, but when injected 
into animals do not produce hemolysin. H. K. 


i. 196 ABSTRACTS OF CHEMICAL PAPERS. 


The Enzymes of the Abdominal Adipose Tissue of the 
Common Turkey, Meleagris gallipavo. JoserH Samuzy 
HeEpsBurn (J. Amer. Chem. Soc., 1921, 43, 1963—1965).— Using 
the method previously applied to chicken fat (cf. Pennington and 
Hepburn, A., 1912, ii, 275), but taking tributyrin as the substrate 
for lipase and ethyl butyrate for esterase, catalase, lipase, and 
esterase were always found in the adipose tissue. Simple reductase 
and oxydase acting on phenolphthalein were usually present. 
Tests for oxydases acting on a-naphthol and tricresol, and for 
protease gave negative results. Aldehyde reductase and _peroxy. 
dases were found in several of the samples. W. G. 


The Selective Absorption of Potassium by Animal Cells, 
II. The Cause of Potassium Selection as Indicated by the 
Absorption of Rubidium and Cesium. Puivip H. Mircuziz, 
J. WALTER WItsoN, and Raupu E. Stanton (J. gen. Physiol., 
1921, 4, 141—148).—Frog muscles, perfused with Ringer solution 
in which potassium has been replaced by cesium (or rubidium) in 
equivalent amount, and stimulated electrically during the per. 
fusion, absorb the cesium (or rubidium) in such a way as to be 
retained during a subsequent perfusion with potassium-free Ringer 
solution. The substitution of cesium (or rubidium) for potassium 
in the diet of rats leads to a replacement of potassium by that metal 
in the tissues. Rubidium and cesium are toxic, and in the presence 
or absence of potassium cause death. The physiological peculiarities 
of these metals may be related to their electronic structure, and 
hence to their comparative migration velocities. W. O. K. 


Physiological Significance of the Change in the Condition 
of Permeability in the Limiting Membrane of the Muscle 
Fibres. Gustav EmMBpEN and ERicH ADLER (Z. physiol. Chem., 
1922, 118, 1—49).—The permeability of the limiting sheath of 
the muscle fibres of the gastrocnemius of the frog was studied 
under different physiological conditions. The diffusion of phos- 
phoric acid from the muscle into Ringer’s solution was adopted as 
the method for the estimation of the permeability. 8. 8. Z. 


Investigations on Potassium Paralysis. Hans Voge (Z. 
physiol. Chem., 1922, 118, 50—95).—The speed with which potass- 
ium paralysis intervenes in the gastrocnemius of the frog runs 
parallel with the permeability of the limiting membrane of the 
muscle fibres as determined by the diffusion of phosphoric acid 
out of the muscle (see preceding abstract). This, of course, 
depends on the physiological condition of the muscle. The onset 
of the potassium paralysis of the muscle can therefore be utilised 
as a standard for the permeability of the limiting membrane of 
the muscle fibres. The author utilises the above observation to 
explain the different conclusions drawn by himself and Overton 
in an earlier investigation. 8. 8. Z. 


The Influence of Asphyxiation on the Permeability of 
the Limiting Membrane of the Muscle Fibres. Max Simon 
(Z. physiol. Chem., 1922, 118, 96—122).—Asphyxiation increases 
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the permeability of the limiting membrane of the muscle fibres in 
the gastrocnemius of the frog. This can be demonstrated by 
Using replacing oxygen by hydrogen. The change is reversible. The 
n and§ permeability was determined both by the diffusion of phosphoric 
strateq acid and by the production of paralysis by the potassium ion (see 
, and§ preceding abstracts). 8. 8. Z. 
ictasel The Influence of the Chemical Composition and the 
esent. | Physico-chemical Structure on the Function of Frog Muscles. 
d fori Hans Benrenpt (Z. physiol. Chem., 1922, 118, 123—167).— 
TOXy-# The lactacidogen content of the gastrocnemius and the adductor 
G. ff muscles of the frog is the same. The adductor muscles, however, 
Yells, contain sometimes more free phosphoric acid than the gastro- 
y they cnemius. The “ residual phosphoric acid ” (restphosphorsaiire) and 
HELL, @ the glycogen content is higher in the gastrocnemius than in the 
ysial,, adductors. The physico-chemical properties of the two muscles 
lution § 28 obtained by physiological methods are also compared. 
m) in 8. 8. Z. 
_per-§ Chemistry of the Formation and Ripening of Honey. 
to bef E. Sarin (Biochem. Z., 1921, 120, 250—258).—Bees were fed with 
‘inger f sucrose syrup, the honey collected and re-fed to the bees. This 
ssium § process was repeated three times. Examination of the honey 
metal at each stage indicated that invertase and diastase are specific 
sence § products of the bees, but catalase, which only occurs in natural 
rities § honey, is of plant origin. H. K. 
i Influence of Organic Acids on the Formation and Ripening 
’ fof Sugar-honey. FE. Saris (Biochem.. Z., 1921, 120, 259— 
ition § 264) —The addition of acids to the sugar syrups used for feeding 
uscle § bees exerts a harmful effect on the biochemical processes of the 
hem.,§ formation and ripening of honey. H. K. 


=! - Citric Acid Content of Milk and Milk Products. G. C. 
idle’ SuppLeE and B. Beuuis (J. Biol. Chem., 1921, 48, 453—461).— 


f the 
\MUEL 


sy From a series of estimations, it is shown (1) that the citric acid 
7 content of milk from different cows on the same ration shows a 


marked variation, (2) that there is no loss of citric acid during the 
, (Z.§ process of drying or concentrating milk, (3) that the citric acid 
tass-§ content decreases during ageing in the presence of highly developed 
runs acidity (cf. Sommer and Hart, A., 1918, i, 465). E. 8. 


the Day and Night Urine during Complete Rest, Laboratory 
acid Routine, Light Muscular Work, and Oxygen Administration. 
urse, | James ARGYLL CAMPBELL and THomMAs ARTHUR WEBSTER (Biochem. 
nset J, 1921, 15, 660—664).—The night urine contained always less 
lised F total nitrogen, more ammonia, less creatinine, urea, uric acid, and 
¢ of f amino-acids, and was more acid than during the day. The phos- 
n to phate tide is considered to be due to the increased acidity, which 
rton } in its turn is attributed to delayed excretion of certain fixed acids, 
Z. formed in the cells during the day. ‘The sulphur was evenly 
y off distributed between the day and the night. Administration of 
mon § 25—40°, oxygen did not affect the composition of the urine. 

>a ses G. B. 
VOL. OXXI. i. h 
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Viscometric and Stalagmometric Measurements of Urine. 
Ernst Joint (Biochem. Z., 1921, 119, 93—107).—The viscosity 
of normal urine is 1:0 to 1:05. The presence of colloidal materials 
has a considerable influence on this value. H. K. 


Which Carbohydrates are excreted in the Urine of Sucklings 
when the Sucrose in the Food Exceeds the Assimilation 
Limit? A Method for the Quantitative Estimation of several 
Carbohydrates simultaneously in the Urine. Hans Murscu. 
HAUSER (Biochem. Z., 1921, 119, 328—338)—Experiments with 
babes under one year of age showed that sucrose administered 
in excess of the assimilation value appeared in the urine, partly 
unchanged and partly as dextrose and levulose. The three sugars 
are estimated by determining the rotation and reducing power 
before and after inversion. H. K. 


Alkapton Chromogen. G. Katsch and Géza Némer 
(Biochem. Z., 1921, 120, 212—217).—The ethereal extract of an 
alkapton urine poured on to unburnt lime acquires an evanescent 
vivid blue colour. The reaction is very sensitive. The urine of 
many individuals, after administration of homogentisic acid, 
slowly darkens, but homogentisic acid is not detectable. The 
supposed derivatives of this acid which give rise to this reaction 
are called alkapton chromogens. H. K. 


Chemistry of Diabetic Glycosuria. At. IonEescu (Bul. Soc, 
Chim. Romania, 1921, 3, 97—104).—A theoretical paper, suggesting 
that glycosuria is due to a disturbance of the normal equilibrium 
between the diastatic reactions occurring in the blood. Thus, 
excessive hydrolytic action would result in the formation of con- 
siderable quantities of acids, ketones, and aldehydes, in the disposal 
of which the alkalinity of the blood would assist, but these would 
probably be chiefly converted into dextrose in quantities greater 
than could be dealt with by the liver. The blood would be affected 
in regard to the distribution of electrolytes between the white 
corpuscles and the serum, and, as a consequence, the activity of 
the liver in converting dextrose into glycogen would be er 

J. K. 


The Types of Reaction of the Bile Pigments and the 
Quantitative Relation of Bilirubin to Cholesterol in the 
Blood during different Forms of Jaundice. F. RosEnTHAL 
and K. Merer (Arch. expt. Path. Pharm., 1921, 91, 246—271)— 
The forms of jaundice investigated were mainly experimental. 
In each case the type of diazonium reaction (cf. van den Bergh 
and Muller, A., 1917, ii, 58) given by the serum was determined 
and the cholesterol content of the latter estimated. The readiness 
with which bilirubin appears in the urine in each case was also 
noted. E. 8. 


The Theory of Narcosis. I. Traupe and P. Kixtn (Biochem. 
Z., 1921, 120, 111—124)—The authors have examined the Tyndall 
effect and the ultramicroscopic behaviour of aqueous solutions 
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of a number of organic substances of slight or moderate solubility 
and find that some substances show two widely differing degrees 
of dispersity. Stalagmometric experiments on these show that 
the higher the dispersity the greater the effect on the surface 
tension of water. The results show that other factors besides those 
postulated in Traube’s theory of narcosis must play a part, 
for the hydrocarbons and alkyl haloids have little effect on the 
surface tension and yet are powerful narcotics. H. K. 


The Effective Strengths of Narcotics. I. Experiments 
on the Isolated Frog’s Heart. H. Fituner (Biochem. Z., 1921, 
420, 143—163).—The isonarcotic concentration of 40 narcotics 
has been determined on the isolated frog’s heart and the drop numbers 
have been compared, by means of Traube’s stalagmometer. Alcohols 
and their derivatives, paracetaldehyde, acetone, and ethyl ether have 
a marked effect on the surface tension. Esters are less active, but 
benzene and many alkyl haloids are inactive even in saturated 
solution. Apart from the alcohols and related derivatives, there 
is no correspondence between narcotic action and depression of 
surface activity as postulated by Traube’s theory. The narcotic 
concentrations, however, show a parallelism with the aqueous 
solubility in salt solutions. H. K. 


The Action of some Derivatives of Chloroform with Special 
Reference to Traube’s Theory of the Action of Narcotics 
of the Aliphatic Series. Grora Joacnuimoaiu (Biochem. Z., 
1921, 120, 203—211).—Traube’s theory of narcosis is untenable. 
Among the chloro-derivatives of methane and ethane or ethylene, 
the narcotic action and surface activity are by no means parallel. 


H. K. 


* Barium Chloride Poisoning. AL. lonrescu (Bul. Soc. Chim. 
Romania, 1921, 3, 94—97).—Investigation of a number of recent 
fatal cases of poisoning due to barium chloride confirms the observa- 
tions of Ogier and others that a very small proportion of the fatal 
dose is discoverable in the organs, positive results being only 
obtained by the Flandin-Danger method, and not by a combination 
of dialysis with the Fresenius-Babo process. It is suggested that 
it will be advisable in such cases to examine the bones, since these 
appear to take up the overwhelming proportion of the poison. 
The action of this is attributed, in agreement with previous workers, 
to irritation of the neuro-motor system. J. K. 


Toad Venom. Hetnricun WiELAnpd (Sitzber. bayer. Akad. 
Wiss., 1920, 329—343)—The formule given to bufotalin and some 
of its derivatives by Wieland and Weil (A., 1913, i, 1343) must 
be changed, since it is found that bufotalin retains organic solvents 
of crystallisation most energetically. Bufotalin crystallised from 
alcohol is not C,,H,,0,, but C,,H3,0,,C,H,O (which has the same 
percentage composition). Crystals from ethyl acetate melt at 
154° and have the composition 2C,,H;,0,,C,H,O,. The solvent is 
given off slowly in a high vacuum at 150°, and on careful heating 
in a high vacuum at 225—230° bufotalin sublimes. Of the six 

h2 


i. 200 ABSTRACTS OF CHEMICAL PAPERS. 


oxygen atoms, two are present as a lactone group, two as an acety] 
group, and two are hydroxylic. Of the latter groups, one is capable 
of acetylation, which yields acetyl bufotalin, C,,H,,0,, m. p. 254°, 
and the other can be oxidised to a ketone group, present in bufo. 
talone, C,H ,0,, m. p. 261°. Bufotalin is reduced by palladium 
black and hydrogen to tetrahydrobufotalin, CygHy)O,, m. p. 204— 
205°. Bufotalien, formed by the action of concentrated hydro. 
chloric acid on bufotalin, is C.yHg 90, (not C,H. 902, as previously 
supposed). In its formation one molecular proportion of acetic 
acid and one of water are removed from bufotalin. Bufotalien 
melts at 222—223° and is yellow in colour. It is reduced cata. 
lytically by palladium to colourless bufotalan, C,H, ,03, m. p. 198— 
199°, and hence contains four double bonds. Unlike its precursors, 
bufotalan does not give Liebermann’s cholesterol reaction with 
acetic anhydride and sulphuric acid. 

The carbon skeleton of bufotalin (apart from the acetyl group) 
is derived from a saturated hydrocarbon, C,,H,., with eight hydrogen 
atoms less than the corresponding aliphatic one. Hence bufotalin 
contains four carbon rings. Now the bile acids are also derived 
from a complex, C,,, with four rings, and, as was shown by Windaus 
and Neukirchen (A., 1920, i, 41), cholesterol differs from the bile 
acids by an additional isopropyl group at the end of a side-chain, 
CHMe,°CH,°CH,°CH,*CHMe--, which in cholic acid is represented 
by CO,H-CH,°CH,-CHMe—-. Wieland considers it very probable 
that in bufotalin this side-chain is further oxidised to a y-lactone, 
CH,*CMe 
CH,—CO 
bufotalan, C,,H,,0,, into cholanic acid, C,,H4 0,, the parent sub- 
stance of the bile acids. 

A second crystalline toxic substance from the skin of the toad, 
previously called bufotalein by Wicland and Weil, is now named 
bufotalidin, C,,H,,0,, probably oxybufotalin. With alcohol of 
crystallisation, it melts at 175° and after heating in a high vacuum 
at 228—230°. 

Bufagin, the venom of the tropical toad Bufo agua, isolated by 
Abel and Macht (A., 1912, ii, 11938), is certainly not identical with 
bufotalin, and according to Faust, has only one-tenth of the physio- 
logical action of the latter. Wieland is not convinced that 
the molecular weight of bufagin has been correctly determined, 
and considers that Abel and Macht’s formula, C,,H,,0,, may 
require alteration to C,,H3,0,, which is that of a methyl ether 
of bufotalin. 

[The above toad venoms are heart poisons and pharmacologically 
similar to digitalis and strophanthus. Digitoxigenin is, according 
to Cloetta (A., 1921, i, 39), C,,H,,0,, and strophanthidin (cymari- 
genin, A., 1915, i, 704) has 23 or possibly also 24 carbon atoms. 
All these heart poisons from various animal and vegetable sources 
seem to be related to cholesterol and the bile acids. ] G. B. 


>O, and the chief problem at present is to convert 


cetyl 
pable 
254°, 
bufo- 
dium 
04 
ydro. 
ously 
cetic 
alien 
cata- 
98— 
SOFS, 
with 


‘oup) 
ogen 
talin 
"ived 
daus 

bile 
lain, 
nted 
able 
one, 


vert 
sub- 


oad, 
med 
| of 
1um 


by 
vith 
si0- 
hat 
ed, 
nay 
her 


ally 
ing 
ari 
ms. 
ces 


VEGETABLE PHYSIOLOGY AND AGRICULTURE. i. 201 


Chemistry of Vegetable Physiology and Agriculture. 


The Effect of Hydrogen-ion Concentration on the Pro- 
duction of Carbon Dioxide by Bacillus butyricus and Bacillus 
subtilis. MatitpA MoLpENHAUER Brooxs (J. Gen. Physiol., 
1921, 4, 177—-186).—The rate of production of carbon dioxide by 
Bacillus butyricus and Bacillus subtilis is a maximum at P,, 7 and 6°8 
respectively. If alkali be added to the culture at its optimum Py, 
recovery in the rate of production takes place; if acid be added, 
recovery takes place only if the amount added be small and if 
it be neutralised by an equivalent amount of acid. W. O. K. 


Bacteria as a Source of the Water-Soluble B-Vitamin. 
SamuEL R. Damon (J. Biol. Chem., 1921, 48, 379—384).—Feeding 
experiments on rats indicate that B. paratyphosus, B., B. coli, and 
B. subtilis do not produce vitamin-B (cf. Pacini and Russell, A., 
1918, i, 329). E. S. 


Characteristics of certain Pentose-destroying Bacteria, 
especially as Concerns their Action on Arabinose and Xylose. 
E. B. Frep, W. H. Petrrrson, and J. A. ANDERSON (J. Biol. Chem., 
1921, 48, 385—411; cf. A., 1920, i, 406, 513, 911).—Pure cultures 
of twelve strains of lactic acid bacteria were isolated from corn 
silage and sauerkraut. They are classified in two main divisions, 
according as they ferment levulose with or without the production 
of mannitol, further subdivision depending on their fermentative 
ability towards various sugars. The fermentation of arabinose 
and xylose by these bacteria results in the formation of acetic 
acid, lactic acid, and carbon dioxide. The two acids are formed in 
approximately equimolecular proportions, the main line of ferment- 
ation being, apparently, simple cleavage into acetic and lactic 
acids. The mannitol-forming bacteria also slowly ferment. lactic 
acid to acetic acid and carbon dioxide. e E.S. 


The Attack of Dextrose and Lzevulose by the Pyocyanic 
Bacillus. EK. Ausent (Compt. rend., 1921, 173, 1493—1495).— 
Amongst the products of the decomposition of dextrose and levulose 
by the pyocyanic bacillus, alcohol, acetic acid, and formic acid have 
invariably been found. Lactic acid has also been found as a by- 
product from levulose. The degradation of the two hexoses under 
these conditions is considered to proceed as follows. 


y, alcohol 


Hexose —> methylglyoxal— pyruvic acid + acetaldehyde 
acetic acid 


W. G. 


Action of Acids on Fermentation by Yeast. R. Somocyt 
(Biochem. Z., 1921, 120, 100—102).—Acids exert a harmful effect 
on fermentation by yeast. This is proved by the examination of 


acetic acid4-formaldehyde -> formic acid 


i. 202 ABSTRACTS OF CHEMICAL PAPERS. 


the action of thirteen acids, organic and inorganic, at concen. 
trations between N/6 and N/1500. The inhibitory action does 
not appear to be solely dependent on the hydrogen-ion concen. 
tration, but on other physical properties as well. H. K. 


The Change undergone by Nitrogenous Substances in the 
Final Phases of Yeast Autolysis. Nicotaus N. Ivanoy 
(Biochem. Z., 1921, 120, 1—24; cf. A., 1918, -i, 365).—IEf, after 
yeast autolysis has proceeded for some time the solution be made 
alkaline, the ensuing autolysis is accompanied by an increase of 
protein nitrogen (as estimated by Stutzer’s method), at the expense 
of the original protein decomposition products which are pre. 
cipitable by lead acetate and phosphotungstic acid. The amino. 
nitrogen, however, as determined by Van Slyke’s method, is 
unchanged. If the autolysis in alkaline solution is allowed to 
continue at a higher temperature, for example, 60°, there is a loss 
of amino-nitrogen unaccompanied by any increase of protein. 
nitrogen. This is interpreted as being due to the formation of 
humin-like substances at the expense of the amino-acids of the 
autolysate and carbohydrates. H. K 


The Influence of Fermentation Products on the Decomposi- 
tion of Proteins in Yeast. Nicotaus N. Ivanov (Biochem. Z,, 
1921, 120, 62—80).—During the process of fermentation sub- 
stances are formed which inhibit the decomposition of protein. 
It is shown experimentally that the inhibition is the result of two 
factors, (1) production of alcohol during fermentation, (2) develop- 
ment of acidity ; the former plays the greater réle. H. K. 


Protein Decomposition in Yeast during Fermentation. 
Nicotaus N. Ivanov (Biochem. Z., 1921, 120, 25—61).—Stutzer’s 
method (J. Landw., 1880, 28, 103) for the estimation of 
proteins in solutions by precipitation with cupric hydroxide does 
not differentiate between proteins and humins. During the fer- 
mentation of sugar by yeast there is decomposition of protein, 
earlier statgments to the contrary being based on results obtained 
by Stutzer’s method, the humins formed being stable to the proteo- 
lytic enzymes present and compensating for the loss of protein. 
Meyer’s “‘excrements of fermentation” are probably humin-like 
substances. H. K. 


Effect of certain Stimulating Substances on the Invertase 
Activity of Yeast. Exizapetu W. Miter (J. Biol. Chem., 1921, 
48, 329—346)—The addition of an alcoholic or aqueous yeast 
extract to growing yeast is known to stimulate both growth and 
formation of invertase. It is now shown that these two effects 
are produced by different substances, a partial separation of which 
may be effected by removal of the growth stimulant by extraction 
with benzene, adsorption with Fuller’s earth, or precipitation with 
phosphotungstic acid. The substance accelerating invertase forma- 
tion is also contained in high concentration in a gummy precipitate 
which separates from alcoholic extracts of yeast. Its action is 
not of the nature of a co-enzyme, since it is without influence on 
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invertase itself; moreover, although Abderhalden and Schaumann 
(A., 1919, i, 108) found that yeast extract increased the invertase 
activity of both dried yeast and maceration juice, the increase 
was so small as to fall within the limits of experimental error. 
Extracts of wheat germ also stimulate growth but do not increase 
the invertase concentration in yeast. E. S. 


The Lactase Content and the Fermenting Power of Lactose- 
fermenting Yeasts. RicnarD WIUILLSTATTER and GERTRUD 
QPPENHEIMER (Z. physiol. Chem., 1922, 118, 168—188).— 
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lactase can be obtained from fresh yeast without previously 
destroying the cell, providing that the acidity is neutralised. The 
lactose-splitting activity of yeasts, sometimes even of the same 
strain, varies within very wide limits. In some cases lactose is 
fermented more quickly than an equivalent mixture of dextrose 
and galactose. It is also shown that in certain cases the fermen- 
tation of lactose proceeds almost as quickly as, or perhaps more 
quickly than, the hydrolysis of the disaccharide. When the fer- 
mentation is interrupted in such cases no monosaccharides are 
found in the fermenting medium. This differs from the mechanism 
of the fermentation of sucrose, when hydrolysis takes place almost 
immediately. It is concluded that lactose-fermenting yeasts can 
ferment that sugar without hydrolysing it and therefore contain 
a lactose-zymase. 8. 8. Z. 


Vitamin Requirements of certain Yeasts and Bacteria. 
Casimir Funk and Harry E. Dustin (J. Biol. Chem., 1921, 48, 
437—443).—By shaking autolysed yeast with either Fuller’s earth 
or “ norit’ vitamin-B is completely removed; the filtrate, however, 
still promotes the growth of yeast. The authors conclude that a 
hitherto unknown vitamin, for which the name vitamin-D is 
suggested, is present in yeast. K. S. 


The Réle of Acetaldehyde in Alcoholic Fermentation. 
A. FeRNBACH and M. ScHOEN (Bull. inst. Pasteur, 1920, 18, 385— 
406).—A review of the present state of knowledge of the subject, 
with special reference to the work, already published, of Neubauer 
and Fromherz, Neuberg and others, Mazé and Lintner, Liebig, 
J. B. Dumas, Connstein, Leudeke, and the authors. 
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The Lipase of Aspergillus niger (van Tiegh). RoBERT 
ScHENKER (Biochem. Z., 1921, 120, 164—196).—A pure culture of 
Aspergillus niger (identical with Brenner’s $-strain) showed growth 
on various glycerides, especially triacetin, but no growth on ethyl 
esters. The lipase present can be extracted, with water or glycerol, 
in the form of a press-juice, or as a stable acetone-treated prepara- 
tion. Fatty media favour the development of the enzyme more 
than media containing glycerol or sucrose. The optimum tem- 
perature for the enzyme is 40°, and the optimum reaction of the 
solution, for its activity, neutral or weakly acid. 
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The Toxicity of Different Nitrophenols towards Aspergillus 
niger. L. PLANTEFOL (Compt. rend., 1922, 174, 123—126)— 
Phenol and its nitro-derivatives are toxic towards Aspergillus niger, 
the nitro-derivatives being more toxic than phenol itself. Of the 
three mononitrophenols, the ortho is the least and the para the 
most toxic. 2:4-Dinitrophenol is one hundred times more toxic 
than phenol and ten times more toxic than the most toxic mono. 
nitrophenol. 2:4: 6-Trinitrophenol is about as toxic as m-nitro. 
phenol. W. G. 


Bactericidal Action of the Quinones and Allied Compounds, 
GitBEeRtT THOMAS MorGcaANn and EvELYN ASHLEY CooPER (Biochem. 
J., 1921, 15, 587—594)—When proteins are added to solutions 
of p-benzoquinone, the latter slowly disappears and quinol can be 
detected; the quinone seems to react as a peroxide and differs 
fundamentally from phenols, which are merely protein precipitants. 
p-Benzoquinone is 80-—190 times as effective in destroying B. 
typhosus as quinol or phenol. In ascending a homologous series, 
the quinones become less, the phenols more bactericidal; thymo- 
quinone is less effective than thymol. The authors incline to the 
view that the high bactericidal power of benzoquinone is con. 
nected with the interaction of nascent peroxide molecules with the 
bacterial protoplasm. G. B. 


Theory of Disinfection. I. TrauBE and R. Somogyi (Biochem. 
Z., 1921, 120, 90—99).—Experiments with Staphylococcus and 
Bacillus coli show that apart from disinfectants of the type of 
potassium permanganate and hydrogen peroxide, which act chemi- 
cally, physical forces are the deciding factor, such as surface activity, 
adsorption, flocculation, and other properties. H. K. 


Py Again. I. Trause (Biochem. Z., 1921, 120, 108—110)— 
The author’s contention is that Py is too much in the fore- 
ground to the exclusion of other factors. H. K. 


Conditions for the Biological Action of Réntgen Rays. I. 
Evuaen Perry (Biochem. Z., 1921, 119, 23—44).—The inhibitory 
action of Réntgen rays on the growth of seeds could not be influenced 
by temperature changes, lack of oxygen, or by the presence of 
potassium cyanide. The action is therefore not connected with 
the respiratory processes. The small temperature coefficient points 
to the action being photochemical. H. K. 


The Action of Bases and Salts on Biocolloids and Cell 
Masses. D.T.MacDovucatt (Proc. Amer. Phil. Soc., 1921, 60, 15— 
30).—A study of the swelling of biocolloids in dilute salt solutions in 
connexion with the suggestion that the chief effect of salts in nutrient 
solutions is in restricting, limiting, or defining the hydration of the 
cell colloids. Hydroxides of the metallic bases were found to 
decrease the swelling of plates of agar in the order: calcium, 
potassium, sodium, in concentrations of 0°01 molar. The chlorides 
show the same relative action. Hydration of agar is increased by 
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the hydroxides of these metals at 0-001N, but no well-defined 
differences between the metals could be observed. Similar effects 
were produced by chlorides of calcium, magnesium, potassium, and 
sodium at 0°0001M, and potassium and sodium at 0°001M. The 
purified agar used in the experiments has a p, value of 6°5 and 
swells more in hydrochloric acid of py, 4°2 than in pure water. 
The py range over which large swelling of the agar occurs is from 
42to 11. It also swells largely in 0°0001M sodium and potassium 
nitrates, but not in the sulphates. Similar measurements were 
also made on the swelling of gelatin. The gelatin used had a py 
value of 5°2 and it was noted that both hydrogen and hydroxyl ions 
caused increasing swelling with reference to the isoelectric point, 
at which minimum swelling occurred. The swelling in 0-0001M 

tassium chloride (p,y=5°7) was not much greater than in water ; 
the swelling in potassium chloride 0°001.M (p,_=5'8) is about double 
that in water. Calcium chloride solutions induce maximum swell- 
ing at 0°001.M, but depress hydration as the concentration increases 
or decreases from 0°001M. The interest of these results lies in 
the fact that a mixture of a vegetable mucilage (pentosan) type 
of colloid with a protein colloid exemplifies many of the reactions 
of living or dead cell masses. Experiments were therefore continued 
with plates of gelatin 3: agar 2 parts, and gelatin 2: agar 3 parts. 
In the latter, sensitiveness to hydrogen ions was more marked 
than in the case of agar alone, but the effect of potassium chloride 
is about the same as that upon agar alone. The mixture in which 
gelatin predominated showed increase of swelling as pq, was increased 
to 2°01, whilst potassium chloride showed an effect similar to its 
§ cflect on agar. The work was then extended to living and dead cell 

masses, such as sections from the roots of Zea mais (dominantly 
pentosan), which were closely parallel to those of the agar 3 : gelatin 
2mixture. Roots of strawberry showed different hydration reactions 
depending on whether they were grown in saline soils or in sand, 
the latter showing greater hydration. Joints of Opuntia (dominantly 
pentosan) showed maximum swelling in 0°01 N-potassium hydroxide, 
hydrogen chloride at 0°001N, and potassium chloride at 0:0001M, 
all in excess of the swelling in water. The changes in volume of 
living cell masses in hydrating solutions include osmotic-plasmolytic 
effects in the alteration of the volume of the included cells. The 


hydration of dead cell masses includes possible osmotic action of 
cell-walls. CHEMICAL ABSTRACTS. 


Action of Neutral Salts on Plant Plasma. I. Hvuao 
Kanno (Biochem. Z., 1921, 120, 125—142)—The coagulating 
action of neutral salts on plant plasma (sections of 7'radescantia 
zebrina) depends on both ions, the anions playing a greater part 
than the kations. The coagulating property of anions falls off in 
the order CNS>I>Br>NO,> Acetate >Cl>Tartrate > Citrate > 
80, and of the kations K>NH,>Na>Sr,Mg,Ba,Ca. The order 
of the ions is substantially the lyotrope series, but in the reverse 
order of their action on protein. The possible reasons for this 
are discussed, . H. K. 
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The Occurrence and Action of Saccharophosphatase in 
the Organism of the Plant. Anronrn Nimec and Frantigex 
Ducuon (Biochem. Z., 1921, 1419, 73—80).—The sodium and p 
calcium salts of artificially prepared saccharophosphoric acid 
are hydrolysed with formation of free phosphoric acid by the 
resting seeds of the higher cultivated plants as well as by the 
leaves of Solanum tuberosum. Aqueous extracts of the seeds| 
have the same power, but to a lesser degree. Alkali is inimical 
to the action of the enzyme, the optimum acidity being 0-03N for 
saccharophosphatase and 0:004N for the autolytic phosphatase 
of the seeds. H. K, 


Pectic Substances of Plants. II. Preliminary Investiga- 
tion .of the Chemistry of the Cell-walls of Plants. Dona. 
HERBERT FRANK CLAYSON, FREDERICK WALTER Norris, and 
SAMUEL BARNETT Scuryver (Biochem. J., 1921, 15, 643—653; 
ef. A., 1917, i, 245)—The authors call cytopentans substances 
related to Schulze’s hemicelluloses, which are extracted by cold 
N-sodium hydroxide and then precipitated by addition of alcohol. 
They are coloured blue by iodine, and do not reduce Fehling’s solution 
until after hydrolysis by acids, when they give 40—85% of pento- 
sans. Cytopentans form a relatively small part of crude pectin, 
and the name cytopectic acid is suggested for the rest. The 
samples of this acid from six species of plants contained 41:22— 
42°88% C, 531—5'71% H, and 0°15—0°85% ash . [«]?’-+260° to 
+280°. The percentage of methyl alcohol set free by sodium 
hydroxide was 0°16—0°42% (cf. von Fellenberg, A., 1918, i, 215, 
and Tutin, A., 1921, i, 751). G. B. 


Incrustive Substances of Plants. II. Ericn Scamupr and 
Franz Duysen (Ber., 1921, 54, [B], 3241—3244; cf. A., 1921, 
i, 912)—The removal of incrustive substances is effected more 
conveniently by means of a solution of chlorine dioxide in acetic 
acid (50%) than by alternate treatment with chlorine peroxide 
and sodium sulphite; the method has the advantage that the 
attacked incrustations remain dissolved in the acid. Subsequently, 
the presence of polysaccharides which give a blue coloration in 
the tissues can be demonstrated readily by means of zine chloride- 
iodine solution which gives untrustworthy results in the pre- 
sence of the incrustations. The simple manipulation required 
and the stability of the solutions render the chlorine dioxide- 
acetic acid valuable for micro-chemical investigations. The 
reagent causes the cell-walls to swell slightly, but this action occurs 
so uniformly that the anatomical features of the plant are not 
altered thereby. H. 


The Detection of the Pseudo-bases of Anthocyanidins in 
Plant-tissues. Raoun Compes (Compt. rend., 1921, 174, 58— 
61).—The substances characterised by Noack in the amy] alcohol 
extracts of leaves of Polygonum compactum and Ampelopsis 
hederacea and the pericarps of Aesculus hippocastanum as antho- 
cyanidin pseudo-bases (cf. Z. Botanik, 1918, 10, 561) ‘were probably 
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phlobatannins and the red substances he obtained by the action 
of acids which he considered as anthocyanidins were probably 
hlobaphens. The author does not consider that Willstatter’s 
method for the separation of anthocyanidins and anthocyanins 
by means of amy] alcohol can be applied to the detection of pseudo- 
bases of anthocyanidin in plant-tissues. It is necessary to extract 
® the pigments and characterise them by examining the pure products 
to obtain conclusive results. W. G. 


Effect of Temperature and of the Concentration of Hydrogen 
Ions on the Rate of Destruction of Antiscorbutic Vitamin 
(Vitamin-C). H.C. SHerman, V. K. La Mer, and H. L. Camp- 
BELL (Proc. Nat. Acad. Sci., 1921, 7, 279—281).—Guinea pigs 
were used and both the survival period and post-mortem findings 
were taken into account in estimating activity of solutions. 
Boiling tomato juice (Py 4°3) for one hour destroyed 50%, for four 
hours 68°; the curve is much flatter than for a unimolecular 
reaction. The temperature coefficient for 10° between 60° and 
80° was 1:23, between 80° and 100°, 1:12. Partial neutralisation 
or making alkaline causes the vitamin to be destroyed at a some- 
what greater rate. Ninety to ninety-five °/ is destroyed in five 
days even at 10°, at an alkalinity of only P,,=9 (cf. Delf, A., 1920, 
i, 460). G. B. 


Occurrence of a Crystalline Tannin in the Leaves of the 
Acer ginnala. ARTHUR GEORGE PERKIN and YOSHISUKE UYEDA 
(T., 1922, 121, 66—76). 


Barbassu Nuts. Henri Jumecte (Mat. grasses, 1921, 13, 
5878—5879).—The nuts (genus Orbignia) contain: Water 421%, 
oil 66°12, carbohydrates 14°47%, protein 7°18%, cellulose 5°99%, 
ash 2°03%. The oil has the following constants: m. p. 26°, 
solidification point, 22°7°, saponification number, 247°7, ether 
number, 242°9, iodine number, 16°83, Reichert-Meissl number, 6°2, 
Polenske number, 11°3, glycerol 13:2%. The cake has the follow- 
ing composition: Water 11°59, oil 6°50, proteins 19°81, carbo- 
hydrates 40, cellulose 16°50, ash 5°60%. CuemicaL ABSTRACTS. 


Application of Bourquelot’s Biochemical Method to some 
Members of the Caryophyllacee and Papilionaceew. CHARLES 
VercELot (Bull. Soc. chim. Biol., 1921, 3, 513—519).—By the 
successive action of invertase and emulsin on plant extracts, and 
observation of the rotation and reducing power, the author con- 
cludes that Stellaria holostea contains sucrose, but Saponaria 
officinalis, Genista sagittalis, Ervum hirsutum, and Anthyllis vulneraria 
contain other unknown sugars. Glucosides are indicated in most 
cases, and their extraction might be attempted from Genista 
sagittalis, Ervum tetraspermum, and Saponaria officinalis. G. B. 


The Food Relations of Fusarium lini. YosHtm1ko TocHINAI 
(Ann. Phytopath. Soc. Japan, 1920, 1, 22—33).—The fungus utilises 
carbohydrates as sources of carbon in the following descending 
order: inulin, dextrose, maltose, arabin, soluble starch, levulose, 
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galactose, sucrose, and lactose. As indicated by the growth made, 
organic acids as sources of carbon are unfavourable to the fungus; 
the descending order of utilisation is as follows: succinic, malic, 
citric, fumaric, maleic, and racemic acids. d-Tartaric acid is more 


readily assimilated than /-tartaric acid. Mannitol, but not glycerol,§" 


is a favourable source of carbon. Phenol derivatives prevent 

growth. Organic nitrogen compounds, particularly amides, are 

far better sources of nitrogen than inorganic compounds. 
CHEMICAL ABSTRACTS. 


Hazel-nut oil and the Estimation of Arachidic acid. J. 
PRITZKER and R. Juncxunz (Z. Unters. Nahr. Genussm., 1921, 
42, 232—241).—The following characters were given by two 
samples of hazel-nut oil prepared in the laboratory: d” 0°9152, 
0°9156; np 54:2, 54:4; acid number 0°8, 1°7; saponification number 
191°8, 189-1; iodine number (Hanus) 83°8, 85°4; Reichert-Meiss| 
number 1°54; Polenske number 0°5; unsaponifiable matter 
0°58%. Thorough investigation showed that there was no 
arachidic acid present. The following acetone method was used 
for the estimation of arachidic acid: 20 grams of the oil were 
saponified with 40 c.c. of 20% potassium hydroxide, and the 
clear solution was diluted with 50 c.c. of hot water and 20 c.. 
of 25° hydrochloric acid were added. After fifteen minutes, 
the fatty acids were separated and dissolved in 180 c.c. of 
boiling acetone. Twenty c.c. of N-aqueous potassium hydroxide 
were added and the solution was allowed to cool and kept at 15° 
for half an hour. The crystals obtained were washed several 
times with small quantities of acetone, dissolved in water, the 
fatty acids liberated with hydrochloric acid, and dissolved by 
warming with 50 c.c. of 90% alcohol. The solution was slowly 
cooled and left for three hours at 15°. If arachidic acid is present, 
the precipitate consists of fine lamine. It is filtered, washed 
three times with 10 c.c. of 90% alcohol, and transferred to a 
weighed flask by dissolving in boiling alcohol. The alcohol is 
evaporated and the residue dried at 100° and weighed. Crude 
arachidie acid has m. p. 72—75°. If the m. p. is below 70°, the 
residue must be again recrystallised from 90% alcohol and reweighed. 
The quantity obtained is corrected for its solubility in 90% alcohol. 
This method does not require large quantities of alcohol and ether, 
and the troublesome manipulation of the lead soap is avoided. 
Schidlers and Knorr’s colour reactions for hazel-nut oil are found 
to be untrustworthy. H. C. R. 


The Chemical Constituents of some Loranthacee. D. H. 
WestTER (Rec. trav. chim., 1921, 40, 707—723).—Leaves of Loranthus 
pentandrus, L. globosus, L. atropurpureus, and Viscum album were 
examined with respect to their chemical constituents. The ash 
of the leaves was determined and also the percentage of manganese 
in the ash, figures for the latter being rather high. From the first 
two species a glucoside identical with quercitrin was isolated, 
although its properties were not in all respects identical with those 
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reviously described. The author states that a previous specimen 
of quercitrin prepared by him showed similar discrepancies, m. p. 


being 174—176°, not 182—-185°, and the benzoate has m. p. 187— 
8 139°, not 239°, whilst the author’s specimens recombine with 


water of crystallisation which is lost on heating and the solubility 
in 95% alcohol is 1 part in 70-5 parts, not 1 in 229. 

The m. p. of quercitrin from Loranthus is lowered as the substance 
is purified. Its solubility in various solvents is described qualita- 
tively and, in some cases, quantitatively. Three reactions are 
siven which serve to distinguish quercitrin from quercetin: with 
ferric chloride and ether, the latter gives characteristic colours, 
the former no reaction; with zinc and hydrochloric acid in presence 
of amyl alcohol, the former gives a red coloration after some hours, 
the latter a yellow tint; with a soluble silver salt, the former gives 
no reaction, the latter a red coloration which turns blue and finally 
gives a black precipitate of metallic silver. The last test is stated 
to confirm the formula for quercitrin suggested by Perkin and 
Everest (“‘ The Natural Colouring Matters,” 1918). The brown 
coloration given by both substances on boiling with ferric chloride 
is due to separation of colloidal ferric hydroxide. Quercetin has 
41:6; that of quercitrin is lower. 

The glucoside sugar consists entirely of rhamnose. Wax from 
Loranthus species is complex; the only constituent definitely 
identified is melissic alcohol, but this was not found in JL. atro- 
purpureus, neither was quercitrin obtained from this species. 
Viscum album does not contain invertase, reductase, amylase, 
emulsin, tannin, nor glucoside; however, xanthophyllin and a 
volatile alkaloid were obtained, but the experience of previous 
workers that it is difficult to extract pure substances from this 
species is confirmed. H. J. E. 


The Presence of Sucrose and Aucubin in the Seeds of 
Melampyrum arvense, L. Marc Bripet and (MLLE) Marir 
BRAECKE (Compt. rend., 1921, 173, 1403—1405; cf. A., 1921, 
i, 840).—The presence of a glucoside in the seeds of Melampyrum 
arvense, decomposable by emulsin giving a black product has 
previously been indicated (loc. cit.) Aucubin has now been 
extracted in definite crystalline form from these seeds, and sucrose 
has also beenisolated. Ludwig and Muller have isolated a glucoside 
from these seeds (cf. Archiv Pharm., 1872, 199, 6), which they 
considered to be identical with rhinanthin obtained from the seeds 
of Rhinanthus Crista-Galli, L. (Archiv Pharm., 1870, 192, 199), 
but the authors consider further work is necessary to establish 
the identity or otherwise of aucubin and rhinanthin. W. G. 


The Changes which Oranges Undergo on Keeping. G. 
AnprR& (Compt. rend., 1921, 173, 1399—1401).—When oranges, 
cut in halves, are kept under sterile conditions they undergo a 
slight loss in weight, which is accompanied by a marked loss in 
acidity and a slighter diminution in sugar content together with 
inversion of some of the sucrose. These changes are not entirely 
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due to oxidation, as they proceed to a less extent in a vacuum, 
It is probable that there is also some diastatic action. W. G. 


Presence in Several Indigenous Orchids of Glucosides 
yielding Coumarin on Hydrolysis. H. Hérissry and P, 
Dexauney (Bull. Soc. Chim. Biol., 1921, 3, 573—579).—A glucoside 
yielding coumarin on hydrolysis by dilute sulphuric acid or by 
emulsin is contained in the following three species of orchids: 
Orchis purpurea, Huds., O. Simia, Lam., O. militaris, L. (cf. 
Bourquelot and Heérissey, A., 1920, i, 586). This glucoside ig 
not identical with loroglossin (Bourquelot and Bridel, A., 1919, 
i, 243; Delauney, A., 1920, i, 801, and A., 1921, i, 296), ‘which does 
not yield coumarin on hydrolysis. E. $.° 


Occurrence of Ellagic Acid in Rubus Idaeus. The Cause 
of the ns of Raspberry Juice. HERMANN Kvunz-KRavse 
(Arch. Pharm., 1921, 259, 193—206).—Raspberry juice on keeping 
becomes cloudy owing to the deposition of a small quantity of a 
microcrystalline substance, the formation of which is accelerated 
by the addition of small quantities of a mineral acid. This deposit 
was collected, and decolorised and purified by warming in sodium 
hydroxide solution with hydrogen peroxide, and reprecipitating 
with acetic acid, and was identified as ellagic acid by analysis 
of its pyridine compound, (C,,H,O,,H,O),2C;H;N, and by 
characteristic reactions with alkali hydroxides, ferric chloride, 
nitrous acid, etc. The ellagic acid does not apparently exist as 
such in the fruit itself or initially in the fruit juice, but originates 
from a molecular complex of a higher order such as a tannoid or, 
possibly even, from the red colouring matter of the fruit. “ 

G. F. M. 


Water-soluble Colouring Matters of the Schizophycew. 
Karu Borescu (Biochem. Z., 1921, 149, 166—214).—The aqueous 
extracts of the water-soluble colouring matters of pure cultures 
of numerous species of Schizophycee were examined spectrophoto- 
metrically. Phycocyan, a blue colouring matter with a maximum 
absorption between the C and D lines, occurred alone in some 
species, in others mixed with phycoerythrin, a red colouring matter 
with an orange-yellow fluorescence and an absorption maximum 
in the green between the lines D and E. The latter pigment also 
occurred singly in certain species. When mixed, the two pigments 
were separable by capillary analysis. H. K. 


Sakoa Oil from Madagascar. Henri JUMELLE (Mat. grasses, 
1921, 13, 5854—5855).—Sakoa is the name given to Sclerocarpa 
caffra. The fruits are drupes and have an acid pulp owing to the 
presence of citric acid. The seeds contain 56% of oil having the 
following constants: d' 0°9167, n* 1-460, saponification number 
193°5, iodine number 76° 6, Reichert-Meissl number 0-1, Polenske 
number 0°45, unsaponifiable matter 0°6%, m. p. of fatty acids 25°. 
The oil is non-drying. CHEMICAL ABSTRACTS. 
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Alcohol-soluble Protein of the Caryopsis of Serghum 
wuigare. I. Extraction and Identification. Sasaro Visco 
(drch. Farm. sperim. Sci. aff., 1921, 31, 173—176).—Hot 70% 
aqueous alcohol extracts from the ground caryopsis of Sorghum 
wigare about 35%, of a nitrogenous substance, which is named 
wrgein and is classified with the prolamines. It gives the principal 
elour reactions of the proteins, but not the Adamkiewicz or the 


.Mliebermann reaction. In the isolation of the compound, two 


factions were obtained which contain respectively 11°19% and 
1361°% of nitrogen and may be different compounds. T. H. P. 


The Biochemistry of Tobacco. II. Tobacco Seeds. 
¢. Paris (Bot. tec. [R. ist. sci. sper. tabacco, Scafati], 1920, 17, 
I—115; cf. A., 1917, ii, 227).—The entire seed contains: water, 
#17%; crude protein, 21-87%; fat, 37-68%; amides and sugar, 
605%; pentosans, 2:99; cellulose, 7:15%, and ash, 3-84%. 
The ash contains SO,, 1-979; P,O;, 22-12%; Na,O, 3-48%; 
K,0, 28-5% ; CaO, 9-54%; MgO, 14-63%. A sample of oil from 
Kentucky tobacco seed had d*0-9408; temperature of solidifi- 
cation, 12°; acid number, 4; saponification number, 196; iodine 
number, 132:8; ether number, 192. The oil consisted of about 
24% of olein, 22-1% of linolein, and 23-9°% of palmitin. No 
ticotine was found in tobacco seed, except in slight quantities 
inthe germinating seed. The dry, fat-free seed contained 6-5% 
of total nitrogen, 3-76% of protein nitrogen, 2-39% of nuclein 
titrogen, and 0-35°% of non-protein nitrogen. The presence of 
arginine was established. CHEMICAL ABSTRACTS. 


Hesperidine-like Substances in the Umbellifere. HaroLp 
Nusson (Svensk Farm. Tidskr., 1921, 25, 233—238)—The paper 
gives a brief résumé of the chemistry, properties, and tests for 
hesperidine. Microscopic sections are best made after fixing with 
lactic acid and freezing. Microscopically the alkaloid is detected 
a spherocrysts and sheaves. These are soluble in pyridine and 
quinoline. Seventy specimens were examined; either the sphero- 
trysts or sheaves were noted in the leaves and stems of the follow- 
ing: Angelica archangelica, A. atropurpurea, A. decurrens, A. 
ltoralis, A. silvestris, Acthusa cynapium, Bubon galbanum, Conium 
naculatum, Ferula communis, F. neapolitana, F. scorodosma, Im- 
peratoria ostruthium, I. hispanica, Libanotis siberica, Ligusticum 
soticum, Sesili glaucum, S. tenutfolium, Trinia vulgaris. The 
presence of the alkaloid was also confirmed by chemical tests. In 
the fourth, sixth, and eighth there was also a positive test for the 
fruit. CHEMICAL ABSTRACTS. 


Action of Coal Gas on Plants. C. Wexner (Bied. Zenir., 
1921, 50, 425—428).—The author has examined the effect of coal 
gas on three- to seven-year old trees grown in pots. In winter, 
the trees are scarcely affected, but in spring they wither and 
gradually die. Fir and elm trees are especially sensitive, then 
come maple, whilst lime trees are least sensitive. The trees survive 
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the action of coal gas in the autumn. From these experiments 
and further experiments on twigs immersed in water saturated 
with coal gas it is concluded that the harmful effect of coal gas 
is most pronounced when the root system commences its activity 
after winter, and is not due to action on the foliage. The harmful 
effect is due to certain constituents in the gas, particularly those 
which impart an odour to the gas. Hydrocyanic acid is particularly 
harmful. W. G. 


Availability of Organic Nitrogenous Compounds. C. §. 
Rosinson, O. B. Winter, and E. J. Mititer (J. Ind. Eng. Chem., 
1921, 13, 933—936).—It is probable that all amino-nitrogen present 
in soil in the form of «-amino-acids and a portion of that nitrogen 
present as acid amides may be added to the class of substances 
constituting the source of immediately available nitrogen, the chief 
members of this class being inorganic compounds of ammonia and 
nitric acid. Peptides may form a class of potentially available 
compounds; in some cases the peptides in fertilisers are readily 
hydrolysed to amino-acids and primary and secondary —. 

W. F.a, 


Effect of Alum on Silicate Colloids. C. S. Scorietp (J. 
Washington Acad. Sci., 1921, 11, 488—439)—The removal of 
soluble salts from certain soils of the western United States by 
irrigation and drainage leads to serious trouble through the effect 
of colloidal silicates, principally sodium silicate, on soil texture. 


By the addition of alum as a dressing insoluble aluminium silicates 
are formed and sodium sulphate thereby formed is removable in 
drainage. Analyses of the drainage from soils to which aluminium 
sulphate had been applied showed that practically all the aluminium 
had been precipitated by the soil and that equivalent amounts of 
sodium, calcium, and magnesium had been liberated combined 
with the sulphate radicle. G. W. R. 


The Flocculation of Soils. II. Norman M. Compmr (J. Agric. 
Scz., 1921, 11, 450—471).—“‘ Direct ” flocculation of the clay soils 
by salts of iron and aluminium occurs in a manner precisely similar 
to the coagulation of electro-negative suspensoids by electrolytes. 
‘ Indirect’ flocculation by neutral salts and some acids results 
from interaction with the constituents of the clay particle whereby 
normal flocculating agents are produced. The “abnormal” 
flocculation of clay by calcium hydroxide is a result of the reaction 
of lime with the emulsoid surface layer of the clay particle, and 
does not depend on the formation of calcium carbonate. The 
difference in the action of flocculating agents on clay and silt 
particles depends entirely on the relative proportions of emulsoid 
surface layer to core in the particle. (See also J. Soc. Chem. 
Ind., 1922, 69a.) A.G. P. 


Organie Chemistry. 


The Chemical Nature of Mineral Lubricating Oils. A. E. 
DunsTtAN and F. B. THoue (J. Inst. Petroleum ‘T'ech., 1921, 7, 
417—421).—Mineral lubricating oils appear to contain but a small 
percentage of paraffin hydrocarbons of the C,H n+. series, and 
consist chiefly of compounds the formule of which range from 
(yHon to CrHgn-g- The olefine contents cannot be determined by 
extraction with sulphuric acid, as they are thereby converted into 
condensation products insoluble in the acid. A partial separation 
of unsaturated hydrocarbons can be achieved by extraction with 
liquid sulphur dioxide, an oil with an iodine value 46 giving, for 
example, a residue with iodine value 33 and an extract with iodine 
value 73. The reaction of mineral oils towards iodine differs 
profoundly from that of fatty oils, as no constant iodine value 
can be obtained, an increase in the proportion of reagent to oil 
invariably augmenting the value. This fact, coupled with the 
reluctance exhibited to hydrogenation, seems to lead to the con- 
cdusion that the unsaturated hydrocarbons in mineral oils consist 
oly to a small degree of true olefines. The saturated compounds 
are principally naphthenic and probably polynuclear. Solid 
resinous components containing oxygen are present to the extent 
of a few parts per cent., and are probably an important cause of 
“gumming.’’ Removal of these substances, and the more readily 
oxidisable unsaturated hydrocarbons reduces the gumming tendency, 
but in oil refining care should be taken not to destroy the more 
stable unsaturated hydrocarbons, to which the viscosity of the 
oil is largely due, it having been shown that an increase in viscosity 
occurs concurrently with a decrease in the hydrogen content. 

G. F. M. 


The Hydrogenation of Ethylene in Contact with Nickel. 
Eric KkEIGHTLEY RipEAL (T., 1922, 121, 309—318). 


Bivalent Carbon. ALFRED GILLET (bull. Soc. chim. Belg., 1921, 
30, 329—-336).—A theoretical paper in which some evidence is 
adduced to show the existence of certain bivalent carbon compounds 
either as unstable intermediate substances or as isomerides of 
differing degrees of stability. H. J. E. 


The Exchange of Halogen in Unsaturated, Aliphatic Halo- 
genated Hydrocarbons. I. H. P. Kaurmann (Ber., 1922, 55, 
[|B], 249—267).—It is shown in a variety of ways that the iodine 
atoms of the stereoisomeric s.-di-iodoethylenes are removed with 
much greater difficulty than those of similar saturated aliphatic 
iodo-compounds. The most probable explanation is that the 
unsaturated hydrocarbon residue in the immediate vicinity of 
the halogen atom makes such a complete demand on the affinity 
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of the latter that but little remains for the attraction of a new 
atom, whereas the saturated hydrocarbon residue saturates the 
affinity of the halogen atom less completely and so leaves it more 
disposed to react with reagents in general. 

Solid «8-di-iodoethylene, m. p. 73°, is conveniently prepared by 
allowing a solution of iodine in absolute alcohol to remain in contact 
with acetylene gas under slightly increased pressure and at the 
‘ atmospheric temperature; the liquid isomeride has b. p. 185°. 

A solution of the solid di-iodide in anhydrous ether reacts 
quantitatively with activated magnesium in accordance with the 
equation: C,H,I,+Mg=C,H,+MglI,; in all probability, an 
unstable organo-metallic compound is formed primarily. Metallic 
potassium is slowly attacked by a boiling solution of solid di. 
iodoethylene in anhydrous ether with ultimate production of 
acetylene and potassium iodide; the formation of ««-di-iodoethylene 
(see below) during the reaction is established. The latter is pre- 
pared more conveniently by allowing the ethereal solution of the 
solid di-iodide (or more rapidly from the liquid isomeride) to remain 
in contact with metallic sodium at the atmospheric temperature, 
It forms colourless crystals which sublime with great ease, m. p. 56°; 
the vapours have an extremely unpleasant odour and attack the 
eyes with great violence. When dissolved in carbon tetrachloride 
and treated with bromine in direct sunlight, it is transformed into 
a«-dibromoethylene, yellow leaflets, m. p. 90°, which is thus pre- 
pared in the dimeric form, (C,H,Br,),. If an excess of bromine is 
used, ««x«8-tetrabromoethane is produced, which is formed also by 
the further action of bromine on the solid, dimeric dibromide. 
Similar ««-di-iodoethylene is converted by an excess of chlorine 
in the presence of bright sunlight into «a««8-tetrachloroethane, 
b. p. 135°, and iodine trichloride. ««-Di-iodoethylene is decom- 
posed by potassium or activated magnesium in the presence of 
anhydrous ether with quantitative formation of acetylene. 

trans- and cis-«8-Di-iodoethylene and «a«-di-iodoethylene are 
decomposed with liberation of iodine when their ethereal solutions 
are exposed to ultra-violet light, the velocity of the reaction in 
the case of the compound first named being approximately twice 
as great as that in the remaining two cases. 

[With F. Scuwerrzer.|—A solution of solid «8-di-iodoethylene 
in anhydrous ether is attacked slowly by zinc ethyl when the 
mixture is heated until it becomes slightly turbid and subsequently 
exposed to direct sunlight during several weeks; the main product 
is «-iodo-A*-butylene, CHI-CHEt, a pale yellow liquid which decom- 
poses gradually when exposed to light, b. p. 127—128°/atmospheric 
pressure, or 57°/30 mm. ‘The same product is mainly obtained ina 
similar manner from the liquid «$-di-iodoethylene, but, in this 
case, an isomeride (probably the cis-modification), b. p. 168°, is 
produced in minor amount. It is converted by an excess of bromine 
in the presence of carbon tetrachloride into ««$-tribromobutane, 
CHBr,‘CHBr-CH,°CH;, a pale yellow liquid, b. p. 158° (partial 
decomp.)/normal pressure, or 98°/25 mm. The chief evidence with 
regard to the constitution of the iodobutyleéne rests on the observation 
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that it is converted by sodium into the hydrocarbon [ Ay<-octadiene], 
(,H,4, a colourless, slightly refractive liquid, b. p. 138—140°. The 
latter is transformed by ozone into the explosive ozonide, a yellowish- 
red, viscous liquid, which is decomposed by boiling water into 
glyoxal, propaldehyde, and hydrogen peroxide. 

The transformation of the liquid (cis) «$-di-iodoethylene into 
the solid (trans-) modification has been observed repeatedly. The 
reverse change occurs to the extent of 45° in six hours, when the 
solid isomeride is heated carefully at 190°; slight decomposition 
with elimination of iodine occurs simultaneously. H. W. 


The System Water-Ethyl Alcohol-Chloroform: Milisci- 
bility of the Three Components in Different Proportions 
and some Practical Applications. N. ScHoort and (MLLE) 
A. REGENBOGEN (Rec. trav. chim., 1922, 41, 1—14).—The ternary 
system has been examined and a diagram is given showing the 
limits of homogeneous mixtures at temperatures of 0°, 10°, 20°, 
and 66°. The results obtained by Bancroft (A., 1895, ii, 157) 
are criticised on the ground of incomplete drying of the alcohol 
used. The authors suggest that their data may be of use in the 
examination of spirits of wine for water content, and of chloroform 
for the detection of impurities. Details of some typical estima- 
tions carried out in this manner are given. H. J. E. 


The System Ethyl Alcohol-Water-Aromatic Hydrocarbons 
from 30° to —30°. W.R. Ormanpy and E. C. Craven (J. Inst. 
Petroleum Tech., 1921, 7, 422—439).—The freezing-point curves of 
binary mixtures of benzene with ethyl alcohol, toluene, and xylene, 
and of ternary mixtures of benzene, alcohol, and water, and of 
“benzole ’’ (benzene 3, toluene 1), alcohol, and water were deter- 
mined, and also the liquid separation points of ternary mixtures 
of benzene, toluene, and xylene with alcohol and water at tem- 
peratures ranging from —30° to +30°. The method adopted was 
to add from a burette dilute aqueous alcohol to known mixtures 
of absolute alcohol and the hydrocarbon, maintained at a constant 
temperature, until separation occurred. The full numerical results 
are given in numerous tables, and results obtained by graphical 
interpolation are also given showing the strengths of ethyl alcohol 
necessary to dissolve various proportions of benzene and toluene 
at 15° and xylene at 0°. For these, the original paper should be 
consulted. In regard to the binary mixtures of benzene and 
toluene, the depression of the freezing point of benzene follows the 
cryoscopic law over a considerable range. The results of the 
liquid separation point determinations on the ternary mixtures: 
showed that at any temperature above the melting point of benzene 
the solubilities of the three hydrocarbons in an alcohol of given 
strength are in the order benzene—toluene—xylene. At tempera- 
tures below this, separation of solid phase occurs and the solubility 
of benzene falls below that of its homologues. G. F. M. 

Some Properties of ««-Disubstituted Esters. J. LEROIDE 
(Ann. Chim., 1921, [ix], 16, 354—410).—««-Disubstituted ketones 
react with magnesium alkyl haloids, in which the alkyl group has 
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a normal chain and not more than four carbon atoms, to give 
excellent yields of the corresponding secondary alcohols. Thus 
pinacolin reacts with magnesium propyl chloride to give 68-dimethyl. 
butan-y-ol. Under similar conditions, camphenylone gives cam- 
phenylol. With magnesium propyl bromide, fenchone gives 
fenchyl alcohol and camphor gives a mixture of borneol and 
tsoborneol. 

The esters of ««-disubstituted monobasic acids react with the 
same magnesium alkyl haloids to give principally secondary and 
not tertiary alcohols. This action is more marked with the mag. 
nesium alkyl iodides than with the bromides or chlorides. In all 
cases it is very slow, and the yields are by no means quantitative, 
This is probably due to the fact that the first part of the change 
consists in the formation of the ketone 

CR,°CO,R’+C,H,MgX =R’-OMgX+ CR,*CO-C,H, 
which only takes place very slowly. 

Ethyl pivalate reacts with magnesium ethyl iodide to give 
6B-dimethylpentan-y-ol, CMe,*CHEt-OH, b. p. 140—148°, giving a 
phenylurethane, m. p. 83°; with magnesium propyl iodide, bromide, 
or chloride the products are 88-dimethylhexan-y-ol, CMe,*CHPr-OH, 
b. p. 1583—156°/755 mm.; nj 14280; d” 0°830, giving a phenyl- 
urethane, m. p. 68—69°; and £8-dimethyl-y-propylhexan-y-ol, 
CMe,°CPr,"OH, b. p. 90°/20 mm.; nj 14455; d'* 0°853. The 
ratio of the yield of secondary alcohol to that of the tertiary alcohol 
is greatest with magnesium propyl iodide and least with magnesium 
propyl chloride. On oxidation with chromic acid in acetic acid 
solution, $8-dimethylhexan-y-ol gives tert.-butyl propyl ketone, 
CMe,°COPr, b. p. 145—148°; nj 14148; d'” 0°8225. 

Ethyl pivalate reacts with magnesium butyl iodide to give 
8B-dimethylheptan-y-ol, CMe,*CH(OH):C,Hy, b. p. 76—79°/16 mm., 
giving a phenylurethane, m. p. 65°. 

To examine the effect of heavier groups in the «-position in the 
disubstituted esters, ethyl «-methyl-«-propylvalerate has been pre- 
pared as follows and used. «-Propylvaleric acid yields with thionyl 
chloride the acid chloride, b. p. 77—79°/20 mm., which with benzene 
in the presence of aluminium chloride gives phenyl «-propylbutyl 
ketone, CHPr,*COPh, b. p. 157—159°/25 mm.; nj§ 1:5064; d"*0°9492 
which with sodamide followed by methyl iodide gives some im- 
pure phenyl «-methyl-«-propylbutyl ketone. The latter ketone 
is better prepared by propylating propiophenone, which gives 
phenyl «-methylbutyl ketone, CHMePr-COPh, b. p. 122—125°/14 mm. ; 
ni, 1°5109; d”’ 0°964, and this on further propylation yields phenyl 
a-methyl-a-propylbutyl ketone, CMePr,*COPh, b. p. 149—152°/13 mm. ; 
ni 1:5063; d'* 0°9502. The latter ketone on treatment with sod- 
amide and subsequent hydrolysis with hydrochloric acid yields 
a-methyl-a-propylvaleric acid, CMePr,°CO,H, m. p. 43—44°; b. p. 
124—128°/18 mm., giving an amide and an ethyl ester, b. p. 90— 
92°/18 mm., which with magnesium propyl bromide yields 8-methyl- 
5-propyloctan-e-ol, CH,Me*CH,°CMePr-CHPr-OH, b. p. 109— 
112°/18 mm.; nif* 14421; d’*” 0°8455; giving a phenylurethane, 
m. p. 96°, and its hydrate, m. p. 89—91°. 
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Ethyl campholate gives with magnesium propyl chloride 
or bromide 1: 2:2: 3-tetramethylcyclopentylpropylcarbinol, 
‘CHMe-CMe, " f 
ty, -CH?>CMe-CHPr-OH, m. p. 58°; b. p. 126—129°/15 mm. 
Using a straight chain ester of high molecular weight, namely, 
ethyl palmitate, a secondary alcohol was also obtained with mag- 
7m propyl bromide, the product being mnonadecan-é-ol, 

sH,,°CHPr-OH, m. p. 19°; b. p. 221—224°/15 mm., giving a 
_. ylurethane, m. p. 50—51°. 

The behaviour of the esters of ««-disubstituted dibasic acids 
towards magnesium alkyl haloids is variable. Ethyl dimethy]l- 
malonate gives with magnesium propyl chloride a number of 
derivatives including a small amount of a bisecondary glycol, 
ethyl tsobutyrate, dipropyl ketone, propyl isopropyl ketone, tri- 
propylearbinol, and dipropylcarbinol. There are thus apparently 
two reactions; one in which the molecule is split up giving 
tripropylcarbinol and the hydrocarbon resulting from its dehydr- 
ation, and the other in which hydrogenation occurs. The new 
compounds isolated are: ««-dimethylnonan-6¢-diol, 

C,H,-CH(OH)-CMe,°CH Pr-OH, 
m. p. 73°; b. p. 150—152°/18 mm. ; tripropylcarbinol phenylurethane, 
m. p. 74—75°; dipropylisopropylcarbinol phenylurethane, m. p. 
71—72°. To confirm the formation of dipropyl and propyl iso- 
propyl ketones, a similar condensation of magnesium isobutyl 
chloride and ethyl dimethylmalonate was carried out and from the 
products diisobutyl ketone semicarbazone, m. p. 119°, and isopropyl 
isobutyl ketone semicarbazone, m. p. 139—140°, were isolated. To 
prove the constitution of the nonandiol described above, the follow- 
ing preparations were made. Ethyl butyrate was condensed with 
methyl propyl ketone in the presence of sodium ethoxide to give 
dibutyrylmethane, C,H,*CO-CH,°CO-C,H., b. p. 96—98°/21 mm. 
np 1:46125; da 0-928, giving a copper derivative, m. p. 157— 
138°, On methylation, it yielded aa-dibutyrylethane, CH, ‘-CH(COPr),, 
b. p. 124—126°/21 mm., giving a copper derivative, m. p. 140— 
141°, and on further methylation 66-dibutyrylpropane, CMe,(COPr),, 
b. p. 129—130°/18 mm., which gave a disemicarbazone, m. p. 216°, 
identical with that obtained from the nonandiol. 

With a view to elucidating the course of the reaction of the 
dimethylmalonic ester and magnesium propyl chloride, dipropyl 
ketone was condensed with ethyl bromoisobutyrate in dry benzene 
in the presence of zinc, giving ethyl 8-hydroxy-««-dimethyl-8-propyl- 
hewoate, HO-CPr,*CMe,°CO,Et, b. p. 135—136°/26 mm., which, 
when treated with magnesium propyl bromide, has its molecule 
ruptured in such a way as to give tripropylcarbinol and a 
magnesium additive compound. 

Ethyl Set ateniari and magnesium propyl chloride yield 


CH, —CPr, 
3: 3-dimethyl-2 : 5 : 5-tripropyltetrahydrofuran, éMe,* CHPro Oo b. p. 


114—118°/15 mm.; nj} 1°4531; d® 0°8629. 
Ethyl ««-dimethylglutarate and magnesium propyl bromide give 
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CH,*CMe,CO 


aa-dimethyl-83-dipropylvalerolactone, ar Pr, > b. p. 153— 


157/16 mm., nj 14585, d* 0-9311, giving a barium salt. Similarly, 
ethyl camphorate yields dipropyleampholactone, m..p. 58°; b. p. 
177—180°/18 mm., giving a copper salt. 

The presence of an alkyloxy-group in the ester results in the 
general reaction pursuing its normal course, giving a tertiary alcohol. 
Thus ethyl ethoxy-«-methylpropionate and magnesium propy] chlor. 
ide give -ethoxy-8-methyl-y-propylhexan-y-ol, OEt-CMe,°CPr,OH, 
b. p. 118—122°/35 mm.; nj 1°4392; d” 0°8864. Under similar 
conditions, ethyl 8-hydrory-««8-trimethylbutyrate gives Byy-trimethyl- 
5-propylheptan-23-diol, HO-CMe,*CMe,°CPr,°OH, m. p. 91°. 

W. G. 


Symmetrical Dichlorodimethyl Sulphide. Icnaz Btocu 
and Fritz Héun (Ber., 1922, 55, [B], 53—57).—Dichlorodimethyl 
sulphide is prepared by cautious admixture of trithioformaldehyde 
and sulphur chloride and subsequent heating of the mixture under 
reflux after the initial violent action has subsided. It is an almost 
colourless liquid, b. p. 156—156-5°/765 mm., or 51°/11 mm. Its 
formation appears to take place in accordance with the equation: 
(CH,S),-+28,Cl,=C,H,Cl,S+CS,+2HCI+48. It is converted by 
hot water into trithioformaldehyde and amorphous polyoxy- 
methylene, and by methyl-alcoholic potassium hydroxide or 
ammonia solution into (?) polyoxymethylene and s-dimethoxy- 
dimethyl sulphide, b. p. 152°/760 mm. (cf. de Lattre, A., 1912, 
i, 745). 

The formation of s-dichlorodimethyl sulphide from trithio- 
formaldehyde brings additional confirmation of the constitution, 
<> CH,, generally assigned to this compound. H. W. 

2 b 

Production of Alcohols, Ketones, and the Like [Lithium 
Formate, Methyl Alcohol, Acetone, etc.]. BapiscHE ANILIN- 
& Sopa-Fasrik (Brit. Pat. 173097).—Carbon monoxide may be 
utilised for the production of alcohols, ketones, etc., through the 
intermediate formation of lithium formate, which when heated at 
380—420°, preferably in a current of moist hydrogen under dimin- 
ished pressure, is decomposed with the formation of methyl] alcohol, 
acetone, formaldehyde, etc., in addition to oily and empyreumatic 
substances. Lithium formate is obtained by the action of carbon 
monoxide on lithium hydroxide or carbonate in presence of water 
at a temperature of 120—250° and a pressure of 20—70 atm. 
When absorption is complete, the solution is evaporated and the 
dry salt powdered and transferred to the decomposition plant, 
which may consist of a tube-shaped vessel with a conveyor worm, 
or of shallow pans or revolving drums heated in a bath of fused 
‘potassium nitrate. The residue after decomposition, consisting 
of lithium carbonate and carbon, may be utilised again for the 
production of formate, but provision must be made, by washing 
the gases or otherwise, for the removal of the carbon dioxide pro- 
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duced during absorption of the monoxide: Li,CO,+H,0+2CO= 
{HCO,Li+-CO,. G. F. M. 


The Mode of Sudden Pyrogenic Decomposition of Acetic 
Acid at High Temperature. (Miiz) Eoiantive Pryrrat 
(Bull. Soc. chim., 1922, [iv], 31, 113—118; cf. A., 1918, i, 1; 1920, 
i, 217; 1921, i, 156, 166).—The sudden decomposition of acetic 
aid vapour at 1150° takes place in such a way that the mole- 
cule is deformed as little as possible. There are three reactions of 
the first order, namely, (1) 2CH,-CO,H=(CH,°CO),0O+H,0; (2) 
(H,*CO,H=CO,+CH,; (3) 2CH,-CO,H=2H,0+2C0O+C,H,; and 
two reactions of the second order, namely, (4) CO,+CH,=CO+ 
H,+H,O+C; (5) C,H,=C,H,+H,. The importance of reaction 
(l) is greater as the velocity of flow of the acetic acid vapour is 
greater. In reaction (4), instead of the formation of free carbon, 
very condensed hydrocarbons are probably formed. W. G. 


The Mode of Pyrogenic Decomposition of Methyl Acetate 
at High Temperature. (Mii) Eetantine Pryrrat (Bull. Soc. 
chim., 1922, [iv], 34, 118—122; cf. preceding abstract).—In the 
pyrogenic decomposition of methyl acetate at high temperatures 
the two principal changes are : 

(1) CH,*CO,Me=CH,-CHO-+ H-CHO ; 

(2) 2CH,-CO,Me=2CH,°CO,H+C,H,. 
The acetaldehyde formed in reaction (1) tends to decompose, 
giving methane and carbon monoxide, and the formaldehyde gives 
hydrogen and carbon monoxide. The acetic acid formed in re- 
action (2), which is less important than reaction (1), tends to 
decompose in the manner already described (loc. cit.). W. 


Carboxylic Esters as Amphoteric Electrolytes. H.v. EULER 
and Otor SVANBERG (Z. physiol. Chem., 1921, 115, 1389—146).— 
Ethyl acetate acts as an amphoteric electrolyte, the constant Kg, 
being about 10-16 and K, about 10~*°. 8.8. Z. 


Manufacture of Chloro-acids. KikuNnAr IKEDA and SHINTARO 
Kopama (Jap. Pat. 37211).—By the action of sodium nitrite, solid 
or in concentrated solution, on amino-acid hydrochlorides or their 
ester hydrochlorides in the presence of hydrogen chloride, chloro- 
acids or their esters are easiity produced. For example, 1 part of 
leucine or its hydrochloride is dissolved in 1—2 parts of the water 
layer obtained in the previous manufacture of the chloro-acid 
from leucine, and saturated with hydrogen chloride; the corre- 
sponding quantity of 30% sodium nitrite solution is gradually added 
at the ordinary temperature. Chlorohexoic acid separates as an 
oil. It is separated from the water layer, dried with sodium sulphate, 
and distilled in a vacuum. The method is applied to crude leucine, 
phenylalanine, valine, alanine, etc. CHEMICAL ABSTRACTS. 


Reactions between the Higher Fatty Acids and Salts of the 
Lower Fatty Acids. ArtrHur W. Knapp and Raymonp V. Waps- 
WORTH (Chem. News, 1922,124, 44—45).—If finely-powdered sodium 
acetate is added to oils or melted fats, a gelatinous precipitate is 
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generally produced. Sodium propionate and sodium butyrate give 
similar results. Castor oil does not give a jelly. Pure glycerides do 


not give this reaction, which is due to the free fatty acids present,§! 


The jelly consists of soaps formed by the interaction of the salt 


and the free fatty acids. It is a reversible colloid. Sodium acetate§* 


is soluble in oleic acid, forming a viscous solution. When cooled 
this becomes a thick jelly. If the fatty acid is dissolved in absolute 
alcohol and the acetate added, a gelatinous precipitate of soap is 
formed almost immediately. The reaction is reversed by adding 
water. 


The Preparation of Acrylic Acid and some of its Derivatives, 
J. H. N. van per Bure (Rec. trav. chim., 1922, 41, 21—23; ef. 
Gaspary and Tollens, A., 1872, 814, and Moureu, A., 1893, i, 548) — 
The methods of preparation used hitherto are inconvenient when 
large quantities are required or give poor yields. The acid itself 
and some of its derivatives tend to polymerise on keeping and must 
therefore be freshly prepared. The sodium’ salt will keep in. 
definitely, and may be used as a starting-point. It is prepared 
from ethylene glycol, which gives a 70—80% yield of chlorohydrin. 
The latter is treated with sodium cyanide, the resulting nitrile 
being transformed into hydracrylic acid. The sodium salt of the 
latter, carefully dried, gives, on distillation with sulphuric acid, 
very pure acrylic acid, and on treatment with phosphorus oxy- 
chloride, the chloride of the acid. H. J. E. 


Two New Ammonium Molybdomalates. E. Darwmors 
(Compt. rend., 1922, 174, 294—296; cf. A., 1920, ii, 575; 1921, 
i, 539).—From a study of the optical activity of solutions of different 
proportions of molybdic acid, malic acid, and ammonia, the exist- 
ence of two levorotatory compounds having the compositions 
MoO ;,2C,H,0;,2NH, and MoO,,2C,H,O,;,4NH,, respectively, has 
been proved and these two compounds and the corresponding 
sodium and potassium salts have been isolated. W. G. 


Equilibrium in Solution of the Desmotropic-Isomeric 
Diacetylsuccinic Esters and its Colorimetric Estimation. 
L. Knorr and H. P. KaurmMann (Ber., 1922, 55, [B], 232—248).— 
Ethyl diacetylsuccinate has been isolated in two diketonic forms, 
namely, B-ester, m. p. 89°, y-ester (formerly «,-ester), m. p. 30°, 
one dienolic form, «-ester (formerly «,4-ester), and two keto-enolic 
forms, «$-ester (formerly «,-ester), a liquid and «,@-ester (formerly 
%-ester), m. p. 20°. The equilibrium in solution in various solvents 
and the rate of transformation of the isomerides have been measured 
at 30° with the aid of the deeply-coloured enolic iron salts according 
to the method of Wislicenus (cf. also Knorr and Schubert, A., 
1911, i, 948). In methyl and ethyl alcohols, acetone, and chloro- 
form, the rate of enolisation of the $-ester at 30° diminishes with 
decreasing dielectric constant of the solvent; in hexane, ether, or 
benzene, the change takes place too slowly to permit its measure- 
ment. The influence of temperature on the velocity of transform- 
ation and the relative proportions in the equilibrium mixtures has 
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been examined, mainly by comparison of the data obtained at 30° 
and at the boiling points of the solutions. The velocity of enolisation 
isfound to increase with increasing temperature, but the composition 
of the equilibrium mixture is approximately constant. In N/5, 
V/?0, and NV /20 solution, the concentration of the 6-ester is without 
influence on the velocity of transformation or the composition of 
the equilibrium mixture. The influence of the dielectric constant 
of the solvent on the composition of the equilibrium mixture could 
not be elucidated definitely. 

Examination of the equilibrium in hexane and ether led to the 
observation of an unexpectedly high enolic content, indicating the 


.[ possible presence of the dienol, m. p. 45°. This is shown by 


mechanical separation of the products to be actually the case. 
The presence of this ester in molten mixtures or in dissolved 
equilibrium mixtures has not been established previously. 

The iron salt of ethyl «-diacetylsuccinate is obtained when a 
solution of the $-ester in absolute alcohol is treated successively 
with an alcoholic solution of sodium ethoxide and an ethereal 
solution of ferric chloride; it is a brown powder. The analysed 
product, however, appears to be basic in character. The salt, 
FeCl,*O-CMe:C(CO,Et)*C(CO,Et):CMe-O-FeCl,, a voluminous, un- 
stable, violet-black powder, is prepared by agitating the brown 
salt with a solution of ferric chloride in anhydrous ether. 


H. W. 


New Method of Preparing Gluconic Acid. ArruuR R. 
Ling and DinsHaw Rattongr Nanui (J. Soc. Chem. Ind., 1922, 
41, 28—29r; cf. Herzfeld and Lenart, A., 1920, i, 143).—A slow, 
well-regulated current of chlorine (about one bubble per second) 
is passed through a solution of dextrose (20°) containing 0-025% 
of cobalt nitrate as catalyst and a quantity of calcium bromide 
corresponding in potential bromine content with 26% of the bromine 
used by Herzfeld and Lenart (loc. cit.). The temperature is main- 
tained at 45—50°, and care is taken that this limit is not exceeded, 
otherwise the hypobromous acid may be converted into bromate. 
As the reaction proceeds, there is a constant accumulation of 
halogen acids, and to avoid their retarding action calcium carbonate 
is added from time to time. The reaction is complete in about 
fourhours. The final solution when reaction has proceeded normally 
contains calcium gluconate, calcium chloride, and calcium bromide, 
and when concentrated appropriately deposits the former in the 
course of a few days, the yield being about 90° of that theoretically 
possible. 

The use of calcium bromide and chlorine is preferable to that of 
bromine, since the latter acts more efficiently in the nascent state, 
and there is no loss of bromine by volatilisation under the correct 
experimental conditions. H. W. 


Colophenic Acid. Ossian Ascuan (Ber., 1922, 55, [B], 1—3; 
ef. A., 1921, i, 512)—The author is unable to share Fahrion’s view 
of the identity of colophenic acid with oxyabietic acid prepared by 


the autoxidation of colophony (A., 1907, i, 329; 1921, i, 792) 
i* 
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and points out that it is not possible for Fahrion’s product to be 
homogeneous. 

Colophenic acid is an excellent material for the preparation of 
varnishes. 


Sulphiformin (Methanalsulphurous Acid). PxHtiprr Mat. 
VEZIN (Ind. chimique, 1921, 8, 311—314; from Chem. Zentr., 1921, 
iii, 1118).—Sulphiformin, obtained by the distillation of form. 
aldehyde in the presence of sulphur dioxide, has the formula 
OH-CH,°0-SO-OH. It reduces Millon’s reagent, and gives a 
violet coloration and precipitate with magenta solution. It 
decomposes readily, giving sulphur dioxide and formic acid. With 
aniline alone, a yellow dye is formed; in the presence of hydro. 
chloric acid a red caoutchouc-like mass is formed; in the presence 
of acetic acid, a dye is obtained which is yellowish-green in the 
cold and orange-red on warming. Sulphiformin has antiseptic 
properties. G. W.R. 


Laboratory Preparation of Acetaldehyde. Cuester EF. 
Apams and Rocer J. WiiutaMms (J. Amer. Chem. Soc., 1921, 43, 
2420—2421).—In the preparation of acetaldehyde by the oxidation 
of ethyl alcohol with sodium dichromate the yield is practically 
doubled if the mixture is stirred vigorously to disengage the acet- 
aldehyde as fast as it is formed. The best proportions to use are 
200 grams of sodium dichromate for 100 grams of alcohol. 

W.G. 


Production of Butaldehyde and Butyric Acid therefrom. 
MatTtHEew ATKINSON ApDAmM and Davip Atuiston Lece (Brit. 
Pat. 173004)—Butaldehyde is obtained by the dehydrogenation 
of n-butyl alcohol by passing it in a state of vapour over a fused 
copper oxide catalyst heated at 280—320°, and fractionally dis- 
tilling the product. About 75% conversion is obtainable by one 
passage over the catalyst at a good speed; for example, 240 c.c. 
per hour using a #-inch copper tube packed for 26 inches of 
its length with the catalyst. Butyric acid is prepared from the 
liquid aldehyde by adding a small proportion of an oxygen-carrying 
catalyst, for example, manganese butyrate, and introducing air or 
oxygen at either ordinary or higher pressures, with suitable cooling 
to maintain the liquid below the boiling point of the eg 


The Mode of Pyrogenic Decomposition of Acetone at High 
Temperature. (MiLe) Eatantine Peyrrau (Bull. Soc. chim., 
1922, [iv], 31, 122—124; cf. this vol., i, 219)—The sudden pyro- 
genic decomposition of acetone at high temperatures consists almost 
exclusively of a simple scission of the molecule into keten, CH,.CO, 
and methane. The keten then decomposes, giving carbon monoxide 
and ethylene. W. G. 


Monosulphates of Dextrose and Sucrose. III. Cari NEv- 
BERG and Lupwic LIEBERMANN (Biochem. Z., 1921, 121, 326— 
332).—By the action of chlorosulphonic acid in pure chloroform 


ORGANIC CHEMISTRY. i, 223 


at —10° on a pyridine solution of dextrose or sucrose, the mono- 
sulphates of these carbohydrates are obtained and can be isolated 
as the calcium salts, which are amorphous. ‘The calcium salt from 
sucrose sulphate has [«],+48-0, that from dextrose sulphate 
(a) +4443. Lactose reacts similarly, but no details are +. 


The Action of Ozone on Pure Solutions of Dextrose, Lzevu- 
lose, and Sucrose. C. W. ScuonreBaumM (Rec. trav. chim., 1922, 
41, 4448).—Various workers in this field have obtained results 
which are mutually contradictory. The author finds that dextrose, 


levulose, and sucrose in alkaline solution are decomposed quanti- 
tatively when ozonised, the products being carbon dioxide and 
water. Formic acid is obtained as an intermediate product. The 
reaction takes a considerable time, and, for this reason, various 
technical applications are suggested. H. J. E. 


New Observations on the Chemistry of the Sugars. II. 
H. Kiw1ant (Ber., 1922, 55, [B], 75—101; cf. A., 1921, i, 304).— 
Further experience of the oxidation of sugars and polyhydroxy- 
acids by nitric acid at the atmospheric temperature has emphasised 
the necessity of excluding air during the process. This is effected 
conveniently by performing the operation in Erlenmeyer flasks 
provided with ground-glass stoppers and inserting at one point 
between the neck and the stopper a small plug of long-fibred glass 
wool. It is now recognised that the oxidation may lead to the 
production of «-keto-acids, the predominance of aldehydic or 
ketonic product appearing to depend on the configuration of the 
original material. 

Attempts to replace the use of bromine and sodium hydroxide 
by that of a filtered solution of bleaching powder in the oxidation 
of the primary alcoholic to the aldehydic group in the sugars have 
not been quite satisfactory, possibly owing to deficient alkalinity 
of the solution. 

Action of Nitric Acid on Dextrose and d-Gluconic Acid.—The 
product of the oxidation is, in all probability, «-ketogluconic acid, 
0H-CH,-[CH(OH)],-CO-CO,H ; the acid is unstable when preserved 
at the atmospheric temperature, and evolves carbon dioxide when 
its aqueous solution is boiled. After successive addition of hydro- 
cyanic acid and hydrolysis, a dibasic acid is produced which 
evolves carbon dioxide more freely than the parent acid; inability 
to effect the completion of the latter change has prevented its 
definite characterisation as a substituted malonic acid. 

Preparation of Rhamnonic Acid.—The acid is prepared more 
conveniently by the older bromine method than by the new 
oxidation process. It is emphasised that the oxidation of aldoses 
by bromine is never quantitative and that with freely soluble 
acids and lactones it is advisable to boil the solution of the acid 
(which has been freed from hydrobromic acid) with chalk for at 
least three-quarters of an hour; the solution is evaporated to 
small bulk and the calcium salt is precipitated with alcohol and 
a* 2 
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decomposed subsequently with oxalic acid. Contrary to the 
statements of the literature, pure rhamnolactone does not reduce 
alkaline copper solutions. 

Action of Nitric Acid on Rhamnonic Acid and Rhamnose.—The 
oxidation of either substance at the atmospheric temperature gives 
the lactone of «-ketorhamnonic acid in good yield. The product has 
m. p. (indefinite) 188° (decomp.) after becoming discoloured at 
168°, [«], —25°2°. The solubility in water is about 1 part in 
20 parts at 20°. It gives a p-nitrophenylhydrazone, C,.H,,0,N;,H,0, 
long, yellow needles, m. p. 150° after softening and darkening 
above 130°. It retains the terminal methyl group of rhamnonic 
acid, since it is not oxidised by bromine water and yields acetic 
acid when treated with an aqueous suspension of silver oxide. 
The presence of the ketonic group in the «-position is deduced from 
the ability of the keto-lactone to evolve carbon dioxide from its 
boiling aqueous solution and the greater readiness with which 
the gas is evolved from the hydrolysed cyanohydrin of the keto- 
lactone. 

Oxidation of «-Galaheptonic Acid by Nitric Acid.—l-Manno- 
hepturonic lactone (from d-galactose), m. p. 205—206° (decomp.) 
after becoming discoloured at about 190°, is obtained in good 
yield from «-galaheptonic acid; the aldehydic nature of the product 
has been established. 

Configuration of Digitoxone and Digitoxosecarboxylic Acid.—Digit- 
HO-C:0 oxose, CH,*[CH(OH)],°CH,°CHO, is oxidised by nitric 

1° acid to a dihydroxyglutaric acid and meso-tartaric acid, 
thus showing that the hydroxyl groups, 3 and 4, are 
HO-C-H _ in the meso-position to one another. Since the lactone 
HO-C-H of digitoxonic acid has been shown previously to be 
CH-OH levorotatory, the annexed configuration can be assigned 
' to digitoxonic acid on the basis of Hudson’s rule. 
CH; On the other hand, the proof of the meso-position 
of the 3- and 4-hydroxyl groups of digitoxonic acid can now be 
Me-CH-OH extended. The well-crystallised lactone of digitoxose- 
H-C-OH carboxylic acid is levorotatory ([«]) —13°67°), as is 
I also the phenylhydrazide of digitoxosecarboxylic acid 
H-C-OH (groups of needles, m. p. 145—148°, [«]) —37°7°). 
CH, In consequence, the newly-formed hydroxyl group in 
H-C-OH the production of cyanohydrin must be to the left 
co H and digitoxosecarboxylic acid receives the annexed 
2 configuration, in which the configuration of the 6-CH-OH 
remains unelucidated. 

Formation of Digitalonic Acid from Digitalose (cf. A., 1916, i, 493). 
—Digitalonic acid gives a well-crystallised, levorotatory lactone, 
and must therefore contain a hydroxyl group attached to carbon 
atom 4. The methoxyl group cannot be in position 5, since the 
acid does not give pure trihydroxyglutaric acid when oxidised by 
nitric acid. It must therefore have the latter group in position 
3 or 2. The former possibility is discounted by the apparent 
inability of digitalose to yield an osazone. Since the phenyl- 
hydrazide of digitalonic acid is levorotatory ([«]p about —16°) 
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OH OMe 

the configuration CH,-CH(OH)-C -CH(OH)-C -CO,H may be assigned 
H H 

to the parent acid. 

Salts of Trihydroxyadipic Acid (from Metasaccharin).—The 
following salts are described, generally with particular reference 
to their solubility in water: calcium, strontium (+4H,O), mag- 
nsium (+3H,0), barium, potassium, C,H,O,K,,H,O, silver, 
cadmium (+2H,O), quinine. The behaviour of the calcium and 
quinine salts of J-trihydroxyglutaric acid is described in detail. 
The cadmium, barium, and calcium salts of «-galaheptanepentol- 
dicarboxylic acid have been further investigated. 

The crystallisation of d-galactonic acid is readily effected by 
evaporation of solutions of the acid (from the calcium salt and 
oxalic acid) in an open dish and subsequent treatment of the paste 
obtained in this manner with alcohol under conditions which are 
specified in detail in the original. 

The preparation of the galaheptonic acid from d-galactone is 
described in detail, the process depending on a modification of 
Fischer’s phenylhydrazide method. 

The production of l-mannonic and /-gluconic acids from arabinose 
has been investigated further. Under conditions which are fully 
described, the cyanohydrin synthesis leads to the crystallisation 
of -mannonamide, which is smoothly converted into /-mannonic 
acid by boiling barium hydroxide solution. The isolation of 
lgluconic acid from the mother-liquors is conveniently effected 
by means of the brucine salt. H. W. 


The Partial Replacement of the Acid Groups in §-Penta- 
acetylglucose. Prrcy Briet (Z. physiol. Chem., 1921, 116, 
1—52).—The following compounds have been prepared : 

a-Chloro-yet-triacetyl-B-trichloroacetylglucose from {-penta-acetyl- 
glucose and phosphorus pentachloride, forms long, white needles, 
m. p. 142°, [a}i# +2°95° in benzene. The position of the chlorine 
atoms was ascertained by various forms of saponification. 
8yel-T' etracetyl-«-trichloroacetylglucose from 8-penta-acetylglucose, tri- 
chloroacetyl chloride, and phosphorus oxychloride, forms dense 
needles, m. p. 131°, [a]i} +94°6°. awyel-T'etracetyl-8-trichloroacetyl- 
glucose, by treating the tetrachloro-substance with anhydrous 
zinc chloride and acetic anhydride. A mixture of two isomerides 
obtained has m. p. 110—112°. The «-isomeride forms long, fine 
needles, m. p. 120°, [«]j} +101°5°; the @-isomeride forms needles, 
m. p. 167°, [a] +28°85°. «-Chloro-yet-triacetyl-B-monochloro- 
acetylglucose, by reduction of tetrachlorine compound, needles, 
m. p. 81°. «-Chloro-yet-triacetylglucose, from the tetrachloro- 
compound with an ethereal solution of ammonia, crystallises in 
needles, m. p. 158°; it exhibits multirotation, the initial [«]f 
+25°0° rising to +151°5°. «-Chloro-yet-triacetylglucose-8-chloro- 
sulphinite, OAc‘CHy-CH(OAc)-CH< pH (OA0) SOC! by treat- 


ing the last compound with thionyl chloride, has m. p. 103° (approx.). 
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«8-Dichloro-yet-triacetylglucose, from triacetylchloroglucose _ with 
phosphorus pentachloride, crystallises in platelets, m. p. 83°, 
«Jp +65°6°. Triacetylglucal from triacetyldichloroglucose, by 
treatment with zine dust. Acetobromoglucose was also conv erted 


into acetochloroglucose with mercuric chloride. S. 8. Z. 


Ths Synthesis of Disaccharides containing Sulphur and 
Selenium by combining two Dextrose Residues in the C. 
position. Some New Derivatives of (-Bromoglucose. Frirz 
WREDE (Z. physiol. Chem., 1921, 115, 284—304).—The following 
compounds have been prepar ed : ‘Acetodibromoglucose from penta. 
acetyl glucose, [«]}; +184°1° in ethyl acetate. Methylglucoside. 
é-bromohydrin triacetate, {«]}j}) —7°78° in ethyl acetate, from the 
last compound. T'riacetyl-ethylglucoside-¢-bromohydrin from aceto- 
dibromoglucose and ethyl alcohol in the presence of dry silver 
carbonate, crystallises from methyl alcohol in compact needles, 
m. p. 154° (uncorr.) ; [«]/} —11-78° in ethyl acetate. 8-7 etra-acetyl. 
¢-bromoglucose, by heating acetodibromoglucose with acetic 
anhydride and sodium acetate at 100°, melts at 127° (corr.). The 
a-form, produced at the same time, crystallises from methy] alcohol 
in fine, white needles, m. p. 171°, [«]} +107:2° in ethyl acetate. 
Dimethylglucoside of bisglucosyl ¢-sulphide hexa-acetate, from 
triacetylmethylglucoside-¢-bromohydrin and alcoholic potassium 
sulphide by heating in a sealed tube, crystallises in white needles, 
m. p. 168°, [a]? —10°51° in ethyl acetate. Dimethylglucoside of 
bisglucosyl {-sulphide, from the hexa-acetate by treating it 
with absolute methyl alcohol and ammonia in the cold, crystallises 
in dense masses, m. p. 188°, [«]}} +6°53° in water. Bisglucosyl 
¢-sulphide, by heating the last compound with 5%, sulphuric acid 
in a sealed tube, sinters at approximately 135° and liquefies at 
approximately 150°, [«]i} +80°9° in water. Octa-acetyl-bis- 
glucosyl ¢-sulphide, by acetylating the last compound, crystallises 
in nodules, m. p. 163°, [«];} +56°2° in ethyl acetate. Dimethy- 
glucoside of bisglucosyl ¢-selenide hexa-acetate, prepared in the 
same way as the sulphide, crystallises in long, white needles, 
m. p. 179—180°. Dimethylglucoside of bisglucosyl ¢-selenide, 
prepared in the same way as the sulphide, crystallises from 90% 
alcohol in dense aggregates, m. p. 138°, [a] -+-14°59° in water. 
Bisglucosyl &-selenide, by hydrolysis from the glucoside, sinters 
at approximately 160°, decomposes at approximately 200°, 
[a}ii +69°5° in water. Octa-acetyl-bisglucosyl ¢-selenide, by 
acetylating the selenide with acetic anhydride, crystallises from 
ether and light petroleum in nodules, m. p. 150—155°, 
+40° (approx.). Dimethylglucoside of bisglucosyl ¢-diselenide hexa- 
acetate, by treatment of acetyl-methylglucoside-¢-bromohydrin 
with an alcoholic solution of potassium diselenide, has m. p. 
148°, [«]ji +49°74° in ethyl acetate. Dimethylglucoside of bis- 
glucosyl ¢-diselenide, by treatment with methyl alcohol solution 
and gaseous ammonia, crystallises from 98% alcohol in dense 
needles, m. p. 96—97°, [a]i} -+75°65° in water.  Bisglucosyl 
¢-diselenide, by hydroiysis of the methyl glucoside, decomposes at 
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approximately 125°, [a]i +145°6° in water. Octa-acetyl-bis- 
glucosyl ¢-diselenide, by acetylation of the last compound with 
acetic anhydride, forms small crystals which sintered at 175—179°. 


e, b 
malted 8. 8. Z. 
Zz. Unsaturated Reduction Products of the Sugars and their 
Transformations. III. 2-Deoxyglucose (Glucodesose). Max 
* and § BerGMANN, HersBert Scuottrre, and WoLrcanG LecurInsky (Ber., 
e Ci. #1922, 55, [B], 158—172; cf. A., 1921, i, 307, 648)—With the 
Fritz § object of obtaining a derivative of dextrose so modified that a 
owing § hydroxyl group is not present in position 2, glucal (A., 1913, i, 445; 
enta- § 1914, i, 252; 1920, i, 420) has been converted by dilute acid into 
oside. § 2-deoxyglucose, al is. scl ela ie ea aaa which 
n the ——— 
ceto- ff has only been isolated previously in the form of its phenylbenzyl- 
silver # hydrazone. In connexion with this substance, it is proposed to 
dies, § define a simple sugar as an aldehyde-alcohol or keto-alcohol with 
cetyl. @ an open carbon chain and one or more hydroxyl groups, of which 
cetic § at least one is in the direct neighbourhood of the carbonyl radicle ; 
The § deoxyglucose and Kiliani’s digitoxose are therefore not within 
ohol # the class. It is also proposed to establish a nomenclature for the 
tate. § 2-deoxy-sugars by inserting the syllable “ des ” between the name 
from @ of the sugar from which they are derived and the characteristic 
ium # ending of all sugars “ose”; thus 2-deoxyglucose is termed 
dles, § “glucodesose.”’ 
e of 2-Deoxyglucose is prepared by hydrolysing triacetylglucal by 
| it # means of methyl-alcoholic ammonia to glucal and treatment of 
lises § the latter with 2N-sulphuric acid at 0°. Alternatively, triacetyl- 
osyl @ glucal is treated directly with 2N-sulphuric acid at 10—15° and 
acid § the deoxyglucose is converted into its phenylbenzylhydrazone, 
; at # m. p. 158—159°, from which it is regenerated by treatment with 
bis- § benzaldehyde containing 10% of benzoic acid. The first method 
ises § is preferred. 2-Deoxyglucose is a white, anhydrous powder, 
hyl- # m. p. 148° (corr.), to a turbid liquid which decomposes at about 
the § 155°, [«]i§ +46°59° in water, +17°56° in pyridine. It does not 
les, J appear to be mutarotatory in aqueous solution, although it has 
ide, § been isolated in two forms with differing specific rotation (details 
1% § will be given later). It behaves in the same manner as dextrose 
er. § towards Fehling’s solution, alkaline silver solution, and magenta- 
ers § sulphurous acid. It gives a yellow coloration with warm alkali 
0°, | hydroxides. It is very readily decomposed by not too dilute 
by ff acid, with separation of greyish-green or darker amorphous sub- 
mm § stances; the reaction may be used for the detection of deoxy- 
% # glucose and for distinguishing it from the true sugars. A pine 
a- & shaving dipped into a solution of deoxyglucose and then exposed 
‘in § to hydrogen chloride becomes intensely green (these reactions are 
p. also shown by Kiliani’s digitoxose). Deoxyglucosephenylmethyl- 
|S- hydrazone crystallises in colourless needles or prisms, m. p. 157— 
mn 158° (corr.), decomp. about 195°; the corresponding p-nitrophenyl- 
se hydrazone forms small, canary-yellow prisms, m. p. 190—191° 
yl (corr., decomp.). Deoxyglucose could not be fermented by a 
aut number of varieties of yeast. 
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Deoxyglucose is distinguished by the extreme ease with which 
it is converted into glucosido-derivatives by acids in the presence 
of alcohols. Small amounts of acetic acid cause the production 
of glucoside in a short time at 100°, whilst with methyl alcohol 
containing 0°25—1°% of hydrogen chloride the formation of the 
methylglucoside is complete in less than fifteen minutes at the 
atmospheric temperature. The product has m. p. 91—92° after 
softening at 87°, [«]}} +137°8° in aqueous solution, whereas the 
isomeride described previously has m. p. 122—123°, [a], —48°2°, 
The difference in the specific rotation (186°) is approximately the 
same as that between «- and @-methylglucosides (189°). Since 
in all probability the two methyldeoxyglucosides are similarly 
related to one another and contain the oxygen bridge between 
the 1 and 4 carbon atoms, it is proposed to designate the first- 
named substance «-2-deoxymethylglucoside [«-methylglucodesoside] 
and the latter @-2-deoxymethylglucoside. The sensitiveness of 
the two substances towards acidic hydrolysing agents is similar, 
and closely resembles that of y-methylglucoside. Fission of the 
glucoside appears to be facilitated by the absence of the hydroxyl 
group from position 2. «-2-Deoxymethylglucoside, like the 
B-isomeride, is not affected by yeast or emulsin. 

Glucodesose tetrabenzoate is prepared by the action of benzoyl 
chloride on glucodesose in the presence of pyridine and chloroform; 
it crystallises in rectangular plates or short, broad prisms. The 
preparation, m. p. 136—145°, appears to be a mixture of isomerides. 

H. W. 


The Constitution and Configuration of the Anhydro-sugars. 
P. KarreR and Atex. P. Smirnov (Helv. Chim. Acta, 1922, 5, 
124—-128).—Triacetyl-levoglucosan is converted by liquid hydrogen 
bromide at the atmospheric temperature in the course of a few 
days into acetodibromoglucose (A., 1912, i, 239), thus confirming 
the constitution assigned to levoglucosan by Pictet (A., 1920, i, 
819). The reaction is effected more advantageously by the use of 
phosphorus pentabromide, and, in this form, is the readiest and 
best method of preparing acetodibromoglucose. Assuming that a 
displacement of the oxygen bridge and of an acetyl residue does 
not occur during the change (which is very improbable by reason 
of the relative stability of levoglucosan and the non-convertibility 
of penta-acetylglucose into acetodibromoglucose by means of 


OH H H phosphorus pentabromide), the annexed 
ee configuration can be assigned to levo- 
He o-G" glucosan. Anhydroglucose has the con- 
H QO OH>CH, figuration I, in which the disposition of 

pe 4... Oo*% the hydrogen and hydroxyl attached to 
OH i the «-carbon atom is undecided. The 


formula accounts for the unusual stability 
of the compound, since it is composed of two five-membered 
rings and shows further that anhydro-compounds are only to be 
expected from sugars which have the y- and 8-hydroxy-groups on 
opposite sides of the carbon chain, 
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9) 9) 
‘i AN 
HCH C~C-H H-C-H C——C-H O 
HBO | iar") “NH _OH 
¢—C HO-C-H(?) s—C CH-O-HO 0 > 
OHH \ 7 OH I\ 7 on| H| 
0 0 H-O——C H-C-H 
a 
(IL) o) 


(I.) 
Diglucan and isodiglucan (A., 1921, i, 765) are represented by 


formula II, in which the con- 


0 0 figuration at the «-carbon atoms 
PA ™~ cH C-OH a TH C-H remains undetermined. 

1H’ i | 2 The dilactones of the saccharic 

i C\_/CO a! “an *2CO acids must have a configuration 

OH 4 O | H © similar to that of anhydroglucose. 

The dilactone of mannosaccharic 

OAc acid and the diacetyl derivative 

(II) (IV.) of saccharic acid dilactone are 


therefore represented by the formule III and IV. H. W. 
Polysaccharides. XIII. Inulin and the Alkali Hydroxide 
Compounds of the Anhydro-sugars. P. Karrer, Max Sravs, 
and A. WAxt1 (Helv. Chim. Acta, 1922, 5, 129—139; cf. this vol., 
i, 11).—It has been shown previously (A., 1921, i, 765) that poly- 
meric anhydro-sugars form additive compounds with sodium 
hydroxide of the type (Cy.H 90, 9,NaOH),, which are dissociated 
more or less readily by water. It is now shown that these com- 
pounds can be prepared conveniently by precipitating them from 
their solutions in sodium hydroxide (8—10°%) by alcohol and wash- 
ing the precipitates thoroughly with alcohol (96%). The use of 
absolute alcohol does not generally effect the complete removal 
of absorbed sodium hydroxide. The compounds of «-diamylose, 
«-tetra-amylose, ®-hexa-amylose, and «-octa-amylose with potass- 
ium hydroxide have been prepared in a similar manner and con- 
form to the type (Cy,H»9049,KOH),. Inulin sodium hydroxide, 
(C,H,)»0;,NaOH),, is prepared by dissolving inulin in sodium 
hydroxide solution (8%) and adding the product to a large volume of 
alcohol, and is purified by re-solution in a little water and re-pre- 
cipitation by alcohol. Inulin potassium hydroxide, (C,.H,90;,KOH),, 
is more readily dissociated than the corresponding sodium compound, 
and is prepared from solution containing 15° or more of potassium 
hydroxide. The isolation of these compounds brings additional 
evidence in favour of the view that inulin is a polymeric form of 
anhydro-fructose. Further confirmation is found in the behaviour 
of inulin towards fission with acetyl bromide under conditions 
which cause only slight disintegration of disaccharides such as 
maltose; the only compound obtained was fructose, although the 
action was carried out at 0° to +5°, and for only such time as was 
necessary to effect the solution of the inulin. H. W. 
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Speed of Reaction in Concentrated Solutions and the 
Mechanism of the Inversion of Sucrose. GEORGE SCATCHARD 
(J. Amer. Chem. Soc., 1921, 43, 2387—2406).—A theoretical paper 
in which a method is outlined for calculating the activity of water 
in sucrose solutions of any concentration at temperatures near 
the ordinary temperature. The method is also extended to solu. 
tions containing a small amount of another solute, such as sulphuric 
acid. A formula for the speed of the reaction in solution in terms 
of the activities of the reacting substances is developed, and it is 
suggested as the most logical formula for solutions. By the 
application of this formula to the inversion of sucrose, it is shown 
that the available data indicate that the reaction is of the sixth 
order with respect to water. The results are interpreted as indi- 
cating the existence of a hexahydrate of sucrose. The effect of 
the addition of sucrose in increasing the activity of the hydrogen 
ion is explained as being very largely due to an increase in the 
molar fraction of hydrogen ions without any large change in the 
actual degree of ionisation. Precautions, necessary in calculating 
the catalytic euect of the non-ionised portion of the acid by the 
customary method, are pointed out. J. F.S. 


Hydration of Sucrose in Water Solution as Calculated from 
Vapour Pressure Measurements. GEORGE SCATCHARD (J. 
Amer. Chem. Soc., 1921, 43, 2406—2418; cf. preceding abstract).— 
The average degree of hydration of sucrose in water solution at 
0° and 30° is calculated from the vapour pressures of sucrose solu- 
tions. The hypothesis is advanced that sucrose solutions are 
equilibrium mixtures of water, unhydrated sucrose, and a single 
hydrate of sucrose, and that the relative quantities of these sub- 
stances are determined by the law of mass action. This hypothesis 
is tested by comparison of the experimental results with those 
calculated from the law of mass action. The agreement is fair for 
either a hexahydrate or a heptahydrate. The hypothesis is further 
tested by a comparison of the activity of the sucrose calculated 
from its degree of hydration and that calculated by the Duhem- 
Margules equation. The results confirm those obtained by the use 
of the law of mass action method. The present results are in 
keeping with those obtained from the inversion of sucrose (loc. cit.). 

4. 3. &. 


Preservation of Starch Solution. Naorsuna Kané6 (J. Chem. 
Soc. Japan; 1921, 42, 974—975).—Starch solution (50 c.c.) for 
use as an indicator in iodometry can be preserved for more than 
eight months by the addition of 0°5 c.c. of 2N-hydrochloric acid, 
or of a drop of carbon disulphide. K.K 


The Constitution of Polysaccharides. J. J. Lynst ZwIkKER 
(Rec. trav. chim., 1922, 41, 49—53).—On the assumption that the 
polysaccharide molecule may be regarded as formed from a small 
number of hexose molecules, each of which consists of a straight 
chain of carbon atoms, the author shows that a regular tetrahedron 
and a triangular prism, each bounded by such a straight chain 
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lying along the junction of each pair of sides, gives a structural 
formula which is in accordance with the properties of cellulose 
and starch respectively. Such a structure involves the homo- 
geneous filling of space, and is consistent with the opinion that 
the polysaccharide molecule is not. built up of long chains of sugar 
molecules. H. J. E. 


The Composition of Agar. M. Samec and V. Ssasrvié 
(Compt. rend., 1921, 173, 1474—1475).— Evidence is given in support 
of the view that agar is a sulphuric ester of gelose in much the 
same way as amylopectin is a phosphoric ester of the amyloses. 
A gram-atom of sulphur in the gelose ester corresponds with 
9320 grams of organic matter. The great viscosity of agar is prob- 
ably due to its relatively high content of the SQ,’ ion. : 


Alkali-cellulose and the Structure of Cellulose. P. KARRER 
(Cellulosechemie, 1921, 2, 125—128).—The experimental results of 
Gladstone are confirmed, namely, that the product of the action 
of strong sodium hydroxide solution on cellulose, after complete 
washing with alcohol, has a constant composition corresponding 
with the formula C,,H,)0;),NaOH. ‘This is regarded as a definite 
additive compound, which is hydrolysed by water, so that the 
products obtained with dilute sodium hydroxide sare the results 
of equilibria. Alkali-cellulose therefore falls into line with analogous 
compounds obtained with starch, inulin, and the various poly- 
merides of anhydro-maltose classed as amyloses. All these com- 
bine with sodium hydroxide in the same proportions, regardless 
of the degree of polymerisation. Cellulose is a polymeride of 
cellobiose anhydride, and it is probable from analogies based on 
the heats of combustion and the Réntgen spectrum (cf. A., 1921, i, 
310, 397, 771) that the degree of polymerisation is not high. It is 
suggested that the cellulose formula may be written (Cj2H59049). 
and that the polymerisation of the anhydro-sugar takes place 
through subsidiary valencies without the rupture of the oxygen 
bridges. The cellulose fibre-substance has a configuration analogous 
to a crystal structure with nuclei of these dimeride molecules in 
co-ordinated arrangements. The molecules are held together in 
the crystal by other valency forces of unusual strength, and this 
strong cohesion accounts for the properties hitherto attributed to 
a highly polymerised molecule. ‘The tendency is for the cellulose 
matter to concentrate its mass into the smallest possible volume 
and to assume a co-ordinated arrangement of its molecules. 


J. F.B. 


A New Degradation of Cellulose ; Conversion of Cellulose 
into a Biose Anhydride. P. Karrer (Ber., 1922, 55, [B], 
153—156).—A reply to the criticisms of Hess (this vol., i, 12). 
The conversion of amylose by acetyl bromide into acetylbromo- 
maltose is ‘‘ quantitative’ in the sense that the same yield of 
this substance is obtained from maltose, amylose, or starch. The 
process of the depolymerisation of starch does not appear to be 
involved in this matter. 
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Saccharification of Cellulose. A. Wout and H. Kruz 
(Cellulosechemie, 1921, 2, 1—7).—When cellulose is moistened with 
3 parts of water, cooled with ice, saturated with hydrogen chloride, 
kept for five hours at 20°, the acid removed by evaporation in a 
vacuum at temperatures up to 70°, the residue dissolved in water 
to form a 10% solution containing 1% of hydrogen chloride and 
boiled for eight hours, 97°, of the theoretical quantity of reducing 
sugars is obtained and can be estimated by cupric reduction. The 
process may be applied to the estimation of cellulose. In view of 
discrepancies in the yields of alcohol obtained by fermentation of the 
reducing sugars from pine wood and from pure cellulose respec- 
tively, it is probable that the hydrolysis of the cellulose in the 
former is impeded by incrusting substances which. cannot be 
removed by preliminary treatment, whilst prolonged action of the 
acid leads to the formation of non-fermentable reversion products 
in relatively large quantity. CHEMICAL ABSTRACTS. 


Viscosity of some Cellulose Acetate Solutions. Guy Barr 
and L. L. Brrcumsuaw (Trans. Faraday Soc., 1921, 16, Appendix, 
72—75).—The viscosity and density of 5% solutions of cellulose 
acetate have been determined in acetone and mixtures of acetone 
and water, benzene, and ethyl alcohol respectively. The second 
solvent was added in all concentrations up to the point where 
cellulose acetate was precipitated. The viscosity—concentration (of 
second solvent) curves are markedly different. Benzene causes a 
progressive increase in the viscosity with increase in the concen- 
tration, whereas water and ethyl alcohol give an initial rapid fall 
in viscosity, which in the case of water reaches a minimum and 
then rises fairly rapidly but with alcohol remains fairly constant 
at the minimum value. ae. ©. 8. 


Syntheses with Chloroacetyl Chloride. W. Lreicu Barnett 
(J. Soc. Chem. Ind., 1921, 40, 286; cf. A., 1921, i, 847).—Examina- 
tion of the gases evolved during the reaction between chloroacetyl 
chloride and cellulose showed that hydrogen chloride alone is 
formed in the absence of water, but on treating the acetic acid 
solution of the cellulose esters with water, large quantities of 
formic acid are produced. The author concludes that the reaction 
proceeds in four distinct stages, and has succeeded in preparing 
compounds corresponding with all these stages in the case of 


glycerol. W. P.S. 


The Elimination of Furfuraldehyde from Oxycelluloses. 
The Solubility in Alkali and the Reduction Capacity of 
Oxycelluloses. Cari G. SchwaLBE and Ernst Becker (Zellstoff 
u. Papier, 1921, 1, 100—103; 135—139)—The yield of furfur- 
aldehyde on treatment with barium hydroxide is not a characteristic 
property of oxycelluloses, and there are marked differences in 
their copper number, acidity, and resistance to alkali. The values 
obtained indicate the existence of two classes of oxycelluloses, in 
which the predominating character is acidic and aldehydic respec- 
tively, whilst the former character is almost completely lacking 
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in the hydrocelluloses. Denitrated wood pulp and denitrated 
nitro-silk (Chardonnet silk) have the chemical character of the 


oxycelluloses and the hydrocelluloses respectively. 
CHEMICAL ABSTRACTS. 


Physico-chemical Characterisation of Lignin from Winter 
Rye Straw. Ernst Beckmann, Orto Lisscue, and Fritz LEu- 
waNnn (Biochem. Z., 1921, 121, 293—310; cf. A., 1921, i, 546).—The 
formula C4 9H,,0,; for lignin has been confirmed in a number of 
ways. There are four methoxyl groups present and on benzoylation 
four benzoyl groups enter the molecule. The sodium salt of lignin 
contains slightly less than two sodium atoms. The molecular 
weight in phenol and in boiling acetic acid and that of the sodium 
salt in water agrees with the above formula. Conductivity measure- 
ments show that lignin obeys the Ostwald valency rule. H. K. 


The Lignin-like Resins and Tannins of Spruce Needles. 
A. CLEVE von Ever (Cellulosechemie, 1921, 2, 128—135; 1922, 
3,1—7; cf. A., 1921, i, 769, 849; 1922, i, 100)—Powdered spruce 
needles were exhaustively extracted with 93° commercial methyl 
alcohol and the concentrated extract was divided into three fractions 
by means of ether. There were thus obtained: “crude fat,” 
soluble in ether, “‘ molasses,” the brown, aqueous bottom layer, 
and ‘‘ crude resin,’ an intermediate layer soluble in alcohol but 
not in ether. The crude fat contained, besides true resins and 
fats, about 29% of humus-like substances classified under the name 
of abiephyllic acids, consisting of allied derivatives of coniferyl 
aldehyde more or less condensed and partly hydrogenised. The 
crude resin, which amounted to not less than 10% of the weight 
of the needles, might be described as a hydrated form, partly 
hydrogenised, of lignin; that is to say, it is an allied substance, 
at a lower stage of condensation than the ordinary lignin of wood. 
Its composition, C=60-6, H=7-12%, has no relation to that of a 
true resin; it is, moreover, extremely susceptible to change, either 
spontaneously or by solution in alkali and reprecipitation by acid, 
giving a brownish-red product not unlike the phlobaphens derived 
from tannic acid. The alcoholic solution of the crude resin has the 
property of precipitating gelatin. A study of the constituents of 
the ‘‘ molasses ’’ soluble in water yielded a whole series of definitely 
pronounced tannins which have been fractionated and classified 
into components soluble and insoluble in ethyl acetate, some 
yielding uncoloured lead salts and others lemon-yellow lead salts. 
A comparison of this series of needle tannins with the series of 
bark tannins studied by Etti and Béttinger (Ber., 22, 753; 23, 647) 
revealed many analogies. The spruce-needle tannins are ketonic 
acids, most of them hydroaromatic, related to p-cumarylferulic 
acid or feruylferulic acid at various degrees of hydrogenation ; 
derivatives related to caffeic acid are also represented. Those 
giving colourless lead salts and insoluble in ethyl acetate are richest 
in hydrogen and those giving yellow lead salts are poorest. 
According to Klason’s hypothesis (A., 1920, i, 821), 6-lignin is a 
ketonic acid, not hydroaromatic, but otherwise very closely related 
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to this series of water-soluble spruce-needle tannins. The author 
formulates 8-lignin as a dihydroxyhydrocaffeylferulic acid. All 
these tannins and £-lignin are built up from more or less hydro. 
genised hydroxycinnamic acids. The author does not aceept 
Klason’s flavone constitution for «-lignin; he regards it as being 
very similar to 8-lignin, but built up from more or less hydrogenised 
hydroxycinnamic acids and aldehydes; the abiephyllic acids are 
built up of similar aldehydes, and the tannins of the crude resin 
of similar aldehydes and alcohols. The following formula might 
represent «-lignin, except that it includes two hydroxyls, instead 
of one as determined by Klason, 
OMe’C,H,(OH)-CH,-CH,*CO-C,H,(OH)(OMe)-CH:CH-CHO, 

and the tannins of the crude resin and abiephyllic acids would be 
derived from this by various additions of HO and H,. J. F.B. 


Preparation of Amines from Alcohols and Ammonia. 
EUGENIE SMOLENSKI and KazimiR SMOLENSKI (Roczniki Chemji, 
1921, 1, 232—243).—When the vapours of methyl, ethyl, or amy] 
alcohol react with ammonia in the presence of a dehydrating catalyst 
such as alumina or kaolin at about 300°, a satisfactory yield of 
primary, secondary, and tertiary amines is obtained. In the case 
of ethyl alcohol, secondary products consisting of ethylene and 
ethyl ether are also obtained. If the ratio of the quantities of 
alcohol to ammonia is about 2 mols: 1 mol, when the temperature 
is kept between 300° and 330°, a good yield of diethylamine is 
obtained. The total yield, after accounting for the alcohol which 
is regained, is 53% of amine, 25% of ether, and 20% of ethylene. 
Under the same conditions, ethyl ether and ammonia also give 
ethylamine. Good results are obtained with aromatic compounds; 
thus aniline and methyl alcohol at 350° in the proportion of 
1 mol. : 4 mols. give toluidines and xylidines, but if the temperature 
is kept below 330° and 10—20% of a salt of aniline is added, the 
yield of the homologues of aniline is practically zero. J.F.S. 


Action of some Acylic Halogenated Derivatives on Hexa- 
methylenetetramine. Marce, DELf&prinE and (MME) PIERRE 
JAFFEUX (Bull. Soc. chim., 1922, [iv], 31, 108—112).—With the 
exception of isopropyl iodide, secondary and tertiary alkyl] haloids 
do not form quaternary ammonium salts with hexamethylene- 
tetramine. Primary alkyl haloids do, but the ease of the action 
diminishes as the molecular weight increases. Aikyl haloids having 
the same molecular weight but differing in the branching of the 
chain differ in their reactivity. W. G. 


Condensation Products from Acid Haloids. IX. Ketenium 
Compounds. KE. WrprkiInDand CL. WEINAND (Ber., 1922, 55, [B], 
60—68 ; cf. Wedekind and Miller, A., 1909, i, 459).—It has been shown 
previously that isobutyryl chloride and phenylchloroacety] chloride 
are converted by triethylamine into dimethylketentriethylium, 
CMe,:CO,NEt,, and phenylchloroketentriethylium, CPhCl:CO,N Ets. 
The similar reactions with chloroacetyl chloride, bromoacetyl 
chloride, and dichloroacetyl chloride are now described. For this 
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type of compound the constitutions N Bis and N Eshop, 


have been advanced tentatively. The first of these, however, 
is excluded by the observation that dimethylketentriethylium 
is smoothly hydrogenated in the presence of platinum black 


to isobutaldehyde and triethylamine: N Es one, _— 
Ne —> CHMe,°CHO+NEt,. The incapability of 


existence of the assumed intermediate compound, combined with 
the improbability of the direct addition of a saturated tertiary 
amine at a C—O group, cause the authors to prefer the subsidiary 
valency formula, CR,:C:0 . . . NAlk,. An explanation is thereby 
afforded of the inability of the pre-formed keten to combine with 
triethylamine, since it is probable that in it the subsidiary valencies 
have to some extent compensated one another. 

[With M. Mrtier.}—Solutions of the requisite acid chloride and 
triethylamine are gradually mixed, when a violent reaction occurs ; 
the product is filtered and the residue extracted with benzene, 
whereby triethylamine hydrochloride remains undissolved. The 
ketenium compound is isolated by distillation of the residue left 
after removal of the solvent from the filtrate under diminished 
pressure. The yields are small. 

Chloroketentriethylium, CHCI:CO,NEt,, is an almost colourless 
liquid, b. p. 120—125°/10 mm. Bromoketentriethylium, a pale 
yellow liquid, b. p. 128—129-5°/18 mm., is transformed by hydro- 
chloric acid at 135° into triethylamine hydrochloride and bromo- 
acetic acid. It cannot be hydrogenated in the presence of palladium, 
towards which it behaves as a poison. Dichloroketentriethylium is a 
golden-yellow liquid, b. p. 142—145°/18 mm. It is decomposed 
by alcoholic potassium hydroxide solution with quantitative pro- 
duction of potassium chloride; carbon monoxide is not, however, 
evolved. H. W. 


The Action of Amino-acids on Sugars. L. Grinnut and 
J. WeBer (Biochem. Z., 1921, 121, 109—119).—The interaction 
between various amino-acids and sugars with special reference to 
melanoidin formation has been followed by a study of the formol 
titration, the optical activity, and reducing power. The reaction 
is in general very complex, and varies from case to case. H. K. 


Alkylation of the Anhydrides of Amino-acids. P. KARRER, 
Cu. GRANACHER, and A. SCHLOSSER (Helv. Chim. Acta, 1922, 5, 
139—141; cf. Sasaki and Hashimoto, this vol., i, 56).—Sarcosine 
anhydride is obtained in more than 50% yield by the protracted 
action of methyl iodide on the silver salt of glycine anhydride. 
An attempt to prepare the silver salt of leucine anhydride by the 
method used for the corresponding glycine compound was un- 
successful. 

In general, very marked differences are found in the behaviour 
of the anhydrides of various amino-acids for which, at present, a 
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satisfactory explanation cannot be given. Thus, for example, 
glycine anhydride and phenylalanine anhydride give sparingly 
soluble additive compounds with solutions of calcium chloride in 
alcohol, but this behaviour is not exhibited by leucine anhydride. 
H.W. 


Monochlorocarbamide. Preparation of Chlorohydrins by 
its Action on Ethylenic Hydrocarbons. ANpDR£& DET@UvF (Bull. 
Soc. chim., 1922, [iv], 34, 102—108).—Monochlorocarbamide may 
be obtained by the action of chlorine on carbamide in the presence 
of a small amount of water at 0°. By this method a certain amount 
of carbamide hydrochloride is also formed. The chlorocarbamide 
may be obtained in approximately 20% solution by passing chlorine 
through a solution of 120 grams of carbamide in 60 grams of water 
at 0°, in which 60 grams of powdered marble is suspended, until 
the theoretical amount of chlorine is taken up. The solution is 
then filtered. Such a solution, after the addition of 5% of acetic 
acid, readily reacts with ethylenic hydrocarbons, giving the corre- 
sponding chlorohydrins. For the latter action to take place, the 
solution of chlorocarbamide must be acid either from the addition 
of acetic acid or from the presence of carbamide hydrochloride. 


W.G. 


Preparation of Thiocarbamides. THE GoopYEAR TIRE 
AND RuBBER Co. (Brit. Pat. 164326).—In the preparation of sub- 
stituted thiocarbamides by the action of carbon disulphide on a 
primary amine, the speed of the reaction is greatly increased and 
a product of greater purity is obtained if the reaction is carried 
out at a temperature above the boiling point of carbon disulphide, 
but below that of the amine, by passing, for example, the super- 
heated vapours of carbon disulphide into the amine previously 
heated to the desired temperature. G. F. 


Isomeric Citraconyl MHydrazides. FReprrRick DaAnirEL 
CHaTTAWay and Deric WILLIAM PaRKEs (T., 1922, 121, 283—288). 


Simultaneous Reduction and Oxidation. III. Trans- 
formation of Halogenaldehydes into Aldehydes and Acids 
through Ketenes. ArtrHur K6rz and H. Ratuerrt (J. pr. Chem., 
1921, [ii], 103, 227—240; cf. A., 1913, i, 1309; 1915, i, 208).— 
68-Dichloro-«-acetoxyacrylonitrile when hydrolysed with strong 
sulphuric acid in the cold, gives $8-dichloro-«-acetoxyacrylamide, 
CCI,:C(OAc)-CO-NH,, needles, m. p. 122—123°. The nitrile on 
boiling with water gives dichloroacetic acid, acetic acid, and 
hydrogen cyanide, and when heated with ethyl alcohol at 150°, it 
gives dichloroacetic acid, acetic ester, and hydrogen cyanide. It 
also reacts readily with aniline to give the corresponding anilides 
and hydrogen cyanide, and not dichloroketen. Ethyl 8-dichloro- 
a-ethoxyacrylate, on the other hand, gives on boiling with water 
dichloroacetaldehyde, alcohol, and carbon dioxide. Dichloro- 
acetoxyacrylonitrile, on reduction with hydrogen in presence of 
colloidal palladium or platinum black, gives $8-dichloro-«-acetoxy 
propionitrile, CHCl,-CH(OAc)-CN, b. p. 42—438°/6 mm., and with 
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dry hydrogen chloride it gives «@8-trichloro-«-acetoxypropionitrile, 
CHCI,-CCl(OAc)-CN, b. p. 202°, which on hydrolysis gives di- 
chloroacetic acid, hydrogen chloride, and hydrogen cyanide, thus 
roving its structure. Dichloroacetoxyacrylonitrile, with alcoholic 
hydrogen chloride, gives the hydrochloride of the iminoether of 
48-trichloro-x-acetoxyacetic acid, CCl,H-CCl(OAc)-C(OEt):NH,HCI, 
m. p. 93—94°. Bromoacetaldehyde, when heated in a sealed tube 
with triethylamine, gives diketocyclobutane, b. p. 125—126°. 
Chloral does not, under similar conditions, eliminate hydrogen 
chloride and give dichloroketen. W. O. K. 


Aliphatic Diazo-compounds. XXIV. Organic Phosphorus 
Compounds. VI. Preparation and Reactions of Phos- 
hazines. H. STaupINGER and G. LiiscuserR (Helv. Chim. Acta, 
1922, 5, 75—86).—A continuation of the work of Staudinger and 
Meyer (A., 1920, i, 105). The aliphatic diazo-compounds do not 
exhibit great differences in the readiness with which they combine 
with tertiary phosphines to give phosphazines. The latter are 
hydrolysed with greater or less readiness by water into hydrazones 
and phosphine oxides. They all decompose with evolution of 
nitrogen when heated, but the formation of phosphinemethylenes 
thereby is not observed except in the case of triphenylphosphine- 
benzophenoneazine (loc. cit.). Clear proof is adduced that the 
initial change consists of a dissociation of the compound into its 
constituents, since volatile diazo-compounds can be distilled un- 
changed from the difficultly volatile triphenylphosphine when the 
compounds are heated carefully in a vacuum. 

Triphenylphosphinebenzilazine, PPh,:N-N:CPhBz, a yellow, crystal- 
line powder, m. p. 115—117° (decomp.), is obtained in 83% yield 
by mixing benzoylphenyldiazomethane and triphenylphosphine in 
ethereal solution. It is hydrolysed readily by alcohol (90%) to 
triphenylphosphine oxide and benzilhydrazone. It is decomposed 
by heat in a complicated manner, giving nitrogen, triphenylphos- 
phine, triphenylphosphine oxide, possibly benzonitrile, and a dark 
brown resin. 

Ethyl triphenylphosphineglyoxylate-azine [from triphenylphos- 
phine and ethyl diazoacetate (cf. Staudinger and Meyer, loc. cit.)] 
is hydrolysed with great readiness to triphenylphosphine oxide 
and ethyl anti-glyoxylatehydrazone, m. p. 38°, thus indicating 


, .  CO,Et-CH 
th - 2 he ' 
e anti-configuration, i -N:PPh,’ for the phosphazine. It 
decomposes at 200° with liberation of about half the total quantity 
of nitrogen; when distilled at 140° in a vacuum, it yields ethyl 
diazoacetate and triphenylphosphine. 
Triphenylphosphine and methyl benzoyldiazoacetate react with- 
out development of heat to give the phosphazine, 
PPh,:N-N:C(COPh)-CO,Me, 
a pale yellow, crystalline powder, m. p. 132-5—133° (decomp.). 
It is converted by alcohol (90%) into the substance, C,,H,,O,NoP, 
m. p. 95-5—96-5°. It gives nitrogen, triphenylphosphine, tripheny]l- 
phosphine oxide, and resinous matter when heated. 
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Triphenylphosphine and methyl cinnamoyldiazoacetate yield the 
phosphazine, PPhs:-N-N:C(CO,Me)-CO-CH:CHPh, a pale yellow solid, 
m. p. 174°. 

Ethyl triphenylphosphineacetylglyoxylate-azine, 

PPh,-N-N-CAc:CO,Et, 
yellow crystals, m. p. 90°, is hydrolysed readily by atmospheric 
moisture. It decomposes completely when heated under atmo. 
spheric pressure; it regenerates its components when heated in a 
vacuum. 

Triphenylphosphine and ethyl diazomalonate react comparatively 
slowly to give the phosphazine, PPhg:N:N:C(CO,Et),, almost colour. 
less crystals, m. p. 128° (decomp.). It is very sensitive towards 
moisture and is hydrolysed readily to ethyl mesoxalatehydrazone 
and triphenylphosphine oxide. Towards heat, it behaves in the 
same manner as the preceding compound. The corresponding 
phosphazine, PPh,:N-N:C(CO,Me),, a pale yellow, crystalline mass, 
m. p. about 92°, crystallises more readily than the ethyl compound, 
but, like the latter, is extremely sensitive to moisture. It dis. 
sociates into its components when heated in an absolute vacuum. 

Triphenylphosphine and benzoylacetyldiazomethane give the 
phosphazine, PPh,:-N-N:CAcBz, dark yellow crystals, m. p. 128°, 
which is hydrolysed by boiling dilute alcohol with the formation 
of benzoylacetylketonehydrazone, NH,*N:CAcBz, colourless crystals, 
m. p. 111—112°; it decomposes completely when heated. 

Triphenylphosphinedinitroquinoneazine (annexed formula), bril- 

C:N-N:PPh, — Pn crystals, decomp. “gr 1 is - 
iss pared from its components in chloroform solu- 
C:0 tion. Relatively, it is an extremely stable 

NOs substance, possibly owing to its sparing solu- 

O bility; protracted heating with aqueous alcohol 
converts it into triphenylphosphine oxide and smeary products. 

Further investigation of the decomposition of triphenylphos- 
phinefluorenoneazine by heat has shown that the main product is 
the ketazine, m. p. 264°; triphenylphosphinediphenylenemethylene, 
m. p. 274°, is produced in minor amount, but the method is unsuit- 
able for its preparation for this reason, and also because of the 
difficulty of separating it from the ketazine by crystallisation. 

H. W. 


Aliphatic Diazo-compounds. XXV. Ketens. XXXVIII. 
Aliphatic Diazo-compounds and Ketens. H. SravupincEr 
(Helv. Chim. Acta, 1922, 5, 87—103).—A theoretical paper. Further 
investigation has led the author to modify his view of the consti- 
tution of the aliphatic diazo-compounds (A., 1916, i, 847), which 
are now formulated in accordance with the manner proposed by 
Angeli and Thiele. Compounds with the group :<NiN, which are 
derived from the unsaturated nitrogen molecule, are termed azens. 
This class of compound shows a great variety of chemical actions, 
some of which are common to all members of the class, whereas 
others are limited to particular members. The observations may 
be explained by the assumption that the azens contain two re- 
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ytive points, as indicated by the schemes A‘N?N< and A:N:N, 


respectively. Reactions occurring at the terminal nitrogen atom 
first scheme), such as the addition of phosphines, reduction of 
liphatic diazo-compounds and azides and addition of Grignard’s 
reagents, are common to all azens, since an alteration in the nature 
or substitution of the first atom has relatively little influence on 
the third atom. Great differences in the reactivity of the different 
zens are observed, on the other hand, in many reactions which 
are considered to be based on compounds formulated in accord- 
ance with the second scheme; instances are afforded by (1) the 
addition of unsaturated compounds which is presumed to occur 
thus, R,C—N=N+A—B apy Oe RCC ; (2) the action 


of compounds HR (acids, water, alcohols, and amines) proceeding 
—N—=N 
according to the scheme R,C—N=N-+HCl — R,C—N—NH 


Cl 

R,CHCI+-N,; (3) the addition of halogen, acid chloride, or nitrogen 
dioxide. Reduction may occur in accordance with either scheme, 
the course of the changes being dependent on the particular azen 
and the reducing agent employed. A number of reactions cannot 
be explained by either scheme; in all of these the azens react with 
salts. 

Carbonylen compounds resemble the azens closely in_ their 
general reactions, which may be referred to the two schemes 


s 3 1 
R,C—C—0, R-N=C—O or R,C—C=—O<2, R-N=C—O<! and 
R,C—C—O, R-N=C=O. Those occurring in accordance with the 
first scheme are but little affected by substituents at the third 
atom, and are exemplified by the action with phosphineimines, 
CH,—C—0+-PR,=NPh —> CH,:C:NPh+PR,0, the addition of 
tertiary phosphines, CPh,—C=O«-+PEt, —> CPh,—C—O=PEt,, 
and the action of compounds of the type HR, such as water, alcohol, 


acids, and primary and secondary amines. Reactions occurring 
in accordance with the second scheme are affected greatly by the 
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presence of substituents at atom 3; typical instances are afforded 
by the behaviour towards oxygen and unsaturated compounds such 
as ethylene derivatives, Schiff’s bases, carbonyl compounds, 
thioketones, and nitroso-compounds, by the polymerisation of 
ketens and by the decomposition of carbonylens by heat. 

The similarity of azens and carbonylens extends to colour and 
to absorption spectrum. Further consideration of unsaturated 
substances leads to the recognition of the existence of two distinct 
groups, which are influenced differently by substituents, frequently 
in a reversed direction; one class includes the ketens and diazo- 
compounds, whereas the other comprises the carbonyl compounds 
and their nitrogenous derivatives, such as the hydrazones, Schiff’s 
bases, ketazines, and phosphazines. These differences are most 
readily explained in accordance with Thiele’s theory of partial 
valencies. In the cases of the highly reactive o-diketones and 
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unsaturated ketones, there is a strengthened partial valency at 
the end of the conjugated system 0=—C—C—9, which accounts for 


both the increase in the colour and enhanced activity. In the 
less reactive carbonyl substituted ketens and carbonyl substituted 
and unsaturated diazo-compounds, conjugation influences the 
second atom, which has but little effect on the reactivity, whereas 


Ketens. XXXIX. Aliphatic Diazo-compounds. XXVI. 
Behaviour of Ring Systems. H. StavupincER (Helv. Chim. 
Acta, 1922, 5, 103—108).—A general review of the stability of 
cyclic compounds formed from carbonylens and azens and 
unsaturated substances. 

The four-membered rings, obtained in large number from di- 
phenylketen and unsaturated compounds, are shown in tabular 
form; a general conception of the dependence of stability of these 
structures on the members of the ring cannot be given, but the 
effect of substituents is very marked. Five-membered rings are 
formed from azens and unsaturated compounds, which, in general, 
are exceedingly unstable and immediately lose nitrogen, with the 
production of three-membered rings. The five-atom rings contain- 
ing one double bond are less stable than similar rings with two 
double bonds. Heterocyclic rings containing three atoms are less 
stable than the trimethylene derivatives; the influence of substi- 
tuents is very marked, and requires further investigation. 

H. W. 


A New Process for the Preparation of Cadmium Dimethyl. 
EK. DE MaAnueR (Bull. Soc. chim., 1922, [iv], 31, 125).—Cadmium 
iodide and magnesium methyl iodide readily react in ethereal 
solution at the ordinary temperature, giving cadmium dimethyl 
and magnesium iodide. The cadmium dimethyl, b. p. 105°/760 mm., 
is readily separated by fractional distillation. W.G. 


Stereoisomerism of Cyclic Hydrocarbons. A. Sxira and 
A. Scuenck (Ber., 1922, 55, [B], 144—152).—If Auwer’s hypothesis 
(A., 1920, i, 721) that the reduction of aromatic hydrocarbons by 
Sabatier’s method and in the presence of platinum leads to the 
formation of trans- and cis-derivatives respectively is correct, it 
must be possible to prepare a large number of previously unknown 
cyclic hexamethylenes by the latter process. For this purpose, 
a modification of the catalyst is, however, necessary, since the 
addition of water, which is necessary for the solution of the catalyst 
protected by gum arabic, causes the separation of the hydrocarbon. 
A glacial acetic acid reversible platinum colloid in which the 
metal is deposited on pure gelatin has therefore been introduced 
(the details of the preparation will be described later), with 
which it is possible to secure the smooth reduction of benzenoid 
hydrocarbons to hexamethylenes. 
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Reduction of the three xylenes is effected by dissolving the 
hydrocarbon in glacial acetic acid and adding successively solutions 
of chloroplatinic acid and gelatin in glacial acetic acid and colloidal 
platinum solution ; hydrogenation is completed rapidly at 80° 
under an excess pressure of three atmospheres. In each case a 
mixture is obtained which is separated by repeated fractional 
distillation into its components, the purity of which is controlled 
by observation of the molecular coefficient of refraction. The 


“Hfollowing constants are recorded: 1°: 2°-dimethylcyclohexane, 


b. p. 126-5°, d? 0-786, nj 1-43114; I: 2'-dimethylcyclohexane, 
b. p. 124°, d? 0-780, nj) 1-43037; 1° : 3°-dimethylcyclohexane, b. p. 
121-5°, d?? 0-775, ni} 1-42609; 1°: 3'-dimethylcyclohexane, b. p. 
119°, d? 0°772, nf 1-42470; 1°: 4°-dimethylcyclohexane, b. p. 
121-5, d? 0-773, n# 1-42300; 1°: 4!-dimethylcyclohexane, b. p. 
119-5°, d? 0-769, nj} 1-42095. The constants of the trans-series 
are identical with those of the products obtained by von Auwers 
by Sabatier’s method. p-Cymene is reduced exclusively to 
1'-methyl-4°-isopropylcyclohexane, b. p. 168-5°, d? 0-816, ni} 1-45149. 

1¢ : 2¢ : 4°-Tetramethylcyclohexane, b. p. 146°, d? 0-790, nz 1-43314, 
is obtained a sole product of the reduction of y-cumene by the new 
process; it is identical with the substance obtained recently (A., 
1919, i, 578) by the catalytic reduction of y-cumenol in acid solution, 
and differs markedly from the 1°: 2°: 4'-isomeride obtained by 
von Auwers by Sabatier’s method. The 1°: 2: 4-csomeride, b. p. 
140°, d? 0-774, nj} 1-42916 is prepared by the reduction of tetra- 
hydro-y-cumene (from  cis-l1-hydroxy-cis-2 : 4 : 5-trimethylcyclo- 
hexane) with sodium and alcohol. 

The differences observed with the cyclohexenes are similar to 
those with the saturated cyclic hydrocarbons. Thus the 1:2: 4- 
trimethyleyclohexene derived from cis-1-hydroxy-cis-2 : 4 : 5-tri- 
methyleyclohexane in contrast to the stereoisomeric hydrocarbon 
obtained by von Auwers (loc. cit.) by Sabatier’s method has a 
pronounced cis-form, the constants being b. p. 147°, d? 0-814, 
np 1-44905 for the former and b. p. 145°, d? 0-805, nf 1-44820 
for the latter. 

cis-1-Hydroxy-cis-2 : 4 : 5-trimethylcyclohexane is converted into 
the corresponding ketone, which is converted by magnesium methyl 
iodide into the tertiary alcohol; the latter is transformed by phos- 
phorus pentachloride into a tetrahydrodurene, b. p. 169°, d;’ 0-828, 
ny 1-46053. In all probability it is the 1°: 2°: 4: 5-compound, 
whereas the isomeride, b. p. 166°, d? 0-817, nj} 1-45722, obtained 
by von Auwers by Sabatier’s method, has the 1°: 2: 4: 5-con- 
figuration. H. W. 


Action of Sodium Sulphite on Nitrobenzene. SryEwerz 
and Vienat (Compt. rend., 1922, 174, 296—299)—When nitro- 
benzene in suspension is boiled with a 10—20% solution of sodium 
sulphite, it gradually disappears, the solution becoming orange- 
coloured and ammonia being evolved. From the solution, a 
compound can be isolated which is apparently identical with 
-aminophenol-3-sulphonic acid (cf. Schultz and Stable, A., 1904, 
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, 597). Phenylhydroxylaminesulphonic acid is probably formed 
as an intermediate product, and, being unstable, is transformed 
into the aminophenolsulphonic acid. The coloration is probably 
due to the formation of an azoxybenzene, and may be suppressed by 
adding sodium hydrogen carbonate to the sulphite solution. 

W. G. 


The Products of Nitration of Toluene. Wit.i1am Howizsoy 
Gipson, ResBeccA DuckHaM, and RutH Farrpairn (T., 1922, 
121, 270—283). 


Reductions with Titanium Trichloride. Hans Ratuspure 
(Ber., 1921, 54, [B], 3183—3184).—The following nitro-compounds 
are completely reduced by titanium trichloride according to the 
method of Knecht and Hibbert in boiling, concentrated hydro. 
chloric acid solution in a current of carbon dioxide:  s-chloro. 
trinitrobenzene, trinitroresorcinol, trinitrophenylhydroxylamine, 
picramide, m-dinitro-o-dinitrosobenzene, picramic acid, tetra. 
nitrophenol (+4H,O), trinitrophloroglucinol (+4H,O). Over. 
reduction is observed with hexanitrotetrahydroxydiphenyl. If 
account is taken of the partial reduction of other groups which 
are present in addition to the nitro-radicles, trinitrophenyldiazo. 
imide, dinitrodiazophenol anhydride, and the substance, C,H,0,N,, 
from hexamethylenetetramine can be reduced smoothly in accord. 
ance with the schemes : 

(i) CgH,(NO,),N,+20TiCl, —> C,H,(NH,)s°-N(NH), ; 

(ii) CgH,O(NO,).°N,+13TiCl, —> C,H,O(NH,).°N-NH,; 

(iii) C;H,N3(NO,),+12TiCl, —> C,H,Ng. 
Complete reduction occurs also with the following salts and salt- 
like compounds, a disturbing influence due to the metallic ion 
not being observed: lead styphnate (+1H,O), lead picrate, and 
the potassium compounds of dinitrodinitrosobenzene (--0-25H,0) 
and tetranitrophenol (-++-1H,0). H. W. 


The Electrochemical Oxidation of o-Toluenesulphonamide. 
Fr. Ficuter and Hans LOwe (Helv. Chim. Acta, 1922, 5, 60— 
69).—An examination of the possibility of converting o-toluene- 
sulphonamide into “saccharin ”’ by electrochemical oxidation. 

Electrolysis of solutions of o-toluenesulphonamide in an excess 
of aqueous sodium hydroxide at platinum, nickel, or copper anodes 
(cf. D.R.-P. 85491) does not lead to the formation of more than 
slight traces of “saccharin”; the sulphonamide appears to be 
completely decomposed with the formation of sodium sulphate as 
the sole isolable product. 

Electrolysis of o-toluenesulphonamide, partly suspended and 
partly dissolved in 0-5N-sulphuric acid, at 60° with anodes of 
platinum gauze, graphite, or lead coated with lead peroxide in a 
divided cell in which the cathode is formed of a lead cylinder in- 
mersed in 2N-sulphuric acid causes the separation of ammonia, 
which is not due to hydrolysis and the production of small quantities 
of “saccharin.” It is thus shown to be possible to oxidise the 
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methyl to the carboxy-group. For the successful production of 
“saccharin,” however, it is necessary to secure the smooth oxidation 
of the methyl radicle and to protect the sulphonamide group during 
the process so as to secure the ultimate formation of the sulphon- 
imide ring. The first point is investigated by examining the 
oxidation of o-toluenesulphonic acid in 0-5N-sulphuric acid solution 
at a rotating anode of lead covered with lead peroxide. It is 
found that the substance is not transformed smoothly into o-sulpho- 
benzoic acid. A portion of it is oxidised to phenolic substances 
which still contain the sulphonic group; according to analyses of 
the barium salts, the phenolic substances and the products which 
are not precipitable with lead acetate are sulphocarboxylic acids. 
The electrolytic oxidation of o-toluenesulphonic acid proceeds 
therefore beyond the o-sulphobenzoic acid stage, and, for the 
preparation of “‘ saccharin,” it is necessary to protect the oxidised 
product by ring closurc immediately the methyl is converted into 
carboxyl. Electrolysis of benzenesulphonamide, o-toluenesulphon- 
amide, and “‘saccharin”’ in 0-5N-sulphuric acid solution at a 
platinum gauze anode proves that neither the sulphonamide nor the 
silphonimide group is stable under these conditions. These groups, 
however, can be considerably protected by the use of ammoniacal 
solutions in which the ammonia functions as “ relative depolariser ”’ ; 
thus, o-toluenesulphonamide is converted in 4N-ammoniacal solu- 
tion in the presence of ammonium sulphate at 40° and at a platinum 
gauze anode into “saccharin,” the material yield being 43-7% 
and the current yield 9-2°%. The most favourable results, however 
(material yield 75-4%%, current yield 42-6%), are obtained by the 
electrolysis of o-toluenesulphonamide dissolved and suspended in 
2N-sodium carbonate solution at about 60° with a platinum gauze 
anode and rotating lead cathode, which secures efficient agitation 
of the mixture; a porous cell is unnecessary. The success of the 
method does not depend on the intermediate formation of potassium 
percarbonate. H. W. 


Theory of the cis-trans-Isomerism of Decahydronaph- 
thalene. Ernst Mour (Ber., 1922, 55, [B], 230—231).—Will- 
sitter and Waldschmidt-Leitz, in a recent discussion of the 

theoretically possible 

H CH,-CH, number of isomerides in 

EW | H completely hydrogenated 

A CH,—CH, H\ naphthalene derivatives, 

have expressed the opinion 

H that only the cis-form (I) 

is capable of existence (A., 

1921, i, 667). Since, how- 

ever, the author has been 

able to construct a model for both cis- and trans-tetrahydronaph- 

thalene (II) which is completely free from strain (cf. A., 1919, ii, 

229), he considers that the ultimate experimental realisation of the 
'rans-isomeride is possible. H. W. 
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Certain Chloronaphthalene Derivatives. P. FRIEDLANDz, 
S. Karamessinis, and O. ScHENK (Ber., 1922, 55, [B], 45—52)— 
The chlorination of nitronaphthalenesulphonic:acids leads to the 
elimination of the sulphonic group which is replaced by chlorine, 
The reaction is not quite quantitative, since, even with the calcu. 
lated quantity of the reagents, a certain amount of oxidation occurs, 
leading apparently to the production of chloroquinones, which, 
however, are readily separated from the chloronitronaphthalenes 
by means of alkali. 

Gradual addition of an aqueous solution of sodium chlorate at 
90—95° to a solution of sodium 1-nitronaphthalene-5-sulphonate 
in aqueous hydrochloric acid yields 5-chloro-1-nitronaphthalene, 
almost colourless needles, m. p. 111°; it is preferable to remove the 
chloronitronaphthalene from the mixture as it is formed by means 
of di-(tri-)chlorobenzene. 5-Chloro-a-naphthylamine crystallises in 
long, colourless needles, m. p. 85°, whilst its acetyl derivative forms 
hexagonal prisms, m. p. 128°. The crude chloronitronaphthalene 
contains small amounts of 1 : 4 : 5-trichloronaphthalene, m. p. 133°. 
1-Nitronaphthalene-8-sulphonic acid is transformed similarly into 
8-chloro-1-nitronaphthalene. 

2-Nitronaphthalene-4 : 8-disulphonic acid is the main product 
of the nitration of naphthalene-1 : 5-disulphonic acid (the sodium 
salt, lustrous needles, and the sparingly soluble bariwm salt, 
C,9H;O,NS,Ba, are described); it is converted by chlorination 
into 4 : 8-dichloro-2-nitronaphthalene, long, yellow needles, m. p. 
132°. The latter is reduced by stannous chloride or iron and 
hydrochloric acid to 4 : 8-dichloro--naphthylamine, colourless needles, 
m. p. 132—133° (the hydrochloride, and the acetyl derivative, colour- 
less needles, m. p. 265°, are described). The base can be diazotised 
in concentrated sulphuric acid solution, from which the diazonium 
sulphate is precipitated by addition of water in small, pale yellow 
_ needles. The latter couples normally with phenols and naphthols; 

it is transformed by boiling dilute sulphuric acid into 4 : 8-dichloro- 
8-naphthol, colourless needles, m. p. 158—159° (methyl ether, needles, 
m. p. 93°), and by hydrochloric acid and cuprous chloride into 
2:4: 8-trichloronaphthalene, yellow needles, m. p. 94°. 

4 : 8-Dichloro-1-nitronaphthalene, pale yellow needles, m. p. 142°, 
is prepared by the chlorination of 1-nitronaphthalene-4 : 8-disul- 
phonic acid or of 4-chloro-1-nitronaphthalene-8-sulphonic acid 
(the latter appears to be the sole product of the nitration of 1-chloro- 
naphthalene-5-sulphonic acid; the sodium salt is described. It is 
reduced to 4-chloro-«-naphthylamine-8-sulphonic acid, rhombic 
crystals, the sodium salt of which is sparingly soluble in water). 
4 : 8-Dichloro-«-naphthylamine crystallises in long, slender needles, 
m. p. 113°, and yields an acetyl derivative, m. p. 163°. 

5 : 8-Dichloro-l-nitronaphthalene, m. p. 93° (5: 8-dichloro-a- 
naphthylamine, m. p. 104°, and its acetyl derivative, hexagonal 
prisms, m. p. 202°), is prepared by the chlorination of the product 
of the nitration of 1-chloronaphthalene-4-sulphonic acid. The 
production of two isomeric nitro-acids during the latter process 
is most conclusively demonstrated by their reduction to the 
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readily soluble 8-chloro-1-aminonaphthalene-5-sulphonic acid (the 
50,0 constitution of which follows from its conversion by 
INN sodium amalgam into 8-chloro-«-naphthylamine) and 


the sparingly soluble 5-chloro-1-aminonaphthalene-8-sul- 
a8 phonic acid, which is converted by boiling its diazotised 
A \4 solution into the sulphone (annexed formula), colourless 
C needles, m. p. 184°. 

4-Chloro-1 : 8-dinitronaphthalene, m. p. 180°, is prepared from 
| :8-dinitronaphthalene-4-sulphonic acid (the sodiwm salt and the 
corresponding sulphonyl chloride, pale yellow needles, m. p. 152-5°, 
of the latter are described). 

When similarly chlorinated, 1 : 8-dinitronaphthalene-3 : 6-di- 
sulphonic acid and 1 : 5-dinitronaphthalene-3 : 7-disulphonic acid 
do not yield precipitates. H. W. 


Vapour Pressure Determinations on Naphthalene, Anthra- 
cene, Phenanthrene, and Anthraquinone between their 
Melting and Boiling Points. O. A. NELson and C. E. SeNsEMAN 
(J. Ind. Eng. Chem., 1922, 14, 58—62).—Few determinations of 
vapour pressure have been carried out with most of the solid 
hydrocarbons between the temperatures of their melting and 
boiling points, or above. Vapour-pressure determinations over a 
range of temperatures have now been carried out on naphthalene, 
anthracene, phenanthrene, and anthraquinone, using Smith and 
Menzies’s dynamic isoteniscope (A., 1910, ii, 1037), and tables and 
curves of observed vapour pressures of these compounds are 
recorded. Boiling-point determinations on anthracene, phenan- 
threne, and anthraquinone gave anthracene, b. p. 342°; phenan- 
threne, b. p. 340-2°; anthraquinone, b. p. 379-8°. F. M. R. 


Perylene. F. Hanscire (U.S. Pat. 1384615; cf. A., 1920, i, 
541).—A high yield of perylene is obtained by treating 2-derivatives 
of naphthalene or of 1: 1'-dinaphthyl with halogenating agents 
such as the halogen compounds of phosphorus, antimony, arsenic, 
or aluminium to obtain 2-substituted halogen derivatives, and then 
transforming the latter into perylene by the action of ring-closing 
reagents such as aluminium chloride or by the “‘ pyrogene synthesis.” 
A reducing flux such as phosphorous acid is preferably used in the 
process and it may be carried out as a single operation with isolation 
of the intermediate halogen derivatives, or, if desired, the latter 
may be separately obtained and used as starting materials for the 
last stage of the process. Among the starting materials which 
may be used are 2 : 2’-hydroxy-1 : 1’-dinaphthyl and 2 : 2’-dichloro- 
1: 1’-dinaphthyl. CHEMICAL ABSTRACTS. 


Condensations of Acetylene. I. Elucidation of the Con- 
stitution of Cuprene. H. P. Kaurmann and M. ScHNEIDER 
(Ber., 1922, 55, [B], 267—282)—Cuprene has been obtained 
previously by several observers by the decomposition of acetylene 
in the presence of reduced copper or oxides of copper, but the 
elucidation of its constitution has been rendered difficult by the 
poverty of the yield, the insolubility of the product, and the 
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difficulty with which it is attacked by reagents. A more potent 
catalyst has now been found in the residue obtained by heating 
anhydrous copper ferrocyanide in a current of air at 250° during 
fifteen minutes, which is approximately three times as active as 
reduced copper. The optimal temperatures for reduced copper, 
cupric oxide, cuprous oxide, and copper ferrocyanide residue are 
240—250°, 230—240°, 230—240°, and 240—250°, respectively, 
The product of the reaction has a differing colour, dependent on 
the duration of heating and the particular contact agent. The 
residue obtained with decomposed copper ferrocyanide is yellow 
to pale brown, whereas that prepared with other catalysts is 
darker in shade, the portions richer in copper being dark brown to 
black. The latter are converted into paler products poorer in 
copper by further treatment with acetylene. With a short period 
of heating the product is loose and voluminous, but becomes more 
compact when the heating is protracted. It is frequently spon- 
taneously inflammable at 100—150°, but this property is not due 
to cuprene itself, but to finely-divided pyrophoric metal. A liquid 
condensation product is deposited in green, oily drops on the cooler 
portions of the tube; the further investigation has been prevented 
by the small quantity available. Copper can only be removed 
from the solid product with great difficulty by treatment with 
hydrochloric acid (20%), and it is necessary to use aqua regia to 
obtain specimens the copper content of which is so small that it 
can be neglected in the analysis. The composition of cuprene is 
not uniform, varying between (C,,Hj), and (C,;H19)z. The main 
factor in the formation of the different types of cuprene is the 
uncontrollable oxidative action of the oxygen. The formation of 
cuprene cannot at present be completely explained, but it appears 
most probable that a copper acetylide is formed intermediately 
which decomposes into cuprene without explosion; the uniform 
distribution of the metal throughout the product is otherwise 
difficult to account for. 

Cuprene is attacked violently by very concentrated nitric acid. 
It dissolves very slowly in boiling 50% nitric acid, and the clear 
yellow solution, when neutralised with ammonia and concentrated, 
yields ammonium mellitate. If the acid solution is diluted largely 
with water, a brown, mellogen-like precipitate is obtained which 
is transformed into mellitic acid by nitric acid (80%) and into 
benzoic acid by dry distillation. The filtrate from the brown 
precipitate is neutralised by barium hydroxide, whereby an in- 
separable mixture of barium salts is obtained from which naph- 
thalene is produced by dry distillation. Cuprene is not attacked 
by dilute solutions of bromine in water or organic media, whereas 
the action of elementary bromine causes carbonisation with 
elimination of hydrogen bromide. It may, however, be brominated 
by heating a paste of it with water and bromine at 100—130° in 
the presence of iron bromide. Since cuprene itself is not homo- 
geneous, it is not surprising that the composition of the brominated 
product depends on the experimental conditions adopted. One 
such substance, prepared by extracting the crude product with 
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alcohol and subsequent treatment of the residue from the alcoholic 
solution with ether, forms a pale yellow, 
amorphous powder, analyses and determinations 
of the molecular weight of which agree with 
the formula C,,H,,Br,. It is converted by nitric 
acid into mellitic acid. It appears, therefore, to 
be a hexabromohexahydrotriphenylene (annexed 
formula), in which the position of the bromine 
atoms is not established. All attempts to isolate 
the parent hydrocarbon by removal of the 
bromine atoms were unsuccessful, since the 
residue (immediately after loss of bromine) became polymerised to 


a hydrocarbon resembling cuprene. H. W 


The System : Acetanilide-Water. N.Scuoori and F. N. B. 
pe WEERD (Rec. trav. chim., 1922, 44, 15—20).—The acetanilide— 
water system exhibits a region of heterogeneous equilibrium which 
is situated above the ordinary temperature and connects the solu- 
bility and depression of freezing-point curves. The temperature 
limits of this region are 83-2° and 144°, and the composition limits 
from 5-2°% to 87% of acetanilide. At 144°, the highest temperature 
at which the system is heterogeneous, the composition is 40% 
acetanilide, 60% water. H. J. E. 


Aniline Glucoside (Glucose Anilide). TH. SABALITSCHKA 
(Ber. dewt. Pharm. Ges., 1921, 34, 489—445).—Acetobromoglucose 
reacts with aniline at ordinary temperatures, and after twenty- 
four hours the initially clear solution sets to a solid mass from 
which aniline tetracetyl-d-glucoside was isolated in long needles, 
m. p. 95—96°, [«]# —59-5 (after twenty-four hours). On hydrolysis 
in methyl alcoholic solution with barium hydroxide, it was con- 
verted into aniline-d-glucoside, which accordingly has the y-oxidic 
structure OH-CH,-CH(OH)-CH-CH(OH)-CH(OH)-CH-NHPh. The 

O 


substance was deposited from organic solvents as a gelatinous mass 
which dried to a white, amorphous powder, m. p. 147°, [«]#? —52-4° 
(in methyl alcohol) constant after four days. Aniline-d-glucoside 
thus prepared was identical with glucose anilide, obtained by the 
direct. action of aniline on dextrose, to which the structure of a 
Schiff’s base had-originally been ascribed, and the correctness of 
Sorokin’s (A., 1888, 807) and, later, of Irvine’s views (T., 1908, 
93, 95, 1429) of the constitution of this substance as a glucoside 
is thus confirmed. G. F. M. 


6-Amino-«-naphthol-5-sulphonic Acid (A-acid) and its 
Derivatives. Hans Tu. Bucuerer and Rupotr WauL (J. pr. 
Chem., 1921, [ii], 103, 129—162).—2-Naphthylamine-1 : 5-disul- 
phonic acid, which may be obtained by treating 2-naphthylamine- 
l-sulphonic acid with fuming sulphuric acid at 30—40°, is con- 
verted into its potassium salt and fused with potassium hydroxide 
to give 6-amino-a-naphthol-5-sulphonic acid (A-acid). The yield 

k 2 
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and nature of the by-products (6-amino-«-naphthol, 1 : 6-dihydroxy. 
naphthalene, and 1 : 6-dihydroxynaphthalene-5-sulphonic acid) 
vary with the exact conditions employed. A-acid forms a 
characteristic orange diazonium salt. 2-Naphthylamine-] : 5. 
disulphonic acid, on heating with 75% sulphuric acid, gives 
8-naphthylamine and 2-naphthylamine-5-sulphonic acid and with 
sulphuric acid monohydrate, 2-naphthylamine-5-, -6-, and -7. 
sulphonic acids. A-acid with mineral acids gives 6-amino-z. 
naphthol. On sulphonation with concentrated sulphuric acid a 
mixture of 6-amino-«-naphthol-2 : 5-disulphonic acid and 6-amino. 
a-naphthol-4 : 5-disulphonic acid are obtained. With acetic an. 
hydride, 6-acetylamino-«-naphthol-5-sulphonic acid is formed, with 
benzoyl chloride 6-dibenzoylamino-a-naphthol-5-sulphonic acid, with 
toluenesulphonyl chloride it forms the expected produc, 
C,,H,;0,NS,, and with carbonyl chloride the — a 


Rearrangements of some New Hydroxamic Acids Related 
to Heterocyclic Acids and to Diphenyl- and Triphenyl-acetic 
Acids. LaupEeR W. Jonzs and CHartes D. Hurp (J. Amer. 
Chem. Soc., 1921, 43, 2422—2448).—An interpretation of the 
mechanism of the Beckmann rearrangement is proposed, based on 
Langmuir’s theory of the atom. The stages in the rearrangement 
are pictured as follows, in which Fig. 1 represents the intermediate 


-R : : 
¢ mie ec od. =o 
(I.) (II.) (III) 


univalent nitrogen derivative and Fig. III the carbimide stage in 
the rearrangement. As a further hypothesis to explain why one 
radicle, R, will migrate more readily than another radicle, R’, the 
authors suggest that the relative ease of arrangements of the 
Beckmann type is dependent on the tendency for the radicle B, 
in the univalent nitrogen derivative, such as [R-CO-N], to exist 
as a free radicle. This hypothesis finds support in the results 
obtained for the relative ease with which the sodium and potassium 
salts of the acyl esters of diphenylacethydroxamic acid and 
triphenylacethydroxamic acid undergo rearrangement. The salts 
of the tripheny] derivative undergo rearrangement the more readily. 

Two new methods of preparing hydroxamic acids are described. 

In the first, by the action of free hydroxylamine on a keten such 
as diphenylketen, the corresponding hydroxamic acid is obtained, 

CPh,:CO+NH,-OH=CHPh,°CO-NH-OH. 

The second method is a modification of the one usually employed, 
namely, the action of acid chlorides on hydroxylamine in aqueots 
solution. If a neutral solvent, such as benzene, is used in place of 
water, a quantitative yield of the monohydroxamic acid is obtained. 
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Diphenylacethydroxamic acid, CHPh,-CO-NH:OH, m. p. 172°, is 
prepared by the action of hydroxylamine on ethyl! diphenylacetate 
in the presence of sodium methoxide or by either of the above 
methods. It gives a benzoyl ester, m. p. 140—140-5°, the sodiwm 
and potassium salts of which could not be obtained in the pure 
state. The silver salt showed chromoisomerism. The alcohol- 
ether solution of the sodium salt, on evaporation, leaves a mixture 
of the salt with its products of decomposition and rearrangement, 
namely, diphenylmethylcarbimide, diphenylmethylurethane, m. p. 
122—123°, and sodium benzoate. When this residue is extracted 
with cold water and the solution filtered and boiled, s-bisdiphenyl- 
methylcarbamide, CO(NH-CHPh,)., m. p. 269-5—270°, is obtained. 
Diphenylacethydroxamic acid yields a monoacetyl derivative, m. p. 
113—113-5° ; giving potassiwm, sodium, and silver salts, and a diacetyl 
derivative, m. p. 95-5—97-5°. Diphenylmethy] urethane reacts with 
phosphorus pentachloride, yielding diphenylmethylcarbamyl chloride, 
CHPh,-NH:COCI, which when left in contact with calcium oxide 
gives diphenylmethylcarbimide and this when treated with benzoyl- 
hydrylamine yields s-bisdiphenylmethylcarbamide. 

Triphenylacetyl chloride reacts with hydroxylamine to give 
triphenylacethydroxamic acid, m. p. 175—176°, which yields a 
benzoyl ester giving sodium, potassium, and silver salts. The silver 
salt showed chromoisomerism, but the sodium and potassium salts 
could not be obtained pure owing to the readiness with which 
they decomposed, giving triphenylmethylcarbimide, m. p. 85—87°. 
The acetyl ester, m. p. 133-5—134°, gives potassium, sodium, and 
silver salts, the two former of which are somewhat more stable 
than the corresponding salts of the benzoyl ester. In these rear- 
rangements, none of the s-bistriphenylmethylcarbamide was formed. 


Pyromucylhydroxamic acid, \ }-CO-NH-OH (cf. Pickard and 
v , 


Neville, T., 1901, 79, 847), its ammonium salt, m. p. 130—131°, its 
benzoyl ester, m. p. 140°, and the potassium, sodium, and silver 
salts of the ester were prepared. When the potassium salt was 
warmed in aqueous solution, some of the ester was first precipitated, 
and when this was filtered off and the filtrate boiled, a red, resinous 
mass, presumably of difurylearbamide, was obtained. The acetyl 
ester, m. p. 95—96°, of the hydroxamic acid gave potassium, 
sodium, and silver salts, the rearrangement and hydrolysis of these 
salts being similar to those of the corresponding salts of the benzoyl 
ester. 


Thienoylhydrocamic acid, \ /)CO-NH-OH, m. p. 123—124-5°, was 
. | 


obtained either by the action of hydroxylamine on ethyl thiophen- 
carboxylate, C,H,S-CO,Et, or by the action of hydroxylamine on 
thienoyl chloride. It gave an ammonium salt, m. p. 142—143° 
(decomp.); a benzoyl ester, m. p. 143—144°, giving potassium, 
sodium, and silver salts; an acetyl ester, m. p. 96-5—97°, giving 
potassium, sodium, and silver salts; and a thienoyl ester [dithienoyl- 
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hydroxamic acid, C,H,S*CO-NH-O-CO-C,H,8], which occurred in 
two forms, and gave potassium, sodium, and silver salts. 

The salts of the esters of thienoylhydroxamic acid underwent 
slight hydrolysis in aqueous solution, but the main change was 
one of rearrangement to sym-dithienylearbamide. 

The thienoyl ester, m. p. 1833—133-5°, of benzhydroxamic acid, 
which was isomeric with the benzoyl ester of thenhydroxamic 
acid, was prepared and its potassium and silver salts were inves. 
tigated. The melting points of the esters and the decomposition 
temperatures of their salts, and the ease of rearrangement of the 
latter, were almost identical in the two cases. W. G. 


Metallic Derivatives of Nitrophenolic Compounds. IV. 
Some Complex Nitrophenoxides of Magnesium, Silver, 
and Lead. ArcursaLD Epwin Gopparp and JAMES BERTRAM 
Warp (T., 1922, 121, 262—266). 


Auto-oxidation : the Anti-oxygens. CHarLEs Movurev and 
CHARLES DurraIssE (Compt. rend., 1922, 174, 258—264).—The 
auto-oxidation of a large number of substances may be checked 
by the presence of traces of certain compounds to which the authors 
give the name “ anti-oxygens.” Most of the substances which 
have been found to show this inhibiting action belong to the phenol 
group, and of these quinol, catechol, and pyrogallol are particularly 
active. This protecting action may be prolonged for two years 
at least, providing the substance capable of auto-oxidation does 
not sublime from the anti-oxygen. The secondary reactions which 
often accompany auto-oxidation are also inhibited by the presence 
of the anti-oxygens. The action of the anti-oxygens is apparently 
catalytic, and it is of interest to note that traces of pyrogallol, a 
substance commonly used as an absorbent of oxygen, oppose the 
action of this gas. 

The bearing of these observations on the phenomena of life in 
the animal and the vegetable kingdom is discussed. It is suggested 
that the toxic properties of phenols are connected with their 
activities as anti-oxygens. W. G. 


The Quadrivalence of Tin in its Mercaptides. H. Wuyts 
and A. VANGINDERTAELEN (Bull. Soc. chim. Belg., 1921, 30, 323— 
328).—Stannic mercaptides can be prepared (a) by the action of 
tin and hydrochloric acid on organic disulphides with subsequent 
neutralisation, (b) from a thioalcohol and stannous chloride in 
presence of air, or (c) from a thioaleohol and stannic chloride. 
Attempts to prepare stannous mercaptides did not succeed, and the 
behaviour of tin in this respect is compared with that of its sulphides 
towards alkali sulphide solutions. 

The mercaptide, Sn(S-C,H,*NMe,),, prepared from dimethylaniline- 
disulphide, is a red, crystalline substance, m. p. 159°; with benzoyl 
chloride in benzene solution, it forms the benzoate of the corre- 
sponding thioalcohol, m. p. about 136°; with methyl iodide, two 
reactions take place, one with the rupture of the sulphur-tin linking 
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and the combination of methy! and iodine with the elements res- 
pectively, the other with formation of the iodide of the quaternary 
ammonium base, NMe,I-C,H,SMe. Similarly, from di-p-amino- 
phenyl disulphide, the mercaptide, Sn(S*C,H,NH,),, red, leaf 
crystals, m. p. about 166°, was obtained. H. J. E. 


Sulphobenzide [Diphenylsulphone]. Evuc. GRANDMOUGIN 
(Compt. rend., 1922, 174, 168—170).—3 : 3’-Diaminodiphenyl- 
sulphone gives a bis-diazo-derivative which couples normally with 
the naphthols and their sulphonic derivatives. The dyes obtained 
have almost the same shades as the corresponding dyes from aniline 
itself, the chromophoric influence of the sulphone group in the 
meta-position to the two amino-groups being thus practically 
negligible. The dyes obtained dye only wool and not cotton. 

New compounds mentioned are 8 : 3’-dichlorodiphenylsulphone, 
m. p. 108°; 3: 3'-dibromodiphenylsulphone, m. p. 119°; and 
3: 3'-di-iododiphenylsulphone, m. p. 158°. 

In view of the erroneous statements occurring in the literature, 
the correct melting points of certain of the 3: 3’- and 4: 4’-deriv- 
atives of diphenylsulphone are tabulated as follows. 

(NO,),. (NH,). (NHAc),. (OH), Cl. Br. ‘ 
201° 168° 211° 186-187° 108° 119° 158° 
282 174 280 239 147 172 197 

W. G. 


Cholesterol Dibromide. I. Lirscnuiitz (Zeitsch. physiol. 
Chem., 1921, 114, 286—289).—Cholesterol dibromide prepared by 
the ether method has m. p. 93—94°, whilst when the glacial acetic 
acid method is used it has m. p. 110—111°. The author brings 
forward evidence which suggests that a compound of the dibromide 
and acetic acid has been formed in the second case. 

The author considers that the cholesterol dibromide, m. p. 122°, 
obtained by Windaus and Liiders is possibly an isomeride of the 
dibromide obtained by himself. 8. 8. Z. 


The Replacement of Halogen in 4-Chloro-3-nitrobenzo- 
nitrile and in 4-Bromo-3-nitrobenzonitrile. Tx. J. F.Matraar 
(Rec, trav. chim., 1922, 41, 24—37)—The reactions between 
4-chloro-3-nitrobenzonitrile and/or 4-bromo-3-nitrobenzonitrile and 
sodium methoxide, sodium ethoxide, sodium phenoxide, methyl- 
amine, ethylamine, dimethylamine, aniline, o-toluidine, m-tolu- 
idine, p-toluidine, methylaniline, p-phenylenediamine, hydrazine, 
phenylhydrazine, and phenylmethylhydrazine have been investi- 
gated. The following new substances have been prepared : 3-Nitro- 
4-methoxybenzonitrile, pale brown needles, m. p. 151°; 3-nitro- 
4-ethoxybenzonitrile, white needles, m. p. 121°; 3-nitro-4-phenoxy- 
benzonitrile, colourless prisms, m. p. 138°; 3-nitro-4-methylamino- 
benzonitrile, yellow needles, m. p. 169°; 3-nitro-4-ethylaminobenzo- 
nitrile, yellow needles, m. p. 132°; 3 : 5-dinitro-4-ethylnitroamino- 
benzonitrile, lustrous plates, m. p. 142-5°; 3-nitro-4-dimethylamino- 
benzonitrile, yellow plates, m. p. 114°; 3-nitro-4-0-tolwidinobenzo- 
nitrile, brownish-yellow plates, m. p. 116°; 3-nitro-4-m-toluidino- 
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benzonitrile, orange needles, m. p. 149°; 3-nitro-4-p-toluidinobenzo. 
nitrile, orange needles, m. p. 128°; 3-nitro-4-methylanilinobenzo. 
nitrile, yellow, irregular plates, m. p. 144°; 3-nztro-4-p-amino. 
anilinobenzonitrile, deep violet crystals, m. p. 158°; benzaldehyde. 
2-nitro-4-cyanophenylhydrazone, red plates which turn colourless 
on drying, m. p. 225°; acetophenone-2-nitro-4-cyanophenylhydr. 
azone, lustrous, red needles, m. p. 232°; 3-nitro-4-phenylmethyl. 
hydrazinobenzonitrile, red crystals, m. p. 132°. The reaction between 
phenylhydrazine and 4-chloro-3-nitrobenzonitrile — pe Borsche, 
Stackmann, and Makaroff-Semljansky, A., 1917, i, 15) yields a 
substance which is considered to be converted on oxidation into 
3-nitro-4-phenylhydrazinobenzonitrile, colourless — m. p. 
181°. J. E. 


Preparation of Phenylglycine Compounds. Brirtisy Dvr. 
STUFFS CORPORATION, Lrp., HERBERT LEVINSTEIN, and GEORGES 
ImBERT (Brit. Pat. 173540).—Phenylglycine compounds are obtained 
in one operation from trichloroethylene by heating it in aqueous 
suspension with aniline, and an alkali, preferably calcium hydroxide, 
in an autoclave at 140—190°, the treatment being continued until 
the intermediate products, for example, ethylenetriphenyltriamine, 
are completely transformed into phenylglycine compounds. For 
example, 132 parts of trichloroethylene, 100 parts of lime, 800 parts 
of water, and 280 parts of aniline, are heated in an autoclave with 
constant agitation for twenty-four hours at 180°. The excess of 
aniline is distilled off the calcium phenylglycine and excess of lime 


separated from the mother liquors, and converted into sodium 
phenylglycine by boiling with the requisite quantity of sodium 
carbonate. G. F. M. 


The Hydrolytic Decomposition of the Bismuth Salts of 
Phenolcarboxylic Acids. A. PEeriine (Ber. Deut. Pharm. Ges., 
1921, 31, 433—438).—The hydrolysis by water of the neutral and 
basic bismuth salts of benzoic, salicylic, protocatechuic, gallic, and 
cinnamic acids proceeds to a definite limit which is attained when 
they are heated at 100° with four consecutive quantities of water 
for a total of ten hours. Both the neutral and basic salts of the 
various acids eventually attain the same composition, the only 
salt remaining unchanged being the basic benzoate, having the 
composition (PhCO,°BiO),,Bi,0,. The experimentally-determined 
composition of the final hydrolytic product of all the other bismuth 
salts above mentioned was found to be in close agreement with . 
the theoretical figure required for a — of the composition 

(R-CO,*BiO),,Bi,O., 
analogous to the basic benzoate (R= =phenol residue), and it is 
therefore evident that hydrolysis proceeds to precisely the same 
point with all the salts. When shaken at 37° with 0-:25% hydro- 
chloric acid, conditions resembling those existing in the stomach, 
a slightly greater degree of hydrolysis was observed. 4G. F. M. 


Substituted Salicylic Acids. I. H. P. Kaurmann and 
W. Kavurmann (Ber., 1922, 55, [B], 282—288).—A number of 
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substances are described which were obtained during an investi- 
ation of the influence of different substituents on the physiological 


mino. § action of salicylic acid. 

hyde. [With H. Gérrine.]}—Acetylglycollylsalicylic acid, 

urless C,H,(CO,H)-O-CO-CH,:OAc, 

hydr. @ small, colourless needles, m. p. 103—104°, is prepared by the 
ethyl. @ action of acetylglycollyl chloride on sodium salicylate in the 
ween ™ presence of benzene at the atmospheric temperature. It is readily 
sche, § hydrolysed by warm water to acetylglycollic and salicylic acids. 


The action of s-o-phthalyl chloride on sodium or disodium 
into . co salicylate in the presence of boiling 
|. Dp. (0-—0 CoH,< 0 dry benzene leads to the formation 
E. CH, CoH, Mn of a substance (annexed formule I or 
) ¢0-0-CO O ( II), colourless needles, m. p. 158-5°. 
ed \t-doc It is slowly hydrolysed by alco- 
a CoHsCO jolie sodium hydroxide solution t 
‘ 1) (II.) olic sodium hydroxide so ution to 
ined ( phthalic and salicylic acids. It is 
“ide reduced by zinc dust and glacial acetic acid to phthalide and 
wee salicylic acid; the latter reaction appears to indicate the un- 
a symmetrical constitution of the parent substance, but this point 
For gy cannot yet be regarded as established with certainty. H. W. 
arts Glucosides. X. The Action of dl-Acetobromoglucose on 
vith | the Silver Salt of dil-Mandelic Acid. P. Karrer, C. NAGELI, 
he and Arex. P. Smrrnov (Helv. Chim. Acta, 1922, 5, 141—146).— 
ime It has been shown previously (Karrer and Nageli, A., 1919, i, 594) 
umf that acetobromoglucose reacts with silver dl-mandelate in the 
e presence of toluene to form d-tetra-acetylglucosido-dl-mandelic 
; acid, CO,H-CHPh-O-C,H,O,Ac,, d-tetra-acetylglucose dl-mande- 
of & late, and d-tetra-acetylglucose d-tetra-acetylglucosido-l-mandelate 
es. | from which /-mandelic acid was isolated by hydrolysis. The 
and & similar action between dl-acetobromoglucose and silver dl-mande- 
und § late has been found to give products of the same three types, all 
hen of which are optically inactive. Since d-acetobromoglucose only 
ter combines with /-mandelic acid to form a corresponding compound 
the (loc. cit.), it follows that the inactive tetra-acetylglucose tetra- 
nly §f acetylglucosidomandelate must be a racemate combined from 
the | @-tetra-acetylglucose d-tetra-acetylglucosido-l-mandelate and l-tetra- 
ed | acetylglucose /-tetra-acetylglucosido-d-mandelate. Reaction thus 
ith appears to be unusually selective, the d-glucose derivative com- 
ith .§ bining only with the /-acid in this manner, whereas the /-glucose 

compound unites with the d-acid. A satisfactory explanation of 
the unusually marked effect of configuration on the reaction cannot 
is at present be given. 
ne 1-Acetobromoglucose, colourless needles, m. p. 88°, [«]j*> —192-7°, 
0- in ethereal solution, is prepared by the action of acetyl bromide 
h, and glacial acetic acid on J-glucose. When mixed in ethereal 
solution with an equal quantity of d-acetobromoglucose, it gives 
dl-acetobromoglucose, colourless needles, m. p. 85°. dl-T'etra-acetyl- 
id glucose dl-mandelate and dl-tetra-acetylglucose dl-tetra-acetylglucosido- 


dl-mandelate have m. p. 146° and 227°, respectively. H. W. 
k* 


i, 254 ABSTRACTS OF CHEMICAL PAPERS, 


New Synthesis of!Hydroxylated Benzoylformic [Phenyl- 
glyoxylic] Acids. H. Fincrr and Lina Erricu (J. pr. Chem., 
1921, [ii], 103, 249—252).—Ethyl cyanoformate can be used 
instead of hydrocyanic acid in the Gattermann aldehyde synthesis, 
and hydroxylated phenylglyoxylic acids are produced. Pyrogallol 
and methyl cyanoformate, dissolved in ether, give with zinc chloride 
and gaseous hydrogen chloride 2 : 3 : 4-irihydroxyphenylglyoxylic acid, 
C,H,(OH),-CO-CO,H, m. p. 171°, which dyes chrome-mordanted 
wool. It gives a sodium salt, C§H,0,Na; a normal aniline salt, 
m. p. 138°; whilst on heating with aniline at 135°, 2:3: 4-tri. 
hydroxybenzylidineaniline, C,H,(OH),-CH:NPh, is formed, thus 
proving the constitution of the acid. 

The following derivatives of 2:3 : 4-trihydroxyphenylglyoxylic 
acid are also described : nitrophenylhydrazone, yellowish-red needles, 
m. p. 230—240° (decomp.); semicarbazone, decomp. 230°. With 
oxythionaphthen dissolved in acetic anhydride, trihydroxypheny]- 
glyoxylic acid forms a compound, 


CgH,(OAc),-C(CO,H):0< €°>0,H,, 


and it couples with benzenediazonium chloride to give an azo-dye. 
W. O. K. 


The Preparation of Chloro- and Bromo-tyrosine and the 
Analogous Tyramines. R. ZEYNEK (Z. physiol. Chem., 1921, 
114, 275—285).—3 : 5-Dibromotyrosine and 3 : 5-dichlorotyrosine 
are best prepared by the action of the respective halogens on 
l-tyrosine suspended in glacial acetic acid. 

1-3 : 5-Dichlorotyrosine has m. p. 256—260° (decomp.), crystallises 
in rhombic platelets, and the anhydrous hydrochloride gives in 
5% aqueous solution [«]j’ —7-8°; in 4% hydrochloric acid, [«]j 
—2-9°. A 5% solution of dichlorotyrosine containing 2H,O dis- 
solved in 4% hydrochloric acid gave [a]f’ —2-8°. p-Hydroxy- 
phenylethylamine, when suspended in glacial acetic acid and 
brominated, yields dibromotyramine hydrobromide, crystallising 
in monoclinic platelets, m. p. 270°. The free base crystallises in 
white, flat, rhombic rods, m. p. 210°. Dichlorotyramine hydro- 
chloride, prepared similarly, crystallises in monoclinic plates, m. p. 
284—286°; the base has m. p. 219—222°. 8.8. Z. 


Preparation of Soluble Derivatives of Camphoric Acid. 
Socrmty or CHEMICAL INDUSTRY IN BasLeE (Brit. Pat. 173063).— 
Soluble derivatives of camphor which retain the therapeutic 
properties of that substance but give stable solutions in water 
sterilisable by heat and therefore suitable for subcutaneous injec- 
tion, are exemplified by certain N-substituted derivatives of 


camphorimide of the type CH y<GQ>N RN<E,, where R is 


an alkyl or alkylene group, and R’ and R” are hydrogen, alkyl, 
or alkylene groups. These compounds are obtainable from camphor- 
imide by the usual methods, as, for example, by causing its isolated 
dry salt or a solution to react with polyhalogenised saturated or 
unsaturated aliphatic hydrocarbons or with halogen hydrins, and 
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the N-halogen alkyl or N-halogen alkylene camphorimide thus 
obtained (after substituting halogen for hydroxyl if a halogen- 
hydrin has been used) is treated with ammonia or an alkylamine. 
Or, alternatively, camphoric acid or its anhydride may be caused 
to react with a diamine of the type NH,"R-NR’R”. The following 
substances are described: Camphor-$-hydroxyethylimide, a thick, 
colourless oil, b. p. 190°/15 mm., is prepared by the action of 
ethylene iodohydrin on sodiocamphorimide in absolute alcoholic 
solution. Oamphor-B-chloroethylimide, prepared by the action of 
phosphorus pentachloride on the above, is a pale yellow oil, b. p. 
168°/10-5 mm. By heating with ammonia at 100° under pressure, 
it is converted into camphor-8-aminoethylimide, 


CsHy<GQ>N-CH,CH, NH,, 


which can be isolated as its hydrobromide as an incompletely solidi- 
fying syrup which decomposes at 135—140°. The chloroethy]l- 
imide, when similarly heated with 33% dimethylamine solution at 
1200—125°, gives camphor-®-dimethylaminoethylimide, b. p. 163°/ 
14mm. It forms a crystalline hydrobromide, m. p. 207°, soluble in 
both water and alcohol. Camphor-§-bromoethylimide is obtained 
by heating potassiocamphorimide with an excess of ethylene 
dibromide on an oil-bath. It boils at 186°/12 mm. When heated 
at 100° with diethylamine, it is converted into camphor--diethyl- 
aminoethylimide, a viscid oil, b. p. 183—185°/12 mm., which 
gives a crystalline hydrobromide, m. p. 157°. Camphor-B-allyl- 
aminoethylimide is similarly prepared from allylamine and the 
halogenethylimide. It boils at 187°/12 mm., and gives a hydro- 
bromide crystallising in fine leaflets, m. p. 144°. Illustrative of 
the second general method of preparation, the above-mentioned 
§-diethylaminoethylimide may also be obtained by heating at 
180—200° camphoric acid and as-diethylethylenediamine. The 
latter substance, obtained by the reduction of diethylaminoaceto- 
nitrile with sodium and alcohol, forms an oil, b. p. 140—145°, 
with strongly basic properties. In a similar way, from the reduc- 
tion product of piperidine acetonitrile, by heating with camphoric 
aid, the corresponding imide camphor-@-piperidylethylimide is 
obtained. Its hydrobromide crystallises in fine, felted needles, 
m. p. 193-5°. G. F. M. 


The Bile Acids. III. Biloidanic Acid {Letsche’s Acid]. 
W. Borsouz, O. WeIcKERT, and Rosert Meyer (Ber., 1921, 
%, [B], 3177—3182).—Biloidanic acid has been prepared by 
letsche (A., 1909, i, 697) by the action of a mixture of nitric and 
sulphuric acids on cholic acid, and examined subsequently by 
Schenck (A., 1920, i, 847; 1921, i, 179), who concurs in ascribing 
to it the formula C,gH,,0,9. Specimens of the purified acid 
examined by the authors did not give analytical results in agree- 
ment with this formula. The acid was therefore esterified with 


methyl alcohol and hydrogen chloride, but the product, mainly a 
dimethyl oe ester, was not quite uniform. It was there- 


fore converted by diazomethane into the pentamethyl ester (which 
k 


2 


i. 256 ABSTRACTS OF CHEMICAL PAPERS, 


has also been prepared by Schenck from the silver salt and methy] 
iodide). The latter cannot be satisfactorily purified by crystallis. 
ation, but, after being distilled under diminished pressure gives 
analytical results in agreement with the formula C,,H3,.049, thus 
indicating the formula C,,H,,049 for the parent acid. The penta- 
methyl ester has m. p. 91—92° after softening at 87°, b. p. 321— 
322°/18 mm., [«]) about +20° in absolute alcoholic solution. Direct 
analysis of the acid regenerated from the hydrogen ester leads to 
the same result. The pentamethyl ester has not yet been smoothly 
re-converted into the acid. 

A modification of Letsche’s method of preparing the acid is 
described which permits the isolation of biloidanic acid in the pure 
condition after a single crystallisation. H. W 


A Critical Examination of the Aromatic Aldehydes occur- 
ring in certain Eucalyptus Oils. Arruur Ramon PENFoLD 
(T., 1922, 121, 266—269). 


The Reduction of Naphtholcarboxylic Acids to Aldehydes. 
Hueco Wer and Watrer Heerpt (Ber., 1922, 55, [B], 224— 
230).—A continuation of previous work (Weil and Ostermaier, 
this vol., i, 139). 

Tetrahydronaphthaldehyde has been obtained previously (loc. 
cit.) by the reduction of $-naphthol-3-carboxylic acid by sodium 
amalgam in boric acid solution with the addition of a neutral 
mixture of sodium sulphite and sodium hydrogen sulphite. The 
same result is obtained when the action is effected at a temperature 
not exceeding —5°. The aldehyde is also obtained by the reduction 
of 2-acetoxynaphthalene-3-carboxylic acid, 1-amino-$-naphthol 
3-carboxylic acid, and 1-bromo-f-naphthol-3-carboxylic acid, 
ammonia or hydrogen bromide respectively being eliminated 
from the compounds last named. Tetrahydronaphthaldehyde 
hydrazone, after being crystallised from alcohol containing a little 
glacial acetic acid, has m. p. 106-5° instead of 96-5° as previously 
recorded (loc. cit.). 1-Amino-$-naphthol-3-carboxylic acid is pre-, 
pared conveniently by coupling ®-naphthol-3-carboxylic acid with 
diazotised sulphanilic acid and reduction of the dye so formed 
with zinc dust and glacial acetic acid. 

a-Naphthol-2-carboxylic acid does not appear to be reduced 
beyond the 1-hydroxynaphthal-2-aldehyde stage even by energetic 
treatment at 25°, 40°, or 55°. 

4-Amino-1-hydroxynaphthalene-2-carboxylic acid is so feebly 
acidic that it is precipitated from solutions of its salts by boric 
acid and thus escapes reduction. 

4-Sulpho-1-hydroxynaphthalene-2-carboxylic acid is reduced to 
a-naphthol-2-aldehyde, the sulphonic group being eliminated. On 
the other hand, the cautious reduction of 4-bromo-l-hydroxy- 
naphthalene-2-carboxylic acid leads to the formation of 4-bromo- 
1-hydroxynaphthalene-2-aldehyde, which, however, could not be 
obtained in the homogeneous state. It gives the normal com- 
pounds with phenylhydrazine (yellow leaflets, m. p. 159°), aniline 
(orange-yellow needles, m. p. 161°), 0-toluidine (yellowish-red 
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needles, m. p. 188°), p-toluidine (yellowish-red needles, m. p. 171°), 
benzidine (C,,H,,ON,Br, red leaflets, m. p. 218°), «-naphthylamine 
(red needles, m. p. 196°), o-phenylenediamine (C,,H,,ON,Br, 
m. p. 225°), m-phenylenediamine (m. p. 201°), »-phenylenediamine 
(m. p. 198°); with ammonia, it gives the compound, Cy.H, ,0,N.Bro, 
ellow crystals, m. p. 126°. 
4-Chloro-1-hydroxynaphthalene-2-carboxylic acid, m. p. 228°, pre- 
pared by the passage of chlorine into a solution of «-naphthol- 
2-carboxylic acid in glacial acetic acid, is reduced similarly to 
4.chloro-1-hydroxynaphthalene-2-aldehyde. The latter gives the 
usual derivatives with hydroxylamine (colourless needles, m. p. 
184°), hydrazine (yellow needles, m. p. 179°), phenylhydrazine 
(yellow leaflets, m. p. 153°), aniline (yellow needles, m. p. 157°), 
o-toluidine (orange-yellow crystals, m. p. 183°), p-toluidine (orange- 
yellow crystals, m. p. 164°), «-naphthylamine (reddish-yellow 
leaflets, m. p. 188°), benzidine (C,,H,,ON,Cl, red crystals, m. p. 
214°), o-phenylenediamine (C,,H,,ON,Cl, leaflets, m. p. 221°), 
m-phenylenediamine (m. p. 250°), p-phenylenediamine (m. p 
244°); with ammonia it gives the compound, C,.H,,O,N,Cly. 
The sodium compound of 4-chloro-1-hydroxynaphthalene-2-alde- 
hyde crystallises in yellow leaflets. B.. Ww. 


Preparation of Hydroxyaldehydes and their Derivatives. 
SoctkT& CHIMIQUE DES USINES DU RHONE (Brit. Pat. 164715).— 
In the manufacture of aromatic hydroxyaldehydes by the process 
described in Brit. Pat. 161679 (A., 1921, i, 420) equally good results 
are obtained without the use of an organic solvent. Thus vanillin 
is obtained by adding a concentrated solution of 5-3 kilos. of sodium 
nitrite and, after some time, 4 kilos. of guaiacol and 8 kilos. of 
40% formaldehyde solution to a solution of 8 kilos. of dimethyl- 
aniline in 33 kilos. of hydrochloric acid in presence of 33 kilos. of 
ice. A low temperature is maintained for some hours and the 
reaction is completed on a water-bath. G. F. M. 


The Melting Points of certain Fatty-aromatic Ketones. 
Riko Masima, Kwanto NaGcaoka, and KrisukE TaMADA (Ber., 
1922, 55, [B], 215—217)—A number of ketones of the types 
CsH,(OMe),"CO-R, C,H,(OMe)-CO-R, and C,H,*CO-R have been 
prepared. The melting points of a compound with an even number 
of carbon atoms in the side-chain is invariably higher than that 
of either of its immediate neighbours with an odd number of carbon 
atoms, as shown by the annexed table : 
ithe ciliiditey in M. p. of the compounds. 

CO-R C,H,(OMe),-CO-R C,H,(OMe)-CO-R C,H,-CO-R 
CO-C,,He; 

‘CO-C,,Hes 52: 45° 
‘CO-C,,He5 -5—6 5 41—42 
‘CO-C,;H,, 7 7 54—55 
CO-C14Hoy 5 50—51 
‘CO-C, ;Hy; 7 59—60 
CO-C1¢H35 ; 56—56-5 
‘CO-C,;H3;5 
H. W. 
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Elimination of Hydrogen from Aromatic Nuclei and 
Union of the Latter by means of Aluminium Chloride. 
RotanpD ScHoLt and CurisTiAN SEER (Ber., 1922; 55, [B], 109~ 
117; cf. A., 1913, i, 56, 734)—Previous attempts to convert 
o-chlorophenyl «-naphthyl ketone into 5-chloro-1 : 9-benzanthrone 
were unsuccessful; this does not, however, appear to be a general 
characteristic of chlorophenyl ketones, since the corresponding 
meta- and para-compounds give substituted benzanthrones in 
rather poor yield. 

[With Joszr Daren. |—o-Chlorophenyl-«-naphthyl ketone crystal- 
lises in colourless needles, m. p. 82°. 

m-Chlorophenyl-a-naphthyl ketone, small, pale yellow prisms, 
m. p. 77—79°, is obtained by the action of m-chlorobenzoy] 
chloride on naphthalene in the presence of carbon disulphide and 
aluminium chloride. It is converted by aluminium chloride at 
145° into 6-chloro-1 : 9-benzanthrone, golden-yellow needles, m. p. 
186—187°. The constitution of the latter follows from the obser. 
vation that it is oxidised by chromic acid to 6-chloroanthraquinone 
l-carboxylic acid, lustrous, golden needles, m. p. 295°, which loses 
carbon dioxide at 310—320° and yields 2-chloroanthraquinone, 
slender, yellow needles, m. p. 203—204°. 

p-Chlorephenyl «-naphthyl ketone, colourless rods, m. p. 126— 
128°, is converted by aluminium chloride into 7-chloro-1 : 9-benz- 
anthrone, yellow, microscopic crystals, m. p. 187—188°. 

Anthraquinone-1l-carboxylyl chloride, pale yellow needles, m. p. 
203—204° (cf. Schaarschmidt, A., 1915, i, 566), is conveniently 
prepared by boiling a solution of the carboxylic acid in phosphory] 
chloride with a slight excess of phosphorus pentachloride. It is 
converted by naphthalene and aluminium chloride in the presence 
of nitrobenzene into «-naphthyl 1-anthraquinonyl ketone, m. p. 
231—232°. Attempts to prepare a benzanthrone derivative from 
the latter were unsuccessful. H. W. 


Syntheses by means of Sodamide. IX. The Preparation 
of #-Dialkyl-«-hydrindones or 2:2-Dialkylindan-1-ones. 
AutBIN HALLER and Epovarp Bavuzr (Ann. Chim., 1921, [ix], 16, 
340—354).—The chlorides of §-phenyl-««-dialkylpropionic acids, 
CH,Ph-CR,°CO,H, behave like 8-phenylpropionyl chloride (cf. 
Kipping, T., 1894, 65, 480) in the presence of aluminium chloride, 
giving 2: 2-dialkylindan-l-ones, which themselves react with 
' sodamide to give the amide corresponding with the original acid 
chloride. 

8-Phenyl-««-dimethylpropionic acid reacts with thionyl chloride, 
giving the acid chloride, m. p. 5°; b. p. 125—126°/15 mm., which 
when treated in the cold with aluminium chloride gives 2: 2- 
dimethylindan-1-one, C,H,< OG 2>CMe,, m. p. 44—45°; b. p. 118— 
119°/15 mm., giving a semicarbazone, m. p. 209—210°. The 
indanone is decomposed by sodamide, giving 6-phenyl-««-dimethyl- 


propionamide, and since the alkylated indanone may be prepared 
from indanone itself by the action of methyl iodide on its sodium 
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derivative, this furnishes a new method for preparing $-phenyl- 
at-dialkylpropionamides. 

Phenyl n-propyl ketone, when treated first with sodamide in 
anhydrous ether and subsequently with benzyl chloride, gives a 
mixture of phenyl «-benzylpropyl ketone, COPh-CHEt*CH,Ph, b. p. 
1883—184°/13 mm., giving an oxime, m. p. 78°; and phenyl 
ux-dibenzylpropyl ketone, COPh-CEt(CH,Ph),, m. p. 67—68°; 
b. p. 258°/13 mm. The former, when treated with sodamide in 
benzene and then with ethyl iodide, yields phenyl «-benzyl-a-ethyl- 
propyl ketone, COPh-CEt,-CH,Ph, m. p. 80—80-5°; b. p. 190— 
202°/12—13 mm., which can also be prepared by the benzylation 
of phenyl a-ethylpropyl ketone. Phenyl «-benzyl-«-ethylpropyl 
ketone reacts with sodamide to give «-benzyl-«-ethylbutyramide, 
which was not isolated in the free state, but was converted 
into «-benzyl-a-ethylbutyric acid, CH,Ph:CEt,°CO,H, b. p. 197— 
199°/17 mm., giving an acid chloride, b. p. 148°/13 mm. The 
acid chloride, in the presence of aluminium chloride in the cold, 


yielded 2 : 2-diethylindan-1-one, CoH .<GG2>CEt,, m,. p. 9°; b. p. 
138°/13 mm. W. G. 


Position of the Double Linking in Piperitone. I. A. R. 
PENFOLD (Perf. Essent. Oil Rec., 1922, 13, 19—20).—Piperitone 
gave on oxidation with cold permanganate a product from which 
diosphenol was isolated, and identified by its reaction as a keto- 
phenol and by the preparation of the oxime and the phenyl- 
uwethane. It is probable therefore that the double bond occupies 
the same position in piperitone as in diosphenol, and the former 
substance would accordingly be A1-menthen-3-one. G. F. M. 


Constitution of Quinonoid Organic Onium Salts. F. 
KEHRMANN (Helv. Chim. Acta, 1922, 5, 69—71).—The recent 
criticisms of Hantzsch (this vol., i, 24) has led the author to state 
specifically that his formule (cf. A., 1918, i, 312; 1921, ii, 476) 
are applicable to carbonium salts. Further consideration, how- 
ever, shows that it is unnecessary to indicate the particular 
union of the dissociable ion with the nitrogen atom, or, more 
generally, the basic point of attachment of the molecule by means 
of the dotted line as previously proposed. Nevertheless, it is 
advisable in writing the formule that the connexion between the 
dissociable ion and the basic group should be rendered sufficiently 
obvious either by placing them in close proximity or by marking 
the central atom in some particular manner, for example, by 
thickened type. H. W. 


Preparation of Intermediates [3-Chloro-2-aminoanthra- 
quinone and 3-Chloro-1-bromo-2-aminoanthraquinone] and 
a Dyestuff of the Anthraquinone Series. FREDERICK WILLIAM 
Atack and CHARLES WILLIAM Sovurar (Brit. Pat. 172682).— 
3-Chloro-2-uminoanthraquinone is obtained by the regulated chlorin- 
ation at ordinary temperatures of 2-aminoanthraquinone in a 
suitable solvent such as glacial acetic acid or nitrobenzene until 
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the requisite increase in weight has taken place. It crystallises 
from acetic acid in orange-yellow needles, m. p. 221°. When 
20 parts of the chloro-compound suspended with 10 parts of sodium 
carbonate in nitrobenzene are brominated at ordinary temperatures 
with 21 parts of bromine in 60 parts of nitrobenzene, 3-chiloro. 
1-bromo-2-aminoanthraquinone is obtained as _ orange-coloured 
needles, m. p. 235°. This compound undergoes condensation on 
boiling in nitrobenzene solution with sodium and copper acetates 
with formation of a dyestuff having probably the constitution 
3 : 3’-dichloroanthraquinone-1 : 2 : 1’: 2’-dihydroazine, but possibly 
the azine, as distinguished from the hydroazine, may be present. 
It dyes cotton bright blue shades from a hyposulphite vat. All 
the above reactions may be performed consecutively in the same 
liquid medium, for example, nitrobenzene, without isolation of 
the intermediate products. G. F. M. 


Production of Dyestuff Intermediates [Aminoanthraquin- 
ones]. Joun THOMAS, ARTHUR Hvuau Davies, and Scortisu 
Dyss, Lrp. (Brit. Pat. 173006).—Higher yields of the corresponding 
aminoanthraquinones and products of better quality are obtained 
by heating 1-chloroanthraquinone or dichloroanthraquinones with 
aqueous ammonia in an autoclave than by the usual process with 
the sulphonic acids. The presence of small amounts of copper 
salts has a favourable influence on the course of the reaction. For 
example, a nearly theoretical yield of 1-aminoanthraquinone is 
obtained by heating 100 parts of 1-chloroanthraquinone with 
700 parts of 26% ammonia at 170° for twelve hours in presence 
of 0-1 part of copper sulphate. G. F. M. 


Preparation of 1-Chloro-2-aminoanthraquinone. ALEXAN- 
DER WALKER Fyre and British Dygesturrs CorPoRATION, L7D. 
(Brit. Pat. 173166).—1-Chloro-2-aminoanthraquinone is prepared, 
without previously protecting the amino-group by acetylation, by 
the direct chlorination at 15° of 2-aminoanthraquinone suspended 
in ten times its weight of nitrobenzene or other suitable solvent, 
such as acetic acid or chlorobenzene, until the requisite increase 
in weight has taken place. The yield amounts to 88% of the 
theoretical. G. F. M. 

Some Products of the Reduction of 2-Hydroxyanthraquin- 
one. ARTHUR GEORGE PERKIN and THomas WILLIAM WHATTAM 
(T., 1922, 121, 289—300). 


Derivatives of $-Methylanthraquinone. I. Syntheses of 
Chrysophanic Acid [1 : 8-Dihydroxy-3-methylanthraquinone] 
and of 1:5-Dihydroxy-3-methylanthraquinone. R. EprER 
and C. WipMER (Helv. Chim. Acta, 1922, 5, 3—17).—The course 
of the reaction between «-nitrophthalic anhydride and m-cresol 
depends considerably on the condensing agent employed. In the 
presence of boric acid at 170—180°, 3’-(or 6’)-nitro-3 : 6-dimethyl- 
Jluoran, colourless, lustrous plates, m. p. 240—241°, a substance, 
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(,,H 1,04, colourless needles, m. p. 210—211° (the constitution 
of which has not been elucidated), 6-nitro-o-2'-hydroxytoluoyl- 
benzoic acid, OH-C,H,Me-CO-C,H,(NO,)-CO,H, coarse, pale green 
prisms, m. p. 227°, and 3-nitro-o-2'-hydroxy-p-toluoylbenzoic acid, 
prisms and needles, m. p. 239—240°, are formed. Attempts to 
convert the nitro-acids smoothly into anthraquinone derivatives 
by means of concentrated sulphuric acid were unsuccessful. In 
the presence of aluminium chloride, «-nitrophthalic anhydride and 
m-cresol give 3-nitro-o-2'-hydroxytoluoylbenzoic acid as the sole 
isolable product. The isomeric nitro-acids are reduced by ferrous 
hydroxide in boiling ammoniacal solution to 6-amino-o-2'-p- 
hydroxytoluoylbenzoic acid, almost colourless leaflets, m. p. 227— 
298°, and 3-amino-o-2'-hydroxytoluoylbenzoic acid, leaflets, m. p. 
233—234°, respectively, which are converted in the usual manner 
into 6-hydroxy-o-2'-hydroxy-p-toluoylbenzoic acid, colourless, slender 
needles, m. p. 175—176°, and 3-hydroxy-o-2'-hydroxy-p-toluoyl- 
benzoic acid, coarse, colourless needles, m. p. 229—230°. The 
6-hydroxy-acid is transformed by concentrated sulphuric acid 
at 160—170° into 1 : 5-dihydroxy-3-methylanthraquinone, golden- 
yellow leaflets, m. p. 190—191°, whereas the 3-hydroxy-acid is 
converted by a mixture of boric and sulphuric acids into 1 : 8-di- 
hydroxy-3-methylanthraquinone, yellow leaflets, m. p. 193—194°, 
which is identical in all respects with natural chrysophanic acid. 


ms. WD. 


Elimination of Hydrogen from Aromatic Nuclei, and 
Union of the Latter by means of Alum- 


oO inium Chloride. IV. Ring Closure with 
DV J\ >, Doubly Benzoylated Naphthalenes. Ro- 
oe § 4 LAND SCHOLL and Heinrich NEUMANN (Ber., 


W\4\4™\:0 1922, 55, [B], 118—126; cf. A., 1913, i, 56, 
ar oe 734, and this vol., i, 258).—1 : 4-Dibenz- 
\w/\7Z\ oylnaphthalene is convertible into dibenz- 

|.2 1!  pyrene-5 : 8-quinone (annexed formula), but 
Nyy the corresponding compound from 1 : 5-di- 
benzoylnaphthalene could not be prepared. 

1 : 4-Dicyanonaphthalene, long, pale yellow needles, m. p. 206°, 
is prepared by distilling sodium naphthalene-1 : 4-disulphonate 
with potassium cyanide and is hydrolysed by boiling, moderately 
concentrated sulphuric acid to naphthalene-1 : 4-dicarboxylic acid, 
m. p. 309°. The latter is converted by phosphorus pentachloride 
into naphthalene-1 : 4-dicarboxyl chloride, slender needles, m. p. 
80°, which is transformed by benzene and aluminium chloride 
in the presence of carbon disulphide into | : 4-dibenzoylnaphthalene, 
colourless needles, m. p. 106°. The ketone yields, after treatment 
with aluminium chloride at 130°, a small amount of dibenzpyrene- 
5:8-quinone, broad, reddish-brown needles, m. p. 365°, which is 
purified preferably by sublimation. The corresponding dibenz- 
pyrene, greenish-yellow leaflets or prisms, m. p. 281-5—282°, is 
formed by reduction of the quinone with zinc dust in an dtmo- 
sphere of hydrogen. The quinone is oxidised by chromic acid 
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O to 1 : 2-phthalylanthraquinone, yellow leaflets, 
,* m. p. 325°, which is transformed by hydrazine 
N hydrate into the azine (annexed formula), 
AA. orange-red needles, decomp. about 440°, after 
| -O darkening at 430° in an atmosphere of 


N hydrogen. 
SY ny S 1 : 5-Dicyanonaphthalene, m. p. 260°, is 
\/ converted successively into the corresponding 


dicarboxylic acid, m. p. 315—320° (decomp.), 
and its chloride; 1 : 5-dibenzoylnaphthalene, colourless crystals, 
m. p. 185—186°, is obtained from the latter. H. W. 


Phenolceamphorein. Sri Krisuna (T., 1922, 121, 253—255),. 


Preparation of Terpineol. Rosert Marcuanp (Brit. Pat. 
153605).—Terpineol is obtained from terpin hydrate in nearly 
theoretical yield by distilling it with water and an organic sulphonic 
acid, preferably quinoline-8-sulphonic acid. The process may, if 
desired, be rendered continuous by adding further quantities of 
terpin hydrate as the terpineol distils over. G. 


The Main Constituent of Japanese Lac. VIII. Position 
of the Double Bonds in the Side Chain of Urushiol and 
Demonstration that Urushiol is not Homogeneous. Riko 
Masma (Ber., 1922, 55, [B], 172—191; cf. A., 1920, i, 837, 
and previous abstracts).—Hydrourushiol is present to the extent 
of 10% in urushiol, the main constituent of Japanese lac. 
In addition, the following compounds are probably present: 
C,H,(OH),*[CH,],-CH:CH-[CH,],-CH,, which on oxidation gives 
rise to heptaldehyde and the acid, C,H,(OH),-[CH,],-CO.H, or its 
homologues and C,H,(OH),*[(CH,],°CH°CH-[CH,],°CH:CH,, which 
yields, on oxidation, formic acid and the same aromatic substances 
as the preceding compound. The results of the analyses of the 
bromide and ozonide of the dimethyl ether and the volume of 
hydrogen absorbed during reduction indicate that it contains two 
double bonds in the molecule. 

Urushiol is a mixture of compounds which differ from one another 
in the number and position of the double bonds present in the 
long, normal carbon chain. In this respect it exhibits a close 
similarity to the drying oils. It is difficult or almost impossible 
by the available methods to separate urushiol quantitatively 
into its components. Since, however, all the latter are converted 
by reduction into the same hydrourushiol, it appears desirable 
to retain the name urushiol for the original mixture, which is 
regarded as having a mean molecular formula, C,,H,.0, or 
C,H,(OH),°C,;H,,. The isolation of veratrol-o-carboxylic acid 
from the products of the oxidation of urushiol dimethyl] ether by 
potassium permanganate affords valuable confirmation of the 
constitution of urushiol as deduced by other methods. 

[With Yosurumpe Tanara.]—Diacetylurushiol is conveniently 
prepared by acetylating crude urushiol and distilling the product 
in a high vacuum (b. p. 212—220°/0-3 mm.). It is ozonised in 


flets, 
azine 
ula), 
after 
e of 


P is 
ding 
mp.), 
stals, 


55). 


Pat. 
2arly 
ionic 
y, if 
os of 


tion 
and 
tIKO 
837, 
tent 
lac. 
ent : 
‘ives 
r its 
hich 
nces 

the 
e of 
two 


ther 
the 
lose 
sible 
vely 
rted 
able 
bh is 
, or 
acid 
: by 
the 


ntly 
luct 
1 in 


| 


ORGANIC CHEMISTRY. i. 263 


chloroform solution and the crude ozonide is decomposed with 
steam. The volatile products contain acetaldehyde, heptaldehyde, 
and n-heptoic acid; the non-volatile portions consist of diacetyl- 
hydrourushiol, 2 : 3-diacetoxyphenyl-n-octaldehyde, a pale yellow 
liquid, b. p. 205—207°/1 mm., and azelaic acid. 

[With Grraro Takayama.]—Acetylmethylurushiol is converted 
into its diozonide, and the latter is decomposed with steam. The 
products, isolated in the usual manner, are heptaldehyde, 2-acetozry- 
3-methoxy phenyl-n-octaldehyde, C,H,(OMe)(OAc)-[CH,],-CHO, b. p. 
190—210°/0-8 mm:, and the corresponding acid, which could not 
be caused to crystallise and is characterised by conversion into 
d-hydroxy-3-methoxyphenyloctoic acid, colourless needles, m. p. 
49—50°. The presence of acetylhydrourushiol monomethyl] ether 
is also established. 

[With WatanaBe.}—Urushiol dimethyl ether is emulsified 
with water by the aid of a little palmitic acid and sodium hydroxide 
and oxidised with aqueous potassium permanganate solution 
initially at the atmospheric temperature and finally at 60°, whereby 
a mixture of salts and an oil is obtained. The latter contains 
hydrourushiol dimethyl ether. The mixture of salts is decomposed 
by sulphuric acid, yielding carbon dioxide, formic acid, oxalic 
aid, adipic acid, sebacic acid, veratrol-o-carboxylic acid, 2: 3- 
dimethoxyphenyl-n-octoic acid, and its higher homologues. 

[With WaranaBE.]—Acetaldehyde has been isolated from the 
products of the decomposition of the ozonides of dimethylurushiol 
and diacetylurushiol, but not from that of urushiol monomethyl 
ether. The difference in behaviour is probably due to the more 
careful fractional distillation of the latter. A series of experi- 
ments with various fractions obtained from urushiol dimethyl 
ether indicates that the parent substance of the acetaldehyde 
accumulates in the fractions of lower boiling point, and demon- 
strates that urushiol is a mixture of closely allied substances which 
can only be separated from one another with difficulty by fractional 
distillation. 

[With Takayama.]—The distillation of large quantities of 
wushiol monomethyl and dimethyl ethers has disclosed the 
presence of small amounts of an unsaturated volatile hydrocarbon 
to which the name urusene is applied; analyses indicate that it is 
probably a mixture of C,,;H,, and C,,Ho.. 

[With Oxazaxt.]—Urushiol dimethyl! ether absorbs approxim- 
ately four atomic proportions of bromine in carbon disulphide 
solution; the product obtained is not homogeneous. H. W 


The Chief Constituent of Japanese Lac. IX. Chemical 
Investigation of the different, naturally-occurring Species 
of Lac which are closely allied to Japanese Lac. Riko 
Magma (Ber., 1922, 55, [B], 191—214; cf. preceding abstract).— 
A Burmese lac (from the stems of Melanorrhea usitata, Wall), 
to which the name “ Thitsi”’ is applied, is shown to contain 
thitsiol, a homologue of isohydrourushiol with an unsaturated side 
chain. As judged by the amount of hydrothitsiol formed by 


ABSTRACTS OF CHEMICAL PAPERS. 


reduction, however, this substance cannot comprise more than 


the third part of the material investigated. In this respect, the j 


Burmese variety differs markedly from the Japanese and Indo. 
Chinese products, since in the latter cases the crude material cop. 
sists of substances which are reducible to hydrourushiol or hydro. 
laccol to an extent of at least 90%. Indo-Chinese lac, probably 
tapped from Rhus succedanea, L., contains mainly laccol, which 
is reduced readily to hydrolaccol; the latter is isomeric with 
hydrothitsiol, and is a higher homologue of hydrourushiol. Formosa 
lac from Semeocarpus vernicifera and a product from Rhus ambigua, 
Lav., or Rhus orientalis, Schn, are shown to contain laccol as main 
constituent, whereas two specimens of Chinese lac (probably from 
Rhus vernicifera or a closely allied species) contained mainly 
urushiol. A Siamese lac was found to be impure and to consist 
in all probability of a mixture of Indo-Chinese and Burmese lac. 

[With CHozo Cxrea.}—The Indo-Chinese lac is purified by 
solution in alcohol, filtration, and evaporation of the filtrate, treat- 
ment of the residue with saturated aqueous sodium chloride solu- 
tion, and, finally, with light petroleum. It is thus obtained as a 
pale-brown, viscous liquid which resembles urushicl closely in 
appearance and in chemical behaviour. When treated with methyl 
iodide and sodium ethoxide, it is transformed into laccol dimethyl 
ether, C,H,(OMe),°C,,H;,, b. p. 206—208°/0-25 mm., d?> 0-92954. 
It is reduced by hydrogen in the presence of platinum black to 
hydrolaccol, C,H,(OH),°C,,H,,;, m. p. 63—64°, which is oxidised 
by potassium permanganate in the presence of acetone to stearic 
acid. Hydrolaccol dimethyl ether, obtained by the catalytic hydro- 
genation of laccol dimethyl ether, crystallises in long prisms, 
m. p. 43—44°; with nitric acid it yields 5-nitrohydrolaccol dimethyl 
ether, m. p. 75—76°, and 5: 6-dinitrohydrolaccol dimethyl ether, 
m. p. 86—87°. 

[With Yosurarro Kupo.}—A solution of laccol dimethyl ether 
in chloroform is converted by ozone into a mono-ozonide. The 
latter is decomposed by boiling water into heptaldehyde, acetalde- 
hyde, formic acid, oxalic acid, an impure aldehyde of the composition 
C,H,(OMe),*[CH,])°CHO, and nonane-w : w’-dicarboxylic acid, m. p. 
109—111°. 

Hydrolaccol is shown to be contained in the crude laccol, thus 
giving an analogy to the occurrence of hydrourushiol in urushiol 
(preceding abstract). 

[With Cuozo Cu1Ba.}—The isolation of thitsiol from the black 
variety of ‘‘ Thitsi ’’ or Burmese lac is effected by means of alcohol 
and light petroleum. T'hitsiol dimethyl ether, C.;H4 O., is a pale 
yellow, viscous liquid, b. p. 204—205°/0-2 mm., d 0-96390. Hydro- 
thitsiol, C,H,(OH),°C,,H,,, has m. p. 94—96°. Hydrothitsiol 
dimethyl ether crystallises in leaflets, m. p. 56—57°; it is trans- 
formed by nitric acid in glacial acetic acid solution into 6-nitro- 
hydrothitsiol dimethyl ether, pale yellow needles, m. p. 75—76°. 
Hydrothitsiol is shown to be identical with heptadecyleatechol by 
the direct synthesis of the latter; for this purpose, margaric acid 
is condensed with catechol in the presence of tin chloride and the 
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3: 4-dihydroxyphenyl hexadecyl ketone, m. p. 100—103°, thus formed 
is reduced by Clemmensen’s method to heptadecyleatechol. 

The proximity to fresh lac juice or even to the lac tree is known 
to produce a painful but not dangerous skin disease in susceptible 
persons; this is now shown to be caused by urushiol, and is pro- 
duced in order of decreasing intensity by distilled urushiol, ordinary 
urushiol, and crude Japanese lac. Similar effects are produced by 
other urushiol derivatives, and in this respect urushiol, hydro- 
urushiol, urushiol dimethyl ether, and hydrourushiol dimethyl 
ether are placed in order of diminishing activity. The action of 
urushiol is attributed to the conjoint effect of two contiguous 
hydroxyl groups and the unsaturated alkyl radicle. A series of 
experiments with catechol derivatives shows that the intensity of 
the action increases with increasing length of the alkyl chain, 
but is not noticeably affected by its position. Laccol of Indo- 
Chinese, Formosa, and Tsutaurushi lac is approximately as toxic 
as thitsiol of Burmah lac, but either substance attacks the skin 
much less violently than urushiol of Japanese or Chinese lac. 


a We 


Kawa-kawa Resin. YosurHaru Murayama and Kengir6 
MaveDa (J. Pharm. Soc. Japan), 1921, No. 477, 959—968).— 
§. Murakami (ibid., 1916, 393, and 1918, 563) isolated three com- 
pounds: demethoxy-yanogonine, C,,H,,0,, m. p. 133—134°, B-methyl- 
sticinic acid, C,4H,,03, m. p. 175°, and: kawaic acid, C,,H 490, or 
(C,H, ,0,4, m. p. 84—86°, from the kawa-kawa resin. The authors 
investigated kawaic acid and found that it corresponds with 
the empirical formula C,,H,,0;, and contains one methoxyl group. 
When heated with alcoholic potash, it gives benzaldehyde and a 
compound, C,,H,,05, light yellow leaves, m. p. 164° (decomp.), 
which contains one methoxyl group. By oxidation with 2% 
potassium permanganate, it yields benzaldehyde and benzoic acid. 
From the mother-liquor from which kawaic acid was isolated a 
new acid, 8-kawaic acid, C,,H,,0,, colourless, slender needles, 
m. p. 101—103°, was isolated; it is moderately soluble in boiling 
water and ether, and very soluble in alcohol. It contains a methoxyl 
group and yields benzoic acid when oxidised with 5% potassium 
permanganate. K. K. 


The Tinctorial Properties of some Anthocyanins and 
certain Related Pigments. II. ArrHur E. Everest and 
ARCHIBALD JOHN Hatt (J. Soc. Dyers and Col., 1922, 38, 9—13; 
cf. A., 1921, i, 485).—An account of experiments carried out with 
a view to study the influence on the tinctorial properties of the 
introduction of acidic and basic radicles in the benzene nucleus of 
synthetic pigments related to anthocyanins. 

Attempts to prepare amino-derivatives by nitration and reduc- 
tion failed, for treatment of 2-phenylbenzopyroniumferrichloride 
with nitric acid, or nitric acid and sulphuric acid, resulted in 
oxidation, but satisfactory results were obtained by an indirect 
method. Diazotised amines, such as aniline, o- and p-toluidine, 
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sulphanilic acid, p-nitroaniline, «- and @-naphthylamine, couple 
with phenyl o-hydroxystyryl ketone, probably in the p-position 
with respect to the hydroxyl group, and on reduction yield an 
amino-derivative which is converted into the corresponding oxonium 
salt by alcoholic hydrochloric acid. The azo-compounds which 
were prepared from phenyl o-hydroxystyryl ketone possess an 
affinity for wool, but owing to their sparing solubility in water, 
their application is difficult, except in the case of the compound 
derived from sulphanilic acid. The corresponding azo-pyrylium 
compounds are to be dealt with subsequently. F. M. R. 


Gallotannin. M. Nrmrenstuin (J. Soc. Chem. Ind., 1922, 41, 
29—301; cf. Nierenstein, Spiers, and Geake, T., 1921, 119, 275)— 
A critical discussion of the attempts to elucidate the constitution 
of gallotannin is given. It is considered that it is probably a 
glucoside of the following polydigalloylleucodigallic anhydride, 


, C0-0-0,H,(OH),"CH-0H 
O-[O-CH,(OH)_CO].O-CgH,(OH) <n ena aa! | 


The formula explains the high molecular weight, the optical activity, 
and the low electrical conductivity of gallotannin. It is in accord 
with the observation that gallotannin is more acidic than pyro- 
gallol towards diazoacetic ester. It accounts for the mutarotation 
of gallotannin and explains the different phases observed in the 
formation of ellagic acid from gallotannin. It is in accordance 
with the formation of tetramethylglucose from methylogallotannin. 
None of the four points last mentioned is explicable on the basis 
of Fischer’s conception of gallotannin as pentadigalloylglucose. 
H. 


Crystalline Synthetic Tannins. I. P. Karger and Harry 
R. Satomon (Helv. Chim. Acta, 1922, 5, 108—123).—A solution of 
levoglucosan in chloroform is converted by triacetylgalloyl chloride 
and quinoline into tri-(triacetylgalloyl)lavoglucosan, 


CH, CHO-Cgl1(OAe),]-OH-CHLO gHg(0.Ae)CH[O-C, HH OAe) HH 


m. p. (indefinite) 137°, after softening at 126°, [a]j —10-45°, in 
acetone solution, which has not been obtained in the crystalline 
condition. It is hydrolysed by an excess of sodium hydroxide in 
aqueous acetone solution at 0° and the solution, after neutralisa- 
tion and removal of acetone in a vacuum, deposits successively 
two gelatinous precipitates (4 and B) when preserved. The 
former dissolves freely in cold alcohol, but by allowing the alcoholic 
solution to evaporate slowly at the atmospheric temperature it 
gradually becomes crystalline and sparingly soluble in alcohol. 
{t is subsequently readily crystallised from this solvent, and yields 
«-trigalloyllevoglucosan, long, six-sided crystals, decomp. 250—320°, 
[a]}i} —18-02° in alcoholic solution. The ability of the substance 
(and others of this class) to give the typical tannin reactions cannot 
be investigated, since it is insoluble in water, but in 10% alcoholic 
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solution it readily causes gelatinisation with arsenic acid. It gives 
3 potassium salt which is sparingly soluble in alcohol. The pre- 
cipitate, B (see above), yields 8-trigalloyllavoglucosan, broad needles, 
and flat, rectangular plates, decomp. 270—320°, [«]j} —21-00° in 
alcoholic solution (the potassium salt is described). The «- and 
s-compounds are differentiated clearly by their behaviour towards 
ferric chloride in alcoholic solution, since the former gives a bluish- 
black, gelatinous precipitate, whereas, under similar conditions, 
the latter gives only a bluish-violet solution without a precipitate. 
Digalloyllevoglucosan, colourless needles, decomp. 220—270°, 
(aj —27-93° in alcoholic solution, is prepared by extraction of 
the filtrate from the precipitates A and B with ethyl acetate, 
removal of the solvent, and treatment of the residue with aqueous 
wetone; the sparingly soluble potassium salt is described. .The 
mother-liquors from the crystallisation of the digalloyl derivative 
contain gallic acid and monogalloyllevoglucosan, decomp. 240° after 
darkening at 220°. 

It is remarkable that the trigalloyllevoglucosans, when impure, 
are freely soluble in acetone or alcohol, in which they dissolve but 
sparingly after being recrystallised; similarly, crude digalloyl- 
levoglucosan dissolves with great ease in water, whereas the pure 
product is very sparingly soluble. It appears probable, therefore, 
that the natural and synthetic tannins which are freely soluble in 
water and alcohol are all mixtures the components of which in 
the pure condition are characterised by sparing solubility. 

The typical tannin reactions, such as the gelatinisation of alcoholic 
arsenic acid solution, are not exhibited by monogalloyllevoglucosan, 
which in this respect behaves similarly to Fischer’s monogalloyl- 
glucose; the presence of at least two galloyl residues in the sugar 
molecule appears essential to the development of tannin char- 
acteristics. H. W. 


Synthesis ot «-Benzopyrone Derivatives and the Rupture 
of the Pyrone Ring in these Compounds. J. TrOcER and 
Fr. Botte (J. pr. Chem., 1921, [ii], 103, 163—187; cf. Tréger 
and Lux, A., 1910, i, 161).—Coumarin derivatives of the type 


Orie Ot are obtained by the action of acetic anhydride 
at water-bath temperature on a mixture of salicylaldehyde and 
the requisite arylsulphonylacetic acid. From benzenesulphonyl- 
acetic acid is obtained 3-benzenesulphonylcoumarin, m. p. 217— 
217-5° (loc. cit.), from p-toluenesulphonylacetic acid, 3-p-tolwene- 
sulphonylcoumarin, colourless, tabular crystals, m. p. 221°, and 
from p-chlorobenzenesulphonylacetic acid, 3-p-chlorobenzenesulph- 
mylcoumarin, m. p. 242° (loc. cit.). 3-Benzenesulphonylcoumarin 
is changed by alcoholic sodium ethoxide at water-bath temperature 
into phenyl-o-hydroxystyrylsulphone, OH-°C,H,°CH:CH*SO,°C,H,, 
colourless plates, m. p. 166°; the corresponding acetoxy-compound 
has m. p. 123° and the benzoyloxy-derivative, m. p. 135°. The 
following compounds were prepared in similar manner. p-T'olyl-o- 
hydrowystyrylsulphone, OH-C,H,°CH:CH:SO,°C,H,Me, colourless 
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plates, m. p. 154°; the acetoxy-derivative, m. p. 109°; and benzoyl.fi 


oxy-derivative, m. p. 98°; p-chlorophenyl-o-hydroxystyrylsulphone, 
m. p. 168—169°; acetoxy-derivative, m. p. 126°; and benzoylozy. 
derivative, m. p. 96°. 

Benzenesulphonylacetic acid and resorcylaldehyde (CHO:0H:0H 
=1: 2:4) with acetic anhydride gives 7-acetoxy-3-benzenesulphony. 
coumarin, colourless needles, m. p. 237°, but only if there be some 
sodium benzenesulphonylacetate in the free acid. With sulphuric 
acid, 7-acetoxy-3-benzenesulphonecoumarin yields 7-hydroxy-3-benz. 
enesulphonylcoumarin. On alkaline hydrolysis, the acetyl compound 
yields phenyl-2 : 4-dihydroxystyrylsulphone, CgH,(OH).*CH:CH-SO,Ph, 


yellow crystals, m. p. 209—210°, of which the following derivatives §i 


are described: dimethyl ether, a pale yellow powder, m. p. 108°; 


diacetoxy-derivative, leafy crystals, m. p. 112°; dibenzoyloxy-deriv. 4} 


ative, colourless needles, m. p. 77°. Similarly, 7-acetoxy-3-p. 
toluenesulphonylcoumarin, m. p. 234° ; 7-hydroxy-3-p-toluenesulphone- 
coumarin, m. p. 239°; tolyl-2 : 4-dihydroxystyrylsulphone, m. p. 184°, 
and its dimethyl ester, m. p. 108°; diacetoxy-derivative, m. p. 108°; 
and dibenzoyloxy-derivative, m. p. 132°, and 7-acetoxy-3-p-chloro. 
benzenesulphonylcoumarin, rhombic crystals, m. p. 224°; 7-hydroxy- 
3-p-chlorobenzenesulphonylcoumarin, small, transparent needles, m. p. 
226°; p-chlorophenyl-2 : 4-dihydroxystyrylsulphone, transparent crys- 
tals, m. p. 193°, and its dimethyl ether, m. p. 77°, diacetoxy-deriv- 
ative, m. p. 112°; dibenzoylory-derivative, m. p. 164°, were pre- 
pared. No derivatives of coumarinic or coumaric acid could be 
isolated on attempting to rupture the pyrone ring, but they are 
to be assumed as intermediate stages in some of the . ae? 


Sulphur as the Bridge Atom in the Middle Ring of a 
Derivative of Anthracene. A. Bistrzyck1 and B. BRENKEN 
(Helv. Chim. Acta, 1922, 5, 20—28; cf. A., 1915, i, 245; 1920, i, 
629).—The action of concentrated sulphuric acid on 2:4:4- 
triphenyl-1 : 3-oxthiophan-5-one, CPh<p, age has been ex- 

CPh amined further and is shown to yield 9-phenyl- 
A\/\\/\X_ 9: 10-dihydromesothioanthracene. 
| | S | 2:4: 4-Triphenyl-1 : 3-oxthiophan-5-one dissolves 
\4 , 4 \Z_ gradually in sulphuric acid (d 1°84) with brisk 
H evolution of carbon monoxide and formation of 
a yellow solution which rapidly becomes dark 
violet-red. The solution is neutralised with aqueous ammonia 
and boiled until the precipitate becomes flocculent, thus yielding 
9-phenyl-9 : 10-dihydromesothioanthracene, slender, yellow needles, 
m. p. 117—118°. The latter is converted by distillation with 
zinc dust into 9-phenylanthracene, m. p. 152°, the production of 
which suggests the possibility that the parent substance is 1 


reality the thioketone, CsHy<oe*">C,H,. This hypothesis, 


however, is negatived by its stability towards phenylhydrazine, 
alcoholic sodium hydroxide solution, and aniline, as well as by 
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fits reduction by zinc and hydrochloric acid in the presence of 


glacial acetic acid to 1 : 3-diphenylthiophthalan, OM Come 


olourless, silky needles, m. p. 106°5—107°5°, the constitution of 


hich follows from its conversion by more drastic treatment with 


.Mthe same reagents into o-dibenzylbenzene, m. p. 78°. Oxidation 


of phenyldihydromesothioanthracene with hydrogen peroxide in 
glacial acetic acid solution gives o-dibenzoylbenzene, m. p. 145— 


.4146°, which is shown by direct comparison to be identical with 


the product prepared by Simonis and Remmert (A., 1915, i, 136). 
4: 4-Diphenyl-2-p-chlorophenyl-1 : 3-oxthiophan-5-one (A., 1920, 
i, 631) is similarly converted by sulphuric acid into 2-chloro-9- 


; phenyl- -9 : 10-dihydromesothioanthracene, microscopic aggregates of 
- yellow prisms, m. p. 124—126° after softening at 120°. H. W. 


Constitution of Matrine. II. Hxrrzasuré Konpé, Niucutr6é 
Kisnt, and Cutr6 Araxi (J. Pharm. Soc. Japan, 1921, 1047— 


81069; cf. A., 1921, i, 882).—By reducing matrine with sodium 
.§ad amyl alcohol, deoxymatrine, (C,;H,,N.)., rhombic prisms, 


m. p. 162° (aurichloride, yellow, amorphous precipitate; platini- 
dloride, orange-yellow plates, decomposes at 284°. The dimeth- 


‘Hiodide, colourless needles, m. p. 178°, and its aurichloride, yellow 
needles, m. p. 180°; platinichloride, an orange-yellow, crystalline 
: precipitates, decomposing at 282°; picrate, yellow, slender crystals, 


m. p. 109°; mercurichloride, white prisms, m. p. 175—180°), and 
iesoxrymatrine oxide, (C,;H,,N,).0, a yellow, amorphous base, were 
ibtained. To reduce the products further, deoxymatrine was heated 
with hydrogen iodide (d 1-7) and red phosphorus at above 250° 
for five hours, when dimatridine, (C,;H»;N.)., long, colourless needles, 
n. p. 160° (platinichloride, orange-yellow needles, decomposing at 


'9275°; aurichloride, yellow needles, m. p. 215°; dimethiodide, an 


amorphous precipitate; and its aurichloride, a yellow, crystalline 


: 4- B powder, decomposing at 193°; platinichloride, a light reddish-yellow, 


crystalline powder, decomposing at 279°; mercurichloride, a white 
powder, m. p. about 150°; picrate, a yellow powder, m. p. about 
92°), and a crystalline base, m. p. 75—76°, isomeric with the former, 
were produced. Dimatridine was formed also by the catalytic 
rduction of deoxymatrine with hydrogen in the presence of 
platinum black. Deoxymatrine oxide, when subjected to reduction 
with hydrogen iodide and red phosphorus, yielded the base, 
CsHj9N, described in the former paper. The electrolytic reduc- 
tion of matrine did not give a satisfactory result, but a small 


quantity of an unsaponifiable crystalline base, m. p. 72—76°, was 
formed (platinichloride, decomposing at 254°, and aurichloride, 
mn. p. 206—208°). K. K. 


Synthesis of p-Arylsulphonylquinolines containing a Side 
Chain in the 2-Position. J. Trécer and W. Menzeu (J. pr. 
Chem., 1921, [ii], 103, 188—215).—3-p-Toluenesulphonyl-2-methyl- 


quinoline, OFC Y SOe CoH CH obtained by heating an 


i. 270 


alcoholic solution of o-aminobenzaldehyde with p-toluenesulphony). 
acetone, and a small amount of sodium hydroxide, forms lustrous, 
broad needles, m. p. 152°, and on distillation with zinc dust yields 
2-methylquinoline, thus proving its constitution. The following 
derivatives are described: hydrochloride, C,,H,,0,NS,HCI, m. p. 
150°; nitrate, m. p. 138°; sulphate, C,7H,;0.NS,H,SO, ; oxalate, 
C,,H,;0,NS,C,0,H,, decomp. 145°; platinichloride, 
(C,,H,50.NS),,H,PtCl,, 
m. p. 216°; aurichloride, C,,H,,0,.NS,HAuCl,, m. p. 194°; mercuri. 
chloride, m. p. 148°: stannochloride, (C,,H,,0,NS),,H,Sn(l, 
m. p. 235°; methiodide, C,,H,sNSO,,Mel, m. p. 146 methochlorid 
°. . rr , grit, 
m. p. 156°; the benzylidene derivative, C.HW< -CH:CH-0,H; 
yellowish-white needles, m. p. 204° (hydrochloride, m. p. 202°); 
the corresponding ethylidene derivative, m. p. 165° (hydrochloride, 
m. p. 160°), and §-p-iolwenesulphonylquinophthalone, 
C.H < CH: ‘SO,°C,H, 
6" “N=C-CH:(CO),:C,H,’ 
small, brittle prisms, m. p. 147°. 

In the same way, from benzenesulphonylacetone and 0-amino- 
benzaldehyde is obtained 3-benzenesulphonyl-2-methylquinoline, 
yellowish-white, thin needles, m. p. 144°, and the following deriv- 
atives: hydrochloride, C,,H,,0,.NS,HCI, m. p. 105°; nitrate, m. p. 
126°; sulphate, decomp. 150°; oxalate; platinichloride ; aurichloride, 
m. p. 186° (decomp.); mercurichloride, m. p. 95°; stannochloride, 
m. p. 245°; methiodide, C,gH,,0,NS,CH,1, m. p. 135°; metho. 
chloride, m. p. 149°; the benzylidene derivative, C.3H,,0,N8, 
slender needles, m. p. 195° (hydrochloride, m. p. 198°); the ethylidene 
derivative, C,,H,,NSO,, small, nodular crystals, m. p. 154° (hydro- 
chloride); and 3-benzenesulphonylquinophthalone, C,,H,,0,NS, 
yellow needles, m. p. 140°. Similarly, from p-chlorobenzene- 
sulphonylacetone is obtained 3-p-chlorobenzenesulphonyl-2-methyl- 
quinoline, lustrous, colourless, long, slender needles, m. p. 155°, 
and the following derivatives: hydrochloride, C,,H,.0,NSCI,HG, 
m. p. 200°; nitrate, m. p. 132°; sulphate, oxalate, platinichloride, auri- 
chloride, m. p. 180°; mercurichloride, m. p. 195—198° ; stannochloride, 
m. p. 235°; methiodide, C,gH,.0,NSCI,CH,I, m. p. 150°; metho- 
chloride, m. p. 160°; the benzylidene derivative, C,,H,,0,NSCI, a 
yellowish-green, microcrystalline powder, m. p. 200° (hydrochloride) ; 
the ethylidene derivative, C,g,H,,0,NSCI, slender, yellowish-white 
needles, m. p. 185° (hydrochloride); and 3-p-chlorobenzencsulphonyl- 
quinophthalone, C.,H,,0,NSCl, small, rhombic crystals, m. p. 150°. 
In no case could the benzylidene or ethylidene derivative be 
oxidised to the corresponding carboxylic acid. 

From £-naphthalenesulphonylacetone and o-aminobenzaldehyde 
3-8-naphthalenesulphonyl-2-methylquinoline, C,H,< vi CioH; 
is obtained as greyish-white, prismatic needles, m. p. 160°; platini- Oxy 
chloride, (CosH,,0.NS).,H,PtCl,, m. p. 228°. By using benzene-§ 4, 
sulphonylacetophenone derivatives, corresponding phenylquinolines § 4}, 
are obtained and will be described later. W. O. K. 
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.]|. Extension of the Kishner-Wolff Method of Reduction. L 

faxst TuretEeParr (Ber., 1922, 55, [B], 136—138).—The replace- 
ment of the oxygen atom of ketones and aldehydes by hydrogen 
has been effected by Wolff (A., 1912, i, 988) through the corre- 


. pg sponding hydrazones. The extension of the reaction to carbonyl 


goups in general is now being investigated together with the 
decomposition of substituted hydrazine or hydrazone groups with 
the elimination of nitrogen in the cases of substances which are not 
i. derived from true ketones or aldehydes. : 

CMe.0H ,m. p. 148°, 


4-Methylquinoline-2-hydrazone, Cia "N-NH, 


is prepared from 2-chloro-4-methylquinoline, more conveniently 
fom 4-methylquinoline and hydrazine hydrate. The hydrazone 
:His converted into 4-methylquinoline when heated during seventy- 
two hours at 150—180° with potassium hydroxide, or by treat- 
ment of its solution in boiling water with copper sulphate or in 
cold water with iron chloride. H. 


The Quinoline Series. I. Synthesis of 4-Substituted 
Quinolines and of Quinoline-4carboxylic Acids. Ernst 


ino- f TurELEPAPE (Ber,, 1922, 55, [B], 127—135).—Attempts are de- 


stibed to synthesise 4-substituted quinolines or 2 : 4-disubstituted 


iv. quinolines in which the substituent in position 2 is easily removable. 


Aniline hydrochloride and sodium formylacetone yield the 
anil, NPh:CH-CH,°CO-CHg, colourless crystals, m. p. 91°5°; after 
being distilled in a high vacuum (b. p. 128—134°/2°5—5 mm.), 
“J the product has m. p. about 61° and then passes into the 
modification, m. p. 91°5°, which is also produced when attempts 
ae made to crystallise the variety, m. p. 61°. The nature 


‘fof the isomerism has not been elucidated. All attempts to 


diect ring closure with formation of a quinolyl derivative were 


“3 unsuccessful. 


p-Anisidine and ethyl acetoneoxalate give the anil, 
OMe-C,H,°N:C(CO,Et)-CH,*COMe, 

yellow crystals, m. p. 68°, which could not be converted into a 
substituted quinoline. 

a-Ethoxalyl-N-methylacetanilide, NMePh-CO:CH,:CO-CO,Et, col- 
ourless crystals, m. p. 84°5°, is prepared by the condensation 
of N-methylacetanilide with ethyl oxalate in ethereal solution in 
the presence of sodium ethoxide. It is converted by concentrated 
sulphuric acid at —15° into ethyl 1-methyl-2-quinolone-4-carboxylate, 


CH (CO,Et):CH ny " oe te bh mn 
6 Wa ae m. p. 134—135°, which is hydrolyse y 


boiling aqueous sodium hydroxide to the corresponding acid, 
m. p. 251—252°. The ester is converted by phosphorus penta- 
chloride in the presence of phosphoryl chloride into ethyl 2-chloro- 
quinoline-4-carboxylate, yellow crystals, m. p. 64°5° (2-chloro- 
quinoline-4-carboxylic acid may be obtained similarly from 2-hydr- 
oxyquinoline-4-carboxylic acid). 2-Hydrazinoquinoline-4-carboxylic 
aed, unstable, yellow crystals which do not melt below 305°, is 
obtained from the chloro-acid and hydrazine; the corresponding 
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hydrazide, colourless, unstable crystals, m. p. 228—229° (decomp,) 
after darkening and softening above 190°, is prepared from ethy| 
2-chloroquinoline-4-carboxylate. Quinoline-4-carboxylic ester js 
converted similarly into quinoline-4-carboxyhydrazide, colourless 
crystals, m. p. 154°5°. 2-Iodoquinoline-4-carboxylic acid, almost 
colourless crystals, m. p. 195—196°, after darkening at 180° and 
softening at 190°, is prepared from the 2-chloro-acid by the action 
of potassium iodide and red phosphorus in the presence of hydriodic 
acid (d 1°50). H. W. 


Arylated Pyridines. III. Quinodihydropyridines. W. 
DittHEY (Ber., 1922, 55, [B], 57—59; cf. A., 1920, i, 448; 1921, 
i, 735).—The pyridine analogues of the deeply coloured anhydro. 
bases obtained by the action of dilute alkali on p-hydroxyaryl. 
pyrylium salts are readily prepared when the pyridine nitrogen 
atom is united to an aromatic residue. Thus 1 : 2: 6-triphenyl-. 
p-hydroxyphenylpyridinium chloride, pale yellow crystals which 
do not melt below 340° (obtained from 2 : 6-diphenyl-4-p-hydroxy- 
phenylpyrylium chloride and aniline), is converted by ammonia 
in alcoholic solution into’ 1:2: 6-triphenyl-4-quinopyridan, 
O:C,H,:C;NH,Phs, yellowish-red needles, m. p. 302°. Solutions 
of the substance or its salts are not fluorescent. H. W. 

New Method for the Preparation of Alkamines. II. Jiré 
TAKEDA and Sagtr6 Kuropa (J. Pharm. Soc. Japan, 1921, 1—76). 
—tThe authors have shown (A., 1920, i, 228) that styrene dibromide, 
anethole dibromide, and the like reacting with carbamide produce 
substituted dihydro-oxazoles, which are changed to the corre- 
sponding alkamines by the action of alkali hydroxides. By the 
decomposition of the methyl derivatives of these dihydro-oxazoles, 
N-methylalkamines are, however, obtained, so that the imino- 


oxazolidine formula, Red oo ONE: must replace the 


constitution, bo GC NBe given earlier. By the action 
of acetic anhydride and sodium acetate, these compounds are con- 


R-CH-NAc\ 
a. <> C:NH,CH,*C0,H. 


but to a small extent into the acetyloxazolidones, halt eta 


verted mainly into acetyl] derivatives, 


the hydrolysis of the former by alkali hydroxides produces the 
corresponding alkamine through the oxazolidone more easily than 
imino-oxazolidines themselves. In these reactions, an isomeric 
B-alkamine is produced in small quantity with the «-alkamine; 
the isoadrenaline base of Mannich (A., 1910, i, 411) corresponds 
with the former. The method was applied to dihydronaphthalene 
dibromide, which with carbamide yields the corresponding imino- 
oxazolidine; this is converted into the corresponding alkamine 
by way of the acetyl derivative. The bases are not identical with 
those described by Bamberger and Lodter (A., 1893, i, 591; 
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1896, i, 99), but are stereoisomerides. The following substances 


were prepared. 
I. Anetholealkamine group. 4-p-Anisyl-5-methyloxazolidone, 


0Me-C,H,-CH-NH ' aE a 
nd 97 CO; thombic plates, m. p. 110—112°, is 
prepared by heating anethole-2-imino-oxazolidine with water at 
1440—150° in a sealed tube with a small quantity of anethole- 
akkamine; acetyl derivative, hexagonal plates, m. p. 111—112°. 


4-p-Anisyl-5-methyloxazoline mercaptan, en a) iat S 


white plates, m. p. 86—88°, from anetholealkamine, carbon 
disulphide, and potassium hydroxide; acetyl derivative, colourless 
plates, m. p. 79—81°. «-p-Hydroxyphenyl-8-hydroxypropylamine, 
0H-C,H,-CH(NH,)-CHMe-OH, colourless, hexagonal plates, m. p. 
173°, from anetholealkamine and hydrogen iodide (hydrochloride, 
m. p. 187°; dibenzoate, m. p. 173°), which yields «-p-hydroxyphenyl- 
methyl-B-hydroxypropylamine, with methyl iodide; hydrochloride, 
m. p. 184—186°. 8-Anetholealkamine, thin plates, m. p. 80°, is 
prepared by heating anethole oxide with alcoholic ammonia at 
130° (copper salt, m. p. 161°). By acetylation of the bromo- 
anethole-2-imino-oxazolidine with acetic anhydride and sodium 
acetate, its N-acetyl derivative, plates, m. p. 190—192°, and the 
acetyloxazolidone, m. p. 134°, are prepared; the former gives 
bromoanetholealkamine  («a-p-methoxybromophenyl-B-hydroxypropyl- 
amine), thin plates, m. p. 118° (hydrochloride, m. p. 247°; copper 
derivative, m. p. 168°). 

II. isoSafrolealkamine group. 4-Methylenedioxyphenyl-5-methyl- 
—_— CH,-0,-C,H,CH-NH ’ _amye 
ovazolidone, dh ha 97 0°: plates, m. p. 170—171°, 
is prepared by heating isosafrole-2-imino-oxazolidine with water 
at 140° in a sealed tube, tsosafrolealkamine and ammonia being 
simultaneously formed. By acetylation of isosafrole-2-imino- 
oxazolidine with acetic anhydride and sodium acetate, the N-acetyl- 
acetate, m. p. 208°, and the acetyloxazolidone, colourless prisms, 
m. p. 116—119°, are formed, the former, when heated at 205°, 
is changed first into the latter, and then into B-isosafrolealkamine 
(copper salt, m. p. 171—173°). Benzoylation of tsosafrole-2-imino- 
oxazolidine by Schotten-Baumann’s method yields only the 
N-benzoyloxazolidone, m. p. 180—182°. When boiled with 30% 
sodium hydroxide, the acetyl-acetate yields isosafrolealkamine, 
CH,O,:C,H,-CH(NH,)*CHMe-OH, slender needles, m. p. 79° (hydro- 
chloride, m. p. 210—215°; platinichloride, orange-yellow crystals, 
m. p. 200—202°; copper derivative, (C,>H,,0,N),Cu0+2H,0, 
deep violet crystals, m. p. 185—186°), whilst. with very dilute 


alkali the free N-acetyl derivative, m. p. 153°, is formed. By 
acetylation with acetic anhydride, isosafrolealkamine gives the 
N-acetyl derivative, prisms, m. p. 156°, which change to isosafrole- 
alkamine acetate (hydrochloride, needles, m. p. 198—200°, when 
treated, in benzene suspension, with hydrogen chloride; platini- 
chloride, orange-yellow crystals, m. p. 200°). In the same way, 
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N-benzoylisosafrolealkamine, needles, m. p. 139°, suffers rearrange. 
ment to isosafrolealkamine benzoate (hydrochloride, m. p. 203°; 
platinichloride, m. p. 201°). By heating with carbon disulphide 
and potassium hydroxide, isosafrolealkamine produces the mer. 
CH,0,:C,H,"CH:Nx, jn, °. 
MeGH: oe SH, granules, m. p. 160°; the 
acetyl-mercaptan forms white, hexagonal plates, m. p. 93°. Methyl. 
isosafrole-2-imino-oxazolidine, — BGO ONE, a light 
yellow syrup, is prepared from isosafrole-2-imino-oxazolidine and 
methyl iodide (hydrochloride, m. p. 205°), the hydrolysis of which 
by alcoholic sodium hydroxide produces N-methylisosafrolealkamine 
(«-methylenedioxyphenylmethyl-b-hydroxypropylamine), 
CH,0,:C,H,*CH(NHMe)-CHMe-OH, 
m. p. 89—90° (hydrochloride, m. p. 142—144°; platinichloride, 
m. p. 196°; copper derivative, deep violet crystals, m. p. 151°). 
Dimethylisosafrole-2-imino-oxazolidine is prepared from the mono- 
methyl compound and methyl iodide (hydriodide, thin plates, m. p. 
181°), the hydrolysis of which by alcoholic sodium hydroxide 
produces N-methylisosafrolealkamine and methylamine. N-Acetyl- 
methylisosafrolealkamine, white crystals, m. p. 111—113°, and the 
N-benzoyl compound, prisms, m. p. 145—148°, are prepared from 
the methylalkamine. They are converted into O-acetyl-N-methyl- 
isosafrolealkamine hydrochloride, m. p. 182° (platinichloride, m. p. 
163—169°), and the O-benzoyl compound, prisms, m. p. 215° 
(platinichloride, m. p. 170°), by passing hydrogen chloride into their 
ethereal solutions. N-Dimethylisosafrolealkamine, m. p. 71—73°, 
is prepared from the monomethyl compound and methyl iodide 
(hydrochloride, m. p. 173°; platinichloride, m. p. 190—200°); 
benzoyl chloride produces O-benzoyl-N-dimethylisosafrolealkamine 
hydrochloride, m. p. 224—226° (platinichloride, m. p. 140°). Bromo- 
isosafrole-2-imino-oxazolidine, thin plates, m. p. 197°, is prepared 
by heating bromoisosafrole dibromide and carbamide at 150° 
(hydrochloride, m. p. 197°); on acetylation, it yields N-acetylbromo- 
isosafrole-2-imino-oxazolidine acetate, long needles, m. p. 173— 
176°, which gives bromoisosafrolealkamine, prisms, m. p. 126—128°, 
by hydrolysis (hydrochloride, m. p. 231°; copper derivative, m. p. 
158°). 

III. Methylisoeugenolalkamine group. Methylisoeugenol di- 
bromide and carbamide react to form methylisoeugenol-2-imino- 
oxazolidine, m. p. 153—155° (hydrochloride, m. p. 166—168°; 
platinichloride, m. p. 195°), which is converted into the N-acetyl- 
acetate, m. p. 155—157°, by heating with acetic anhydride; hydro- 
lysis of the acetyl compound with 30% sodium hydroxide produces 
a-3 :4-dimethoxyphenyl-8-hydroxypropylamine (methylisoeugenolalk- 


., (OMe),C,HsVH-NH, ,,. © Thydro- 
amine), ss OH” thin plates, m. p. 95—96° [hydro 
chloride, m. p. 222°; platinichloride, m. p. 201°; copper compound 


(base),Cu0+2H,0, m. p. 166—167°]. O-N-Dimethylisoeugenol-2- 
vmino-oxazolidine, a pale yellow oil, is prepared from the imino- 


captan, 
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oxazolidine and methyl iodide (hydrochloride, m. p. 144°); 
hydrolysis produces a-3 : 4-dimethoxyphenylmethyl-f-hydroxypropyl- 
amine (dimethylisoeugenolalkamine), hexagonal plates, m. p. 90— 
91° (hydrochloride, m. p. 190—193°; platinichloride, m. p. 172— 
174°; copper derivative, m. p. 138°), which gives the hydro- 
chloride of the O-benzoyl derivative, m. p. 198°; the latter 
suffers rearrangement to the N-benzoyl derivative, m. p. 140°. 
1-3: 4-Dimethoxyphenyl-B-hydroxypropyldimethylamine (trimethyliso- 
eugenolalkamine), is a light yellow oil; the hydrochloride forms 
white nodular crystals, m. p. 149—150°. 

IV. Dihydronaphthalenealkamine group. Dihydronaphthalene 
dibromide and carbamide react at 140° to form dihydronaphthalene- 
2-imino-oxazolidine, thin plates, m. p. 158—159° (hydrochloride, 
prismatic plates, m. p. 198°; platinichloride, m. p. 224°), which is 
converted to the N-acetyl-acetate, plates, m. p. 123—124°, and 
then into B-hydroxytetrahydro-B-naphthylamine (dihydronaphthalene- 
akamine), thin plates, m. p. 107—108° (hydrochloride, m. p. 215°; 
platinichloride, m. p. 220°; picrate, yellow needles, m. p. 191°; 
copper derivative, (base),CuO+2H,O, violet-red needles, m. p. 
176°). Methyldthydronaphthalene-2-imino-oxazolidine, prepared from 
the above compound and methyl iodide, forms thin plates, m. p. 
66—68°; hydriodide, m. p. 203° [hydrochloride (+1H,O), m. p. 
254°, anhydrous]. As by-product, an oily isomeride is obtained ; 
hydrochloride, m. p. 235°. §-Hydroxytetrahydro-8-naphthylmethyl- 
amine, needles, m. p. 85°, is prepared from the above imino- 
oxazolidine derivative by hydrolysis with 20° sodium hydroxide 
(hydrochloride, m. p. 214%; copper derivative, (base),CuO, light 
reddish-brown crystals, m. p. 218°], which by methyl iodide is 
converted into B-hydroxytetrahydro-B-naphthyldimethylamine, an oil; 
hydrochloride, m. p. 224°; picrate, yellow plates, m. p. 160°. 

K. K. 


Nitro-derivatives of Alkylated Benzidines. G. van Rom- 
BURGH (Rec. trav. chim., 1922, 41, 38—43; cf. Mertens, A., 1877, 
605; A., 1886, 1022; and van Romburgh, A., 1887, 245).—One 
of the substances obtained by the action of dilute nitric acid on 
dimethylaniline, at first known as isodinitrodimethylaniline, was 
shown to be a tetranitrotetramethylbenzidine, but the positions 
of the nitro-groups were not determined. The author considered 
it probable that the 3 : 3’ : 5 : 5’-positions were occupied by these 
groups, and prepared the 3:3’: 5: 5’-tetranitrotetramethy]l- 
benzidine. Tetranitro-4 : 4’-dimethoxydipheny] (cf. Hirsch, A., 1889, 
i,511), was treated with dimethylamine, nitrated, and boiled with 
phenol, the resulting product being found to be identical with the 
tetranitrotetramethylbenzidine first obtained. The reactions in- 
volved serve as a means for the preparation of alkylated tetranitro- 
benzidines. The following were prepared: 3: 3’: 5 : 5’-tetranitro- 
diethylbenzidine, m. p. 248°, which, on treatment with concentrated 
nitric acid yields 3 : 3’ : 5 : 5’-tetranitrodiphenyl-4 : 4'-diethyldinitro- 
amine, long needles, m. p. 230° (decomp.); 3:3’: 5: 5’-tetranitro- 
dipropylbenzidine, dark red needles, m. p. 200°, which with nitric 
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acid (d 1-49) yields 3:3’: 5: 5’-tetranitrodiphenyl-4 : 4’-dipropyl.§ atio 
dinitroamine, small, yellow plates, exploding at 213°; 3:3’ :5:5'.B wat 
tetranitrodiisopropylbenzidine, deep red needles, decomp. 250°, 
yielding with nitric acid 3:3’: 5: 5’-tetranitrodiphenyl-4 : 4’-di. 
isopropyldinitroamine, colourless, decomp. 209°; 3:3’: 5: 5’-tetra. 
nitrodtisobutylbenzidine, deep red crystals, m. p. 194°, yielding 
with concentrated nitric acid 3:3’: 5: 5’-tetranitrodiphenyl-4 : 4’. 
diisobutyldinitroamine, colourless needles, decomp. 205° ; 3 : 3’: 5:5’. 
tetranitrodiallylbenzidine, orange-red needles, m. p. 205°, yielding * 
on nitration 3 : 3’ : 5 : 5’-tetranitrodiphenyl-4 : 4'-diallyldinitroamine, 4" 

decomp. 100°. All the above nitroamines are converted into the 
corresponding dialkylbenzidines on treatment with — phenol. § 

J. £. 


The Iron Salts of Dipyrrylphenylmethane Dyes. Tri- 
phenylpyrrylmethane. I. Hans FIiscHEerR and Viktoria Luck. § cid 
MANN (Z. physiol. Chem., 1921, 115, 77—93).—p-Dimethylamino. 
phenyl-bis(3-acetyl-2 : 4-dimethylpyrryl)methane, leafl 

NMe,°C,H,°CH(C,NHMe,Ac),, (Fro 
is prepared by heating on the water-bath an alcoholic solution off; 
3-acetyl-2 : 4-dimethylpyrrole with p-dimethylaminobenzaldehyde 
in the presence of potassium hydrogen sulphate, and precipitated§) 
with sodium carbonate. It crystallises from ethyl acetate in 
tufts of slender, colourless needles, m. p. 165—166°. The ferri- 
chloride forms brown prisms, m. p. 255° (decomp.). 

Dimethylaminophenyl-bis(-3-carbethoay -2 : 4-dimethylpyrryl)meth-§. 
ane, NMe,°C,H,-CH(C,NHMe,°CO,Et),, prepared from ethyl 
2 : 4-dimethylpyrrole-3-carboxylate and p-dimethylaminobenzalde. 
hyde in presence of potassium hydrogen sulphate, forms colourless, 
irregular leaflets, m. p. 204—205°. The ferrichloride crystallises 
in fine needles. p-Dimethylaminophenyl-bis(-3-carbethoxy-2 : 5-di-¥ 
methylpyrryl)methane prepared from ethyl 2 : 5-dimethylpyrrole- 
3-carboxylate and p-dimethylaminobenzaldehyde in presence of 
concentrated sulphuric acid, has m. p. 240°, and its ferrichlorid: 
has m. p. 228°. Triphenyl-3-acetyl-2 : 4-dimethylpyrrylmethane, 
prepared from triphenylearbinol and 3-acetyldimethylpyrrole by 
heating in glacial acetic acid, forms slender, colourless needles, 
m.. p. 156°. Triphenyl-3-carbethoxy-2 : 4-dimethylpyrrylmethane, 
obtained from triphenylcarbinol and ethyl 2 : 4-dimethylpyrrole- 
3-carboxylate crystallises in prisms, m. p. 170°. Triphenyl-p-di- 
methylaminophenylmethane, prepared from triphenylearbinol and. 
dimethylaniline, crystallises in slender needles, m. p. 208°. ‘ 

8. 8. Z. 


Preparation of a New Acridine Compound. L«opPoL) 
CassELLA & Co., G.m.b.H. (Swiss Pat. 89241; from Chem. Zentr. 
iv, 1010).—Formaldehyde is allowed to react with a 3 : 6-diamino#: 
10-methylacridinium salt. For example, 3 : 6-diamino-10-methyl{! 
acridinium chloride is dissolved in water and mixed with N-hydro- 
chloric acid. On addition of 30% formaldehyde, a bright orange; 
coloured suspension is obtained. After agitation, the condensfitee u 
vO} 
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opyl-fation product is separated, washed with N-hydrochloric acid and 
): 5’. B water, and dried; it is a brick-red powder with antiseptic properties. 
G. W. R. 


Idin Certain Triazoles. F. Arnpt [with E. Mitpn, F. Tscuen- 
“ng ¥ ;cnER, (FRu.) F. Brevion, and G. Eckert] (Ber., 1922, 55, [B], 
* , E12—18; cf. A., 1921, i, 813)—An arrangement has been reached 
Iding between the author and Fromm (cf. this vol., i, 62) concerning 
— publication in this field. The present communication is due to 
the fact that, in some respects, certain triazoles prepared by the 
authors do not harmonise in their properties with those described 
cE by Fromm in his forthcoming paper in the Annalen. 
An alcoholic suspension of phenyldithiobiuret is converted by 

. Bhydrazine hydrate and subsequent acidification with hydrochloric 
Tr AY C(CNPh):‘NH 
UCK- acid into anilothiourazole, NH< i. ) a HW colourless, lustrous 
leaflets, m. p. 275° or somewhat higher when rapidly heated 
(Fromm, m. p. 268°), which is oxidised by potassium ferricyanide 
in alkaline solution to the disulphide, (NHPh-C<y H>C)sS» 
yellow crystals, m. p. at os. m. p. 225°). Anilothiourazole 
rt C(:NPh):} 
DE methyl ether, NES GigMe)— a 
n. p. 187—188°; the corresponding nitrate, m. p. 110° (decomp.), 
igs described. Iminoanilourazole nH<C(-NP h)-NH colourless 

‘ C(:NH)-NH’ 
‘Blaflets, m. p. 157° (the monohydrate is also described), is obtained 
by the addition of ammonia to the acidic mother-liquors from 
S§the preparation of anilothiourazole. The constitution of the 
‘Jcompound is deduced from its analysis, its mode of formation, 
‘famphoteric nature, convertibility into a sparingly soluble nitrate, 
decomp. 118°, and oxidisability to the azo-compound, 
C(-NPh)-N 

NAS GN) 

a pale, brownish-red powder, violent decomp., 138°. The same 
‘Fconstitution is assigned by Fromm to a substance, m. p. 70°, pre- 
pared by the action of hydrazine on phenylthiuret; this product, 
.fuowever, appears to be a salt containing anilothiourazole as acidic 
component and two basic components, one of which, m. p. 149°, 
ispossibly identical with aminoguanylphenylthiocarbamide, whereas 
the other is iminoanilourazole. H. W. 


, a matt, crystalline powder, has 


The Significance of the Second Dissociation Constant of 
ric Acid in the Equilibrium of Monourate Solutions. 
inogikistipes Kanirz (Z. physiol. Chem., 1921, 146, 96—106).—A 
Peoretical paper. Salts of uric acid formed by the action of 
s20noacidic bases on the acid dissociate in accordance with its 
q'vo stages of dissociation partly into the normal diurate salt and 
ndensqitee uric acid as follows : 

VOL, CXXII. i. t 
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Monourate at ky 
Diurate x free uric acid ky 


(k, = constant for first stage of dissociation of the acid, k, = constant 
for second stage of dissociation of the acid). Calculated from results 
previously obtained by various workers k,/k,= 775, or 2350. 
From which there is derived k, = 2-6 10~° or 8-510". 

S. 8S. Z. 


The Azo-dyes of Bilirubin. I. Hans FiscHer and Herr. 
MANN BARRENSCHEEN (Z. physiol. Chem., 1921, 115, 94—104)— 
A monoazo- and a diazo-product were obtained by treating bili- 
rubin with benzenediazonium chloride. The two compounds were 
separated by crystallising the mixture from alcohol—the monoazo. 
derivative being soluble in this solvent. The monoazo-compounds, 
C33H3,0,N,°NiNPh, crystallised in small, brownish-red prisms, 
the diazo-compound, C,,H3,0,Ny(N°-NPh)o, in monoclinic crystals, 

S. S. Z. 


Colouring Matters of the Isatin-yellow Series. Ju. 
MaRTINET (Rev. Gén. Mat. Col., 1921, 26, 177—179).—When a 
solution of a diazonium compound is added to a solution of isatin- 
§-sulphonic acid in presence of sodium acetate, a hydrazone is 
formed, and not an azo-compound, as is shown by the stability 
of these compounds towards reducing agents, and by the fact that 
identical compounds are formed by the action of the corresponding 
hydrazine on isatin-6-sulphonic acid. The following hydrazones 
of sodium isatin-6-sulphonate in this series are described :— 
Phenylhydrazone, slender, lemon-yellow needles soluble in sulphuric 
acid with an orange-yellow colour, isomeric with isatin-yellow 
(the p-sulphophenylhydrazone of isatin). p-Chlorophenylhydrazone 
forms yellow needles soluble in sulphuric acid with an orange- 
yellow colour. o0-T'olylhydrazone crystallises in orange-yellow 
needles soluble in sulphuric acid with a dark orange-yellow colour. 
m-T'olylhydrazone, an orange-yellow, crystalline powder soluble 
in sulphuric acid with an orange-yellow colour. p-T'olylhydrazone, 
rosettes of golden-yellow needles, coloured bright red by sulphuric 
acid and soluble with an orange-yellow colour. m-Xylylhydrazone 
forms an orange-red powder soluble in sulphuric acid with a dark 
brownish-red colour. w-Cumylhydrazone, a reddish-brown powder 
soluble in sulphuric acid with a dark brownish-red colour. 
p-ELthoxyphenylhydrazone, dark yellow, felted needles soluble in 
sulphuric acid with a red colour. o-Methoxyphenylhydrazone, 
dark yellow needles soluble in sulphuric acid with a red colour. 
p-Chloro-o-methoxyphenylhydrazone, a dark yellow, crystalline 
powder soluble in sulphuric acid with a scarlet-red colour. 
o-Carboxyphenylhydrazone, a lemon-yellow, crystalline powder 
soluble in sulphuric acid with a golden-yellow colour; the aqueous 
solution forms a brick-red precipitate with silver nitrate. Di- 
phenyl-4 : 4'-dihydrazone, a brown, crystalline powder with a 
brownish-red reflex soluble in perchloric acid with a violet-red 
colour. 3: 3'-Dimethoxydiphenyl-4 : 4'-dihydrazone, a brown powder 
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soluble in perchloric acid with a violet colour. All these hydrazones 
are soluble in water and acetic acid, crystallise from alcohol, and 
their aqueous solutions are darkened slightly by alkalis. They 
dye wool and silk in bright yellow, orange, or red shades, and all 
possess a direct affinity for cotton from an alkaline bath, the 
afinity increasing with the molecular weight. The fastness is 
not great, but these colouring matters possess an interest on 
account of their tinctorial power, brightness, and level-dyeing 
properties. 

In a parallel series of experiments some derivatives of isatin- 
j-sulphonic acid were prepared by the action of various hydrazines. 
Potassium isatin-5-sulphonate phenylhydrazone, lemon-yellow needles 
very soluble in water, dyes wool and silk greenish-yellow shades 
of low fastness. Sodiwm isatin-5-sulphonate p-tolylhydrazone forms 
long, golden-yellow needles. Isatin-5-sulphonic acid phenylmethyl 
hydrazone forms yellow, felted needles. F. M. R. 


The Free Amino-groups of the Proteins. R. ENGELAND 
(Z. physiol. Chem., 1921, 116, 226—227); S. EpLBACHER (ibid., 
228; cf. A., 1921, i, 199).—Polemical. 8S. S. Z. 


The Optical Rotatory Power of Crystalline Ovalbumin 
and Serum-albumin. Exrip Gorpon Youne (Proc. Roy. 
Soc., 1922, [B], 93, 15—35).—The specific rotation of crystalline 
ovalbumin is constant if recrystallisation is made at the isoelectric 
point, but varies with changes in the hydrogen-ion concentration 
of the solution. The constant values obtained by the author 
are :—[«]j? —30-81° and [a] —37-53°. The variations produced 
by the addition of small quantities of acid or alkali are explained 
on the basis of a tautomeric change of the lactam-lactim type. 
(Crystalline horse serum-albumin was prepared by two methods. 
In each case the preparation had [«]}} —62-8° and [«]} —78-4°. 

E. S. 

The Action of Nitrous Acid on Casein. Max 8. Dunn and 
HowarD B. Lewis (J. Biol. Chem., 1921, 49, 327—341).—The 
distribution of nitrogen in casein and deaminised casein was deter- 
mined. In agreement with the current view as to the nature of 
the free amino-groups in proteins, lysine was found to be absent 
from the hydrolysate of deaminised casein, whilst the amount of 
monoamino-nitrogen was correspondingly increased. Some des- 
truction of tyrosine occurs during the deamination of casein. 

E. 8. 

Yeast-nucleic Acid. II. H. Sreupen and E. PErIsER (Z. 
physiol. Chem., 1921, 1414, 201—203; cf. A., 1921, i, 66).—By 
utilising the method of precipitating sodium guanylate with a 
concentrated solution of sodium acetate, it is found that a certain 


sample of yeast-nucleic acid contained 12—14% of this salt. 
8. 8, Z. 


The Influence of 8-Naphthalenesulphonyl Chloride on the 
Proteins. S. EpiBacHER and Berruotp Fucus (Z. physiol. 
Chem., 1921, 114, 133—136).—Clupeine, salmine, sturine, thymus- 

i* 
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histone, gelatin, casein, and edestin were treated with 8-naphthalene. 
sulphonyl chloride and the amount which combined with the 
respective proteins was ascertained. The basic protamines and 
the histone showed a relatively higher figure than the other 
proteins. The difference was, however, rather insignificant, 
The lysine content of the protein seems to have no influence on 
this reaction. S. 8. Z. 


The Titration Curve of Gelatin. Dorotuy Jorpan Lioyp 
and CHaruEes Mayss (Proc. Roy. Soc., 1922, [B], 93, 69—85)— 
Determinations were made of the hydrogen-ion concentrations 
of solutions of gelatin in known concentrations of acid and alkali 
hydroxide, and the amount of combined acid or alkali hydroxide 
was calculated in each case. It is concluded from the results 
that for concentrations of acid not exceeding 0-02N combination 
occurs at the free amino-groups of the gelatin molecule; for greater 
concentrations of acid, however; there is probably also combination 
at the nitrogen of the peptide linkings. No conclusion was drawn 
as to the mode of attachment of alkalis. E. $. 


Equilibrium: Gelatin-Hydrochloric Acid. II. Roszrr 
WINTGEN and Hernz VoGEt (Kolloid Z., 1922, 30, 45—53; cf. A. 
1921, ii, 247)——The hydrogen-ion concentration of mixtures of 
gelatin and hydrochloric acid has been determined electrometrically 
at 25° and the values have been compared with those calculated 
by means of the equilibrium formula previously published (loc. 
cit.). The acid concentration varied between 0-05N and 0-004N, 
and the gelatin concentration between 0° and 7%. The two sets 
of results agree astonishingly well, and indicate that dilute hydro- 
chloric acid and concentrated acid combine with the same number 
of basic groups in gelatin, and if it is assumed that gelatin is a 
uniform substance, only one amino-group reacts with hydrochloric 
acid. It behaves therefore as a monacid base toward hydro- 
chloric acid and has a molecular weight of 885 for the anhydrous 
material or 1070 for the air-dried material and an ionisation constant 
5:74x10714. Turbidity and precipitation occur in the neigh- 
bourhood of the isoelectric point, and at this point solutions of 
0-2% and 05% gelatin with N/3000- and N/1300-hydrochloric 
acid are seen in the ultramicroscope to contain numerous rapidly 
moving particles. The electrical conductivity of solutions of gelatin 
of concentrations up to 7% in 0-05N- and 0-025N-hydrochloric 
acid has been measured at 25° and from the results it is shown that 
Aw =88:-5 for gelatin chloride at 25° and that the ionic conductivity 
of the gelatin ion is 13. Comparative measurements with 6-glutin 
show that the power of this substance to combine with hydro- 
chloric acid does not differ essentially from that of gelatin and 
that 6-glutin has a molecular weight of about one-half that of 
gelatin. J. F. S. 


Vitamins from the Point of View of Structural Chemistry. 
R. R. Wriu1aMs (J. Ind. Eng. Chem., 1921, 13, 1107).—3-Hydroxy- 
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yridine, which exists in two crystalline modifications, is shown 
by titration with bromine to be non-enolic in neutral solution, 
like the 2- and 4-compounds. It forms a 1-methyl ether which 
js a viscous oil miscible with water in all proportions and not 


.Evolatile in steam. Its physiological action is not established. 


Three modifications of 4-phenylisocytosine were obtained, two 
of which had identical melting points and crystallographic pro- 
perties, but differed greatly in their solubility in alcohol. Two 
freshly prepared modifications, which seemed to be Johnson and 
Hill’s 8- and 6-forms, were fed to pigeons and all the birds receiving 
the B-form lost weight less rapidly than those receiving the $-form. 


if After being kept for two months, however, the same two prepar- 


ations showed no physiological difference. The author considers 
that vitamin-B will eventually be found to be a cyclic nitrogen 
compound in some ways analogous to the above. H. C. R. 


Vitamins from the Point of View of Physical Chemistry. 
Victor LaMerR (J. Ind. Eng. Chem., 1922, 13, 1108—1110).— 
The amount of vitamin-A in skim milk is roughly equal to that 
contained in the fat layer. The water-soluble vitamin-B is also 
somewhat soluble in fatty oils. Vitamin-B is absorbed by Fuller’s 
earth and by dialysed iron, and blood charcoal removes a measur- 
able amount of vitamin-C from orange juice; the extent of adsorp- 
tion is very sensitive to changes in the hydrogen-ion concentration. 
Vitamin-C is partly retained on filtration through Chamberland 
candles. The destruction of the antiscorbutic vitamin by heat is 
achemical reaction the velocity of which is accelerated by increase 
of temperature according to the equation X=K~Wt, where X is 
the per cent. of destruction, ¢ the time in hours, and values of K 
are 0:26, 0-39, and 0-49 for 60°, 80°, and 100°, respectively. These 
data exclude the possibility that vitamin-C is of a protein- or 
enzyme-like nature. Heating at a reduced hydrogen-ion con- 


"Bcentration results in an increased velocity of destruction. 


Bubbling oxygen through the solution at 100° results in the 
complete destruction of the vitamin in one hour, both in acid and 
weakly alkaline solution. Bubbling hydrogen through causes 
somewhat greater destruction than when no gas was used. 

H. C. R. 


Chloroform and Pepsic Digestion. A. Astruc and E. 
Renaup (J. Pharm. Chim., 1922, [vii], 25, 81—87).—Chloroform 
has only a very slow destructive influence on the diastatic activity 
of pepsin, whilst chloroform vapours have no appreciable action. 
Chloroform water is a suitable solvent for pharmaceutical pre- 
parations of pepsin, and exerts a distinct preservative action, 
although after two months a small decrease in the fermentative 
activity can be detected. Chloroform water is, however, a bad 
digestive medium, and considerably retards digestion in vitro, 
but it would not be correct to deduce therefrom that in the stomach 
it also exerts an opposing influence on digestion and the activity 


- fof the pepsin. G. F. M. 


[*2 
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The Influence of Reaction on the Action of Trypsin. |, 
W. E. Rincer (Z. physiol. Chem., 1921, 116, 107—128).—The 


optimum H-ion concentration for the action of trypsin at 37°§j 


was under certain conditions found to be Py 11:3. It was also 


found that strongly acid solutions inactivated the enzyme. At af; 


H-ion concentration of Py, 3-15 trypsin could be kept at 37°. As 
the H-ion concentration diminished the inactivation became more 
marked. At Py=12 the enzyme was almost instantaneously 
destroyed. ‘The maximum imbibition of fibrin took place at a 


reaction which had an instantaneous inactivating action on trypsin. §| 


8. 8. Z. 


The Inactivation of Trypsin. I. II. The Equilibrium 
between Trypsin and the Inhibiting Substance formed by 
its Action on Proteins. III. Spontaneous Inactivation. 
Joun H. Norturop (J. Gen. Physiol., 1921, 4, 227—244, 245—260, 
261—274).—The decomposition of gelatin by trypsin was investi- 
gated quantitatively by conductivity determinations and also by 
formal titration. Inactivation of trypsin is not effected by amino. 
acids or by the products of the hydrolysis of proteins by acid or 
alkali. The inhibiting substance occurs in the products of trypsin 
digestion and is dialysable. The equilibrium between the inhibitor 
and trypsin is found to agree with the scheme, trypsin--inhibitor 
== trypsin—inhibitor; it is reached instantaneously and is 
independent of the substrate concentration. On the assumption 
that hydrolysis is proportional to the concentration of free trypsin, 
it is shown that the laws of mass action are applicable. There is 
no evidence for any appreciable combination of trypsin with gelatin. 
Spontaneous inactivation of trypsin is also shown to occur inde- 
pendently of the influence of hydrolytic products. The rate of 
this inactivation approximates closely to that demanded by a 
unimolecular reaction. ‘Trypsin digestion products in excess exert 
a protective effect by inhibiting spontaneous inactivation. 

G. W. R. 


Maltase. III. The Non-identity of Maltase and «-Glucos- 
idase. RicHarD WILLSTATTER and WERNER STEIBELT (Z. physiol. 
Chem., 1921, 115, 199—210; cf. A., 1920, i, 795; 1921, ii, 72).— 
A number of preparations and yeasts have given quotients for the 
time value for glucosidate/time value for maltase, of varying magni- 
tudes. The two enzymes are therefore not identical. 8.8. Z. 


Effect of certain Antiseptics on the Activity of Amylases. 
H. C. SHERMAN and MARGUERITE WAYMAN (J. Amer. Chem. Soc., 
1921, 43, 2454—2461).—Low concentrations of chloroform did not 
affect the activity of commercial pancreatin or malt extract, but 
did affect the purified preparations of these amylases. Toluene 
had very little influence on the activities of the amylases either 
in their commercial or purified condition. All the preparations 
studied, either commercial or purified, were injured by formaldehyde 
even in low concentrations, and they were all very sensitive to 
copper sulphate. The percentage loss of enzyme action due to 
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these two antiseptics did not depend on the ratio of antiseptic to 
emyme or to substrate, but on the concentration of the antiseptic 
inthe system. The sensitiveness of the amylases to formaldehyde 
or copper sulphate as compared with their sensitiveness to toluene 
is possibly connected with the protein nature of the enzymes. 


W. G. 


The Influence of certain Amino-acids on the Enzymic 
Hydrolyses of Starch. H.C. SHerman and FLORENCE WALKER 
(J. Amer. Chem. Soc., 1921, 43, 2461—2469)—Previous work 
(ef. this vol., i, 66) has been extended to a study of glycine, alanine, 
tyrosine, and phenylalanine, using, however, Lintner’s soluble 
starch as the substrate. Addition of any of these amino-acids 
caused an increase in the rate of hydrolysis of starch by purified 
pancreatic amylase, commercial pancreatin, saliva, or purified 
malt amylase, but less marked results were obtained with malt 
extract, taka-diastase, or an aspergillus amylase. The addition of 
two of these amino-acids produced no greater effect than would 
result from the same concentration of one of them. The favourable 
effect of the added amino-acid was not due to any alteration in 
hydrogen-ion concentration of the medium or to the combination 
of the amino-acid with the product of the enzyme action. It is 
probably due, in part at least, to a protection of the enzyme from 
deterioration in the aqueous dispersion in which it acts. The 


addition of these amino-acids is a very effective means of pro- 
tecting the enzyme from the deleterious action of copper sulphate 
(cf. preceding abstract) and may even serve to restore to full 
activity an enzyme which has been partly inactivated by copper 
sulphate. W. G. 


The Influence of Arginine, Histidine, Tryptophan, and 
Cystine on the Hydrolysis of Starch by Purified Pancreatic 
Amylase. H.C. SHeRMAN and Mary L. CALDWELL (J. Amer. 
Chem. Soc., 1921, 43, 2469—2476).—The amyloclastic power of 
purified pancreatic amylase on soluble starch was measured in the 
presence of these amino-acids, using glycine and phenylalanine as 
control amino-acids (cf. preceding abstract). Arginine and cystine 
favourably influence the digestion of starch, but histidine and 
tryptophan do not. It is again shown (loc. cit.) that the results 
obtained were not due to any variation in the hydrogen-ion con- 
centration of the medium. There are thus apparently specific 
effects due to the amino-acids studied, which may depend on the 
structure of these acids and thus discriminate their action from 
that of the monoamino-acids originally studied. W. G. 


Remarks on the Elution of Saccharase and Maltase from 
Adsorbed Substances. Ricuarp WiLsTATTER and RicHaRD 
Kuun (Z. physiol. Chem., 1921, 116, 53—66).—Monosodium 
phosphate accelerates the elution of adsorbed saccharase from 
alumina with a solution of sucrose. A phosphate mixture of 
Py=7 has the same effect. This is not due either to the definite 

-ion concentration or to the specific action of the phosphate, 


i. 284 ABSTRACTS OF CHEMICAL PAPERS. 


as a citrate buffer of P,—4-5 produces a similar acceleration but 
not an acetate buffer of this H-ion concentration. Primary phos. 
phate has also an influence on the elution. Very low concentration; 
of glycerol sometimes raise the extracting power of primary 
phosphates. Maltase solutions do not remove adsorbed saccharag 
from alumina, but they can do so in the presence of monosodium 
phosphate. Maltase is not extracted by maltose alone, but is 
extracted by maltose in the presence of a buffer mixture. S.S. Z. 


The Specific Nature of Saccharase and Raffinase. Ruicwarp 
WILLSTATTER and RicHarD Kuun (Z. physiol. Chem., 1921, 145, 
180—198).—The quotient for time value for raffinase/time value 
for saccharase for several preparations of inverting enzymes was 
found to be 11-3. Similar quotients were also worked out for a 
number of yeasts. It is therefore concluded that saccharase and 
raffinase are two different enzymes. From the constant quotient 
obtained with the various inverting preparations it may be assumed 
that the two enzymes show a great similarity in some of their 
physical properties and are therefore not amenable to fractionation. 

8. S. Z. 


The Regeneration of Inactivated Saccharase by Dialysis. 
Hans v. EvLer and OLor SvANBERG (Z. physiol. Chem., 1921, 
114, 137—148).—Saccharase inactivated by silver nitrate, mercuric 
chloride, or aniline can be regenerated by dialysis. Whilst in the 
case of the metal salts the total regeneration of the enzyme cannot 
be accomplished, saccharase inactivated by the action of aniline 
can have its entire activity restored by dialysis. The saccharase 
of an active dry preparation could not be extracted with aniline. 

8. 8. Z. 


Rennet Coagulation of Milk as a Stimulated Process. 
Emit Baur and Eugen HERzFELD (Z. physikal. Chem., 1921, 98, 
460—473).—The velocity of coagulation of milk by rennet of 
various concentrations has been determined at 37° with the object 
of ascertaining whether the process is stimulated, and whether 
the rennet concentration is augmented by rennet contained in the 
milk. The results show that the coagulation is accompanied by 
an autocatalytic formation of new rennet in the milk. Experi- 
ments have been made to ascertain the rate at which the reaction 
is transmitted through milk in which no rennet has been placed. 
The reactions were carried out in a capillary tube which was con- 
nected with a large tube containing milk and rennet. The rate 
of transmission of the reaction is found to be 0-8 cm./hour. A 
control experiment shows that diffusion would have occasioned only 
a transmission of 1-0--0°5 cm. in hours. J.F.S. 


Oxydases. A. W. van DER Haar (Chem. Weekblad, 1922, 19, 
33—34).—The failure of Wester (ibid., 1921, 18, 700—703) to 
detect a blue coloration with guaiacol in alcohol may be due to the 
presence of reducing saccharides; after removal of these by dialysis, 
the blue colour is readily obtained. Priority is claimed for the 
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author (A., 1910, i, 604; 1917, i, 301) for observations as to the 
chemical nature of the oxydase molecule advanced by Willstatter 
and Stoll. 8. I. L. 


Tannase. Kart FREUDENBERG and Erich VOLLBRECHT (Z. 
physiol. Chem., 1921, 116, 277—292).—For the preparation of 
tannase the mould (Aspergillus niger?) was grown on a medium 
consisting of myrobalan extract, dipotassium phosphate, ammonium 
sulphate, and magnesium sulphate. After about four days’ growth 
it was extracted with water, care being taken that the acid was 
neutralised with barium hydroxide during the extraction. The 
extract was then concentrated in a vacuum and the enzyme pre- 
cipitated with absolute alcohol. The conditions under which 
tannase can be estimated quantitatively, using methyl gallate as 
the substrate, were also worked out. 8. 8S. Z. 


Reactions of the Phosphazines. WattTeR THEODORE KARL 
BRAUNHOLTZ (T., 1922, 121, 300—305). 


Action of Arsenious Chloride on Aniline. Jonn H. Scumipt 
(J. Amer. Chem. Soc., 1921, 43, 2449—2454).—Aniline reacts with 
arsenious chloride in solution in n-heptane to give a yellow com- 
pound, trianilinearsine hydrochloride, As)NHPh,HCl)3, m. p. 148— 
150°, which is probably identical with the compound described 
by Schiff (Compt. rend., 1863, 56, 268, 1095). This compound is 
readily transformed by heating it, either alone or preferably with 
an excess of aniline, into cyclic arsenic compounds. The first product 
is chlorophenarsazine, which with alkalis gives phenarsazine oxide, 


O(As<pegt>N H) and this on oxidation with hydrogen peroxide 


in alkaline solution yields phenazarsinic acid, N H<(s7it>AsO-OH. 


4 
From this acid, on nitration, dinitrophenazarsinic acid was obtained, 
giving a disodium salt. Aniline arsenate, m. p. 147—148°, and 
dianiline arsenate, m. p. 143°, were obtained by the interaction 
of aniline and syrupy arsenic acid in alcoholic solution, using excess 
of aniline or acid according to the salt required. 
A simple arrangement for sublimation in a vacuum, using a 
Beckmann boiling apparatus, is described. W. G. 


Organo-derivatives of Thallium. IV. Action of Thallium 
Chlorides on the Grignard Reagent and on Organo-derivatives 
of Tin, Lead, and Bismuth. Dorotuy GopDARD and ARCHIBALD 
Epwin Gopparp (T., 1922, 121, 256—261). 


i. 286 ABSTRACTS OF CHEMICAL PAPERS. 


Physiological Chemistry. 


Physiology of the Respiration of Fishes in Relation to the 
Hydrogen-ion Concentration of the Medium. Epwiy B, 
Powers (J. Gen. Physiol., 1921, 4, 305—317)—The absorption 
by marine fishes of oxygen at low tension is dependent on the 
hydrogen-ion concentration of sea-water. It is suggested that 
variations in the ability of individuals of a species to absorb oxygen 
at a given hydrogen-ion concentration depend on the alkaline 
reserve of the blood. G. W. R. 


The Respiratory Processes in Mya arenaria and other 
Marine Mollusca. J. B. Couture (J. Biol. Chem., 1921, 49, 
297—310).—From experiments on the survival of Mya arenaria 
under anerobic conditions, it is concluded that this, and other 
calcareous shelled molluscs, have in their tissues a store of oxygen 
which suffices temporarily to replace the external supply of the 
latter. Under anxrobic conditions the normal acid-base balance 
is maintained by the mobilisation of the reserves of calcium in the 
liver and the shell. C. R. H. 


The Action of Intravenous Injections of Hypertonic Solu- 
tions of Various Sugars on the Respiratory Metabolism of 
the Dog. Max Bircur (Biochem. Z., 1921, 124, 1—24)— 
Within half an hour of the intravenous injection of hypertonic 
solutions of dextrose and levulose, the respiratory quotient rises 
to a value above 0-9 with simultaneous increased heat production. 
The relatively greater heat production after levulose points to 
direct utilisation of the sugar without previous conversion into 
glycogen. The considerably smaller effects of intravenous injec- 
tion of hypertonic lactose and sucrose solutions is an indirect 
effect, and is attributed to an increased kidney and heart activity 
produced by flow of tissue fluids into the blood owing to the action 
of the hypertonic carbohydrate solutions. 


The Influence of Lack of Calcium in the Diet on the Re- 
spiratory Basal Metabolism. Fausto Preportti (Biochem. Z., 
1921, 123, 272—283).—Rats fed on a diet deficient in calcium show 
a diminished respiratory basal metabolism. H. K. 


The Physiology of the Glands. XLVIII. Experiments on 
the Respiratory Metabolism of the Dog with Extirpated 
Spleen. Lron AsHzR and Cav Kopa (Biochem. Z., 1921, 122, 
154—160).—The gaseous metabolism on a normal diet of dogs 
which have had their spleens removed is normal. This differs from 
the results of others on rats and rabbits. H. K. 


The Physiology of the Glands. XLIX. The Respiratory 
Interchange of the Dog with Extirpated Spleen and Diet 
Deficient in Iron. Lzon AsHER and Francis H. DOUBLER 
(Biochem. Z., 1921, 122, 161—167).—Extirpation of the spleen 
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coupled with an iron-free diet has no action on the respiratory 
raseous metabolism or the coagulation time of the blood of the 


dog. The hemoglobin content of the blood falls off very slowly. 
H. K. 


The Action of Carbon Dioxide on Salt and Water Dis- 
tribution in Blood. G. Muxar (J. Physiol., 1921, 55, 356— 
310; from Physiol. Abstr., 1922, 6, 568).—On treatment with 
arbon dioxide, the chlorine and water content of the corpuscles 
increases, the former by anion interchange, the latter by osmosis 
eonsequent on the increased carbon dioxide and chlorine in the 
erpuscles. Corpuscles always contain more carbon dioxide than 
the corresponding serum; the carbon dioxide is carried partly 
by increased alkali and partly by proteins. There is presumptive 
evidence that the corpuscles were alive for more than six hours 
in these experiments. EK. 8. 


The Distribution of Chlorine in the Blood. S. vAN CREVELD 
(Biochem. Z., 1921, 123, 304—314).—The results of recent workers 
on the distribution of chloride in the blood are criticised. Direct 
estimation on the circulating blood shows that the corpuscles are 
permeable; the percentage of chloride in the corpuscles relative 
to that of the plasma is greater in venous than in arterial blood. 
There is no evidence of a fixation of chloride as a fibrinogen chloride 
compound. H. K. 


Relation between the Chloride Content of the Blood and 
its Volume per cent. of Cells. A. Norcaarp and H. C. Gram 
(J. Biol. Chem., 1921, 49, 263—278).—Estimations were made of 
the chloride content of whole blood and plasma in normal and 
pathological cases. Nearly constant values were obtained for the 
plasma in all cases, whilst the values for whole blood were found 
to be dependent on the cell volume percentage, the smaller the 
latter the greater being the chloride content of the blood. Cal- 
culations of the chloride content of the corpuscles yielded, with one 
exception, constant values. EK. S. 


The Fate of Sulphides in the Blood. Howarp W. Haeearp 
and Tuomas J. CHARLTON (J. Biol. Chem., 1921, 49, 519—529).— 
The toxic properties of hydrogen sulphide are due neither to the 
formation of a compound with the hemoglobin of the blood nor 
to the production of sodium sulphide in the plasma. On the 
contrary, in vitro and in vivo experiments show that sodium 
sulphide is rapidly and completely hydrolysed by blood, the result- 
ing hydrogen sulphide being quickly oxidised in the presence of 
oxygen. The toxic effects of hydrogen sulphide, and consequently 
of sodium sulphide, are not cumulative. K. 8. 


The Isolation of Amino-acids in Blood. Emm ABDER- 
HALDEN (Z. physiol. Chem., 1921, 114, 250—254).—The presence 
of all the known amino-acids was established in the serum and in 
the plasma of cattle and horses by examining the dialysates of these 


fluids. Substances, on the other hand, giving the biuret reaction 
]** 
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or substances consisting of more than one amino-acid could not 
be found in the dialysate of these plasmas and serums. S. 8. Z. 


Blood Acetone Substances after the Injection of Small 
Amounts of Adrenaline Chloride. Rocrr 8. Hupparp and 
Fioyp R. Wricut (J. Biol. Chem., 1921, 49, 385—388).—After 
injection of adrenaline there is a rise in the concentration of acetone 
substances in the blood, which, however, bears no apparent relation 
to changes in the blood-sugar concentration or carbon dioxide. 
combining power. C. R. H. 


Fibrinogen Content of Human Blood. H.C.Gram (Pamphlet, 
Copenhagen, 1921, pp. 276; from Physiol. Abstr., 1922, 6, 566; 
cf. this vol., ii, 240).—A method of estimating fibrinogen in 2 c.c, 
of citrated blood after adding calcium chloride is described. In 
normal adults the plasma yields 0-2 to 0:38%; in whole blood the 
figures are 0-11 to 0-19. A number of diseases are mentioned in 
which variations occur. E. $. 


Animal Calorimetry. XIX. The Influence of Acids on 
the Carbon Dioxide-combining Power of the Blood Plasma. 
Sopura A. Taistra (J. Biol. Chem., 1921, 49, 479—483).—Measure- 
ments of the carbon dioxide-combining power of the blood indicate 
that the specific dynamic action of foodstuffs is not dependent 
on neutralisation of the alkaline reserve of the blood. E. S$. 


Animal Calorimetry. XX. The Influence of the Ingestion 
of Meat and of Glycine and Alanine on the Carbon Dioxide- 
combining Power of Blood Plasma. ALFRED CHANUTIN 
(J. Biol. Chem., 1921, 49, 485—486).—The ingestion of meat, 
glycine, or alanine in a dog increases the alkali reserve of the blood 
plasma as measured by its carbon dioxide-combining power. 


The Flocculating Capacity of Human Blood-plasma. 
WILHELM STARLINGER (Biochem. Z., 1921, 123, 215—224).— 
Flocculation in blood-plasma, produced, for example, by saturated 
sodium chloride solution, can be used as a measure of fibrinogen 
content. Inhibition of flocculation is produced by acid, alkali, 
neutral salts, increase of temperature, pepsin, and Witte peptone, 
whilst agar, gum-arabic, gelatin, and glycine increase flocculation. 

H. K. 


The Influence of Potassium and of Radioactivity on the 
Oxidation Velocity of the Red Corpuscles. Puitiep ELLINGER 
(Z. physiol. Chem., 1921, 116, 266—276).—The presence of potass- 
ium in the surrounding medium is indispensable for the respiratory 
function of the red blood-corpuscles. It can be replaced by 
rubidium, but not by cesium. Radioactive substances emitting 
a-rays cannot replace potassium in the respiratory function of the 
corpuscles. Eosin has a stimulating action in low and an injurious 
action in high. concentrations. Fluorescein has an injurious 
action even in very low concentrations. The stimulating influence 
of eosin is independent of the action of potassium. 8. S. Z. 
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Permeability of the Red Blood-corpuscles. E. WIECHMANN 
(Deuts. med. Woch., 1921, 47, 824—825; from Physiol. Abstr., 
1922, 6, 565; cf. this vol., i, 80).—The rapidity with which the 
exchange of ions occurs depends on specific properties of the ions 
themselves. E. 


The Analysis of a Volume Curve of Blood-corpuscles in 
Hypertonic Solutions, which renders possible the Simul- 
taneous Differentiation of Osmotic and Colloido-chemical 
Changes in Volume. TaxeEo Taker (Biochem. Z., 1921, 123, 
104—127).—Blood-corpuscles of men, rabbits, and oxen shrink 
in hypertonic solution proportionally to the external osmotic 
pressure, when this pressure does not exceed four times the normal 
pressure, quite independently of the nature of the medium. Beyond 
this point there is a sudden increase of corpuscular volume which 
may almost reach the initial normal volume. This is ascribed to 
a swelling of the erythrocyte colloids. The shrinkage is a reversible 
process, but the swelling is irreversible, as hemolysis takes place 
on dilution. In serum rendered hypertonic by dextrose there is 
no swelling of the corpuscles. B. 


The Biochemistry of the Phosphatides and Sterols. IV. 
The Importance of the Proportion of Cholesterol—Lecithin 
of the Erythrocyte Surface for the Stability of Suspensions 
of Blood-corpuscles and for Natural Hemolysis. R. Brinx- 
man and (Fru.) H. Wastu (Biochem. Z., 1921, 124, 25—36).—In 
salt solutions, corpuscles lose their distinctive velocity of sediment- 
ation owing to a washing away of constituents of the surface 
of the corpuscles. These constituents may be recovered as a 
cholesterol (light petroleum soluble) fraction and a phosphatide 
(alcohol-soluble) fraction. If both be added to the washed cor- 
puscles, they recover their property of agglutination, whereas if 
only phosphatides be added there is hemolysis. H. K. 


Agglutination and Velocity of Sedimentation of Cor- 
puscles. II. WitHEe~tmM STARLINGER (Biochem. Z., 1921, 122, 
105—119).—The addition of kaolin, bolus alba, or animal char- 
coal retards the sedimentation of corpuscles by adsorbing the 
fibrinogen. Gelatin, agar, and gum, however, accelerate the 
flocculation and sedimentation. This is attributed to a diminution 
of the suspension stability of the corpuscles, due partly to abstrac- 
tion by adsorption by these substances of the break-down products 
of the corpuscles and partly to withdrawal of water. H. K. 


The Action of some Electrolytes and Non-Electrolytes on 
the Velocity of Sedimentation of the Red Blood-corpuscles 
of the Horse. J. Runnstr6m (Biochem. Z., 1921, 123, 1—26).— 
The velocity of sedimentation of horse corpuscles was determined 
in presence of various salts, hydrochloric acid, serum, gelatin, and 
narcotics. The results obtained show great variation, and are 
interpreted on the hypothesis that the action of ions is due to 
adsorption on the surface of the corpuscle, the presence of colloids 
ys 
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modifying the adsorption of the ions through competition for the 
erythrocyte surface. H. K. 


The Distribution of Chloride between Corpuscles and 
Plasma. AvucGustTin Muresanu (Biochem. Z., 1921, 124, 114~ 
118).—In agreement with other observers, the corpuscles were 
found to be practically free from chloride. The contrary state. 
ments of Siebeck (Arch. expt. Path. Pharm., 1920, 85, 214), even 
employing Siebeck’s method, could not be substantiated. In 
some pathological cases, for instance, nephritis, the corpuscles 
contain appreciable quantities of chloride. H. K. 


Permeability of Cells and Tissues. VIII. The Question 
of the Distribution of Hormones and Drugs in the Blood. 
Hans Scuarprr (Biochem. Z., 1921, 122, 232—250).—The dis. 
tribution of barium chloride, choline bromide, and nicotine between 
corpuscles and plasma or serum was determined by a physiological 
method—using Fuhner’s nerve-free leech preparation. The cor- 
puscles are impermeable to barium, but nicotine and choline both 


distribute themselves equally in plasma or serum and corpuscles. 
H. K. 


The Fixation of Quinine by Red Blood-corpuscles and 
the Distribution of Quinine in Blood. P. Rona and E. Biocu 
(Biochem. Z., 1921, 121, 235—258).—By making use of the relation, 
that when the toxic concentration of quinine on the activity of 
serum lipase is increased in geometrical progression the velocity 
constants of the hydrolysis of tributyrin by lipase fall off in arith- 
metical progression, the authors find that 80 to 90% of the quinine 
added to blood is fixed by the corpuscles. The method is applicable 
to fractions of a mg. of quinine. After intravenous injection of 
quinine, only 1 to 4% of the quinine could be found in the blood. 

H. K. 


The Distribution of Cinchona Alkaloids in the Organism. 
II. ALrrEepD ScHNABEL (Biochem. Z., 1921, 122, 285—294).—Further 
experiments with kidney and brain suspensions and optochin 
show the same behaviour as earlier experiments with corpuscles. 
The optochin is taken up by the cells and slowly given up to the 
surrounding fluid. Parallel with this behaviour in vitro, it is 
found that freshly defibrinated blood of a rabbit injected with 
optochin has a lower concentration of optochin in the serum when 
examined immediately than when kept for some time. The fixation 
of optochin by corpuscles is an adsorption phenomenon. Quinine, 
which can also be estimated by its inhibitory action on the reducing 
capacity of pneumococci to methylene-blue, but is about one- 
twentieth as active as optochin, is likewise taken up by the cor- 
puscles and slowly given off to the surrounding fluid, producing 
an actual increased concentration of quinine in the surrounding 
fluid. H 


The Theory of Blood-clotting. AtBrert Funcx (Biochem. 
Z., 1921, 124, 148—155).—Flocculation of fresh undialysed 
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fibrinogen only takes place between P, 4 and P;,9. At an acidity 

eater than P,,4, fibrinogen wanders to the cathode and at an 
alkalinity greater than P,,9 to the anode. Purified solutions of 
serum-albumin, serum-globulin, and egg-albumin cause clotting 
of fibrinogen but fibrino-globulin is without action. H. K. 


The Quantitative Action of some Factors in the Clotting of 
Blood. Lupwic Hetier (Biochem. Z., 1921, 123, 90—103).— 
At.a lower concentration than about 10%, normal blood does not 
clot. At a blood-dilution of 1: 200, the minimum concentration 
of calcium chloride necessary for clotting is 0-005 to 0-006%; at 
higher dilutions, the minimal calcium chloride concentration is 
higher, and at lower dilutions of the blood, lower. The concen- 
tration of sodium chloride is also of influence. The results are 
applied to the blood of pathological cases. 


The Free and Esterified Sulphuric Acid in Normal and 
in Pathological Body-fluids. Wo.trcanc HEUBNER and ROBERT 
MrYvER-Biscu (Biochem. Z., 1921, 122, 120—127).—Normal serum 
contains about 0-02% of sulphate which can be dialysed out with 
the chlorides, but is adsorbed by the proteins when these are pre- 
cipitated. In pathological exudates there was one-third less 
sulphanion than in serum and a small proportion of sulphuric acid 
inester form. The latter shows an increase after sulphur injections 
in diseases of the joints. H. K. 


Fixation of Lime by Animal Tissues. VI. E. FREvDEN- 
BERG and P. Gyérey (Biochem. Z., 1921, 124, 299—310).—A 
number of bases and basic substances inhibit the fixation of calcium 
by cartilage or serum. The action of anions on the fixation of 
calcium by serum and brain-matter has also been examined. 


H. K. 


Physico-chemical Investigations on Body-fluids. IV. 
The State of Sugar in Serum. Sreran RusznyAxk and Giza 
Het&nyi (Biochem. Z., 1921, 121, 125—126).—The reducing sub- 
stances present in serum are greater in amount than in the ultra- 
filtrate. After fermentation with yeast, the residual reducing 
substances in the serum are equal in amount to those in the ultra- 
filtrate. A portion of the original sugar of the serum is therefore 
in a colloidal, non-ultra-filtrable state. H. K. 


‘“‘ Double-nitrogen,’’ a Diagnostic for Endogenous Protein- 
breakdown, especially for Hidden Suppuration. ARrNnoLp 
Haun (Biochem. Z., 1921, 121, 262—272).—The difference between 
the nitrogen content of serum after removal of proteins and break- 
down products by precipitation with -phosphotungstic acid and 
the nitrogen content of serum after removal of proteins alone by 
trichloroacetic acid, gives a measure of the protein degradation 
products present. This value the author terms ‘‘ double-nitrogen”’ 
(Doppelstickstoff). H. K. 
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The Action of Kaolin on the Terminal Component and on 
the Tributyrin Hydrolytic Capacity of Guinea Pig’s Serum. 
O. OtsEN (Biochem. Z.. 1921, 124, 119—129).—Previous experi. 
ments (ibid., 112, 188) showed an analogy between the final portion 
of the complement and the tributyrinase, rather than with the 
middle portion, or the third component of the complement. By 
gentle agitation of sera with kaolin, it is now shown that the final 
portion of the complement is inactivated before the tributyrinase. 
It is thought that the final portion of the complement may be 
complex, the tributyrinase constituting one component. H. K. 


Hemolytic Action of Sodium Glycocholate. Eric Ponprr 
(Proc. Roy. Soc., 1922, [B], 93, 86—103).—Serum-albumin, peptone, 
adrenaline, pituitrin, histamine, and histidine accelerate or retard 
the hemolytic activity of sodium glycocholate according as they 
are added after or before the latter to the suspension of blood cells. 
The author is unable to explain these results on the theory that 
the bile salt dissolves the corpuscle envelope, but suggests that 
they are due to a disturbance of surface tension at the surface of 
the corpuscle. Blood-serum inhibits the hemolytic action of both 
sodium taurocholate and sodium glycocholate. 


Animal Calorimetry. XVIII. The Behaviour of Various 
Intermediary Metabolites on the Heat Production. Granam 
Lusk [with James EvENDEN] (J. Biol. Chem., 1921, 49, 453—478; 
cf. A., 1919, i, 105)—No change in metabolism was produced by 
the administration of sodium hydrogen carbonate to a dog. In- 
creased heat production was, however, observed in each case after 
administration of the following substances: acetic acid, lactic 
acid, sodium lactate, glycollic acid, sodium glycollate, hydro- 
chloric acid, sodium salt of glycine. There was no relation between 
the potential hydrogen-ion concentration and the specific dynamic 
action of the substances administered. E. 8. 


The Hydrolysis of Casein and Deaminised Casein by 
Proteolytic Enzymes. Max 8. Dunn and Howarp B. Lewis 
(J. Biol. Chem., 1921, 49, 343—350).—Deaminised casein is hydro- 
lysed by pepsin and trypsin, but is unattacked by erepsin except 
after the preliminary action of either of the first-named enzymes. 
In each case, the action proceeds at a slower rate than in the corre- 
sponding case of casein. Experiments on a dog indicate that it 
is metabolised in the animal body, although repeated ingestion 
produces vomiting and loss of appetite. E. 8. 


The Problem of Nuclein Metabolism. II. The Influence 
of Human Feces on Yeast-nucleic Acid. Jutius ROTHER 
(Z. physiol. Chem., 1921, 114, 149—160; cf. A., 1920, i, 784).— 
Approximately one-half of the purine bases of yeast- -nucleic acid 
have their purine rings ruptured when the acid is digested for forty 
to forty-eight hours at 37° with a suspension of human feces. In 
a metabolic experiment with a human being, it was found that 
the purine ring of the bases given to the patient per os in the form 
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of yeast-nucleic acid was ruptured in the lower portion of the 
intestine. The reaction depends on the time of sojourn of the 
nucleic acid in the large intestine. 8.8. Z. 


) 

t Synthesis of Uric Acid in the Human Organism. GuSTAV 
By KoLLMANN (Biochem. Z., 1921, 123, 235—244)—Observations on 

fina] | 2 twenty-six year old girl for fifty days on a standard diet poor in 

nase urines resulted in an increase of weight of 4 kilograms and an 


excretion of 15 grams of uric acid in excess of the quantity furnished 
by the food. A purine synthesis is postulated, but requires further 
confirmation. x. x. 


The Formation of Mercapturic Acid during the Ingestion 
of a Protein Minimum. JoszpH KaprHaMMER (Z. physiol. 


tard T Chem., 1921, 146, 302—307)—During the ingestion of a protein 
ell. minimum, added bromobenzene is converted into p-bromophenyl- 
that mercapturic acid if at the same time cystine is introduced 
that y subcutaneously. 8. 8. Z. 

e of The Action of the Thyroid Gland Hormone in Phloridzin 


Diabetes. XLVI. Lron ASHER and WALTER HORRISBERGER 


S. (Biochem. Z., 1921, 121, 64—75).—Phloridzinised rats show an 
increased basal metabolism on administration of desiccated thyroid. 
nye H. K. 
1AM 
78; Vitamin-B and Co-enzymes. II. H. v. Evter and Kari 
by § Myrpack (Z. physiol. Chem., 1921, 115, 155—169).—A method is 
In- described by means of which vitamin-B (“ Biocatalyst’’) is esti- 
fter mated quantitatively by its stimulating power on alcoholic fer- 
otic mentation. A maximum is reached by the addition of the stimu- 
ro- lating substance after which any further addition inhibits the 
Pen fermentation. Utilising this method, it is found that a considerable 
nic quantity of the vitamin is used up in the human body oi 4 
by Increase of Nitrogen after Fleshy and Meal Diets. L.~° 


Drenes (Biochem. Z., 1921, 123, 128—143).—After emaciation, 
more nitrogen is fixed from fleshy foods than from wheaten flour. 


H. K. 


Replacement of Protein by Urea in Rations. A. MorGEn, 
G. ScH6LER, K. WINDHEUSER, and Exisa OHLMER (Landw. Versuchs.- 
Stat., 1921, 99, 1—26).—Experiments with sheep and milch animals 
showed that in rations containing a normal amount of protein, 
replacement by urea is possible up to 30—40%. A slight depression 
in milk production in the case of milch sheep and goats receiving a 
portion of their nitrogen in the form of urea was balanced by an 
improvement in the quality of the milk. G. W. R. 


id Colorimetric Experiments on Tryptophan. VI. The 
y Tryptophan Content of some Foods and the Tryptophan 
n Requirement of Men. Otto Firrs and Fritz Linsen (Biochem. 
it Z., 1921, 122, 58—85; cf. A., 1921, i, 64, 74; ii, 71)—For the 
n purpose of this investigation, the tryptophan content of a large 
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number of foodstuffs had to be determined colorimetrically 
(Voisenet’s test). As the presence of a large proportion of fats 
or starch interferes with the reaction, the proteins had to be 
isolated in some cases. On an average, the tryptophan content of 
nutritive protein is between 2% and 2.4%. By making use of 
the large numbers of metabolic experiments described in the 
literature, the authors show that a man weighing 70 kilos. consumes 
2-5 to 3:2 grams of tryptophan per diem, and no harm ensues if 
the tryptophan content is only one-half of this. H. K. 


Histochemistry of Spermatozoa. IV. Chemical Com- 
position of the Spermatozoa of the Shad (Clupea alosa), 
H. Srevupet (Z. physiol. Chem., 1921, 114, 161—166; cf. A., 191], 
ii, 626, 905; 1913, i, 216).—The nucleic acid of the spermatozoa 
of the shad was prepared by the sodium acetate and alcohol method 
as the copper salt, C,,H;,0,,N,;P,Cu,. The amount of the salt 
obtained was equal to 41-47% of the total matter. The phos. 
phorus-nitrogen ratio of the spermatozoa of the shad was found 
to be identical with that of the spermatozoa of the herring. 


8. 8. Z. 


Sugar Content of the Hen’s Egg. J. S. HEpBurn and 
E. Q. St. Joun (J. Amer. Inst. Homeopathy, 1921, 14, 339—343).— 
A modification of the method of Folin and Wu (A., 1919, ii, 308; 
1920, ii, 337) yielded the following results for the minimum, maxi- 
mum, and average percentage content of dextrose respectively : 
whole egg, 0-36—0-49, 0-459; white free from yolk, 0-29—0-57, 
0-47%; yolk free from white, 0-11—0-15, 0-:14%; yolk com- 
mercially separated, 0-16—0-35, 0-25%. Results obtained from 
eggs after preservation in sodium silicate solution, and from frozen 
white of egg, were within the above limits, but putrid white of egg 
contained no dextrose. CHEMICAL ABSTRACTS. 


Lipoids. XVIII. The Preparation of Phosphosulphatides 
- from Brain. SiamunpD FRANKEL and OskKaR GILBERT (Biochem. 
Z., 1921, 124, 206—215).—The portion of protagon from human 
brains which forms a barium salt insoluble in alcohol is known to 
be free from galactosides. It contains, however, sulphur and 
phosphorus. A portion of the barium salts soluble in benzene was 
prepared and the fraction of this soluble in light petroleum is a 
phosphosulphatide, the ratio P:S:N: Ba being 1:1:3:2. On 
hydrolysis, the barium salt gave aminoethyl alcohol and cerebronic 
acid. H. K. 


Lipoids. XIX. A Lecithin from Human Brain. Siemunp 
FRANKEL and Artur KAsz (Biochem. Z., 1921, 124, 216—227).— 
Linnert’s sahidin from human brain has been re-examined. At 
one stage of the purification the phosphorus nitrogen ratio was 
3:2, in agreement with Linnert’s values, but further purification 
by solution in toluene and precipitation with alcohol gave finally 
a sparingly soluble product which proved to be pure lecithin 
(N:P:=1:1). The hydrolytic products were glycerylphosphoric 
acids, choline, stearic, and oleic acids. H. K. 
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Sugar of Cerebrospinal Fluid. R. Coopr (Quart. J. Med., 
1921, 145, 1—8; from Physiol. Abstr., 1922, 6, 564)—A low sugar 
content is found in tubercular meningitis, and certainly not a high 
one in encephalitis lethargica, which some French writers claim. 


E. $8. 


The Relation between Blood-plasma and Tissue Fluids, 
especially the Aqueous Humour and the Cerebrospinal 
Fluid. I. The Sugar Content and the Question of the 
Combined Sugar. J. pE HAAN and S. vAN CREVELD (Biochem. 
Z., 1921, 123, 190—214).—The dextrose content of the aqueous 
humour and of the cerebrospinal fluid of the rabbit is less than that 
of the blood-plasma. In hyperglyzemia produced by adrenaline, 
the diffusion of dextrose into the two fluids is moderately rapid 
and of the same order in both. The excess of dextrose in normal 
jlood-plasma over that in the aqueous humour is attributed to 
the non-dialysable bound sugar, whilst the difference in the cerebro- 
inal fluid is augmented by the greater consumption of dextrose 
by the brain. H. K. 


Comparative Study of the Sugar Content of the Spinal 
Fluid in Diseases of the Nervous System. L. D. STEVENSON 
(Arch. Neurol. Psychiatry, 1921, 6, 292—-294)—Benedict’s method 
kd to distinctly higher results than those given by Shaffer’s 
method. Four cases of encephalitis gave an average of 60 mg. 
of sugar per 100 c.c. by Shaffer’s method. Former values with 
folin’s method were much higher. It is suggested that some 
ther reducing substance may be present in cases of encephalitis, 
thich may not interfere with the Shaffer method. 
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Chemical and Biochemical Investigations of the Nervous 
System under Normal and Pathological Conditions. IX. 
Giacomo PraHini (Biochem. Z., 1921, 122, 144—151).—A review 
ofthe previous results of the author and of others. H. K. 


The Thermolability of the Sucrose-splitting Enzyme of 
he Human Jejunum. H. von Ever and Kar~t Myrpicxk 
2. physiol. Chem., 1921, 14.5, 68—76).—The sucrose-splitting enzyme 
ifthe human jejunum is much more thermolabile than the corre- 
ponding yeast enzyme. The two enzymes are therefore not 
identical. 


A Basic Protein Derivative. K. Frrix (Z. physiol. Chem., 
1921, 246, 150—165).—Basic protein derivatives were obtained 
fom the mucous membrane of the intestine, from the lymphatic 
sands, and from the thymus. They were prepared by extracting 
the tissues with dilute hydrochloric acid, precipitating the histone 
by saturating the solution with sodium chloride, and finally pre- 
tipitating the basic derivative with phosphotungstic acid. The 
distribution of nitrogen in these derivatives has been worked out. 
Trypsin did not digest these substances. 8. 8. Z. 
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The Saccharase of the Intestine. H. von EvLER and 0, 
SvanBerG (Z. physiol. Chem., 1921, 115, 43—67).—Quantitative 
determinations of the enzymic activity of the intestinal saccharase 
in various sections of the intestine are given. 8.8. Z. 


Action of Potassium, Calcium, and Magnesium Ions on 
the Sympathetic Nerve of the Heart. J. TEN CaTE (Arch, 
Néerland. physiol., 1921, 6, 269—288).—Frogs’ hearts perfused 
with Ringer solution containing magnesium, or excess of potassium 
or calcium, or from which potassium is omitted, respond to excita. 
tion of the accelerator nerve or to the action of adrenaline after 
they have ceased to beat. The same holds if the Ringer solution 
is replaced by an isotonic solution of common salt, but there is 
no response when calcium-free Ringer is used. The possible 
explanation is discussed. E. S$. 


Potassium and Radioactivity. S.G. ZonpExK (Biochem. Z,, 
1921, 121, 76—86).—Using a Straub’s heart preparation, the 
author failed to confirm any of Zwaardemaker’s observations 
(A., 1918, i, 326). Zwaardemaker’s success is attributed to the 
use of antiquated methods. H. K. 


The Ionic Equilibrium of Cells. The Physiology of Sodium. 
S. G. ZonpEeK (Biochem. Z., 1921, 124, 87—108).—Hearts were 
perfused with various concentrations of solutions containing sodium, 
potassium, and calcium ions. The heart can adjust itself to other 
concentrations of the ions mentioned than the normal. The 
antagonistic action of calcium to potassium and to sodium is thought 
to be related to the atomic number of these elements, for whereas 
the difference of atomic number of potassium and calcium is unity, 
and their relative intensity is approximately equal, sodium has an 
atomic number nine less than calcium, and its antagonistic action 
is much less. H. K 


The Creatine Content of the Human Heart Muscle in 
Various Illnesses. Fr. ConstaBEL (Biochem. Z., 1921, 122, 
152—153).—Heart muscle in a braced condition contains a higher 
percentage of creatine than when in a relaxed condition as in 
fatty degeneration. H. K. 


The Chemistry of the Lungs. I. Usatpo Sammartino 
(Biochem. Z., 1921, 124, 234—243).—Lung tissue contains much 
cholesterol, cholesteryl esters, glyceryl palmitate, and unsaturated 
phosphatides. There is relatively little lecithin and kephalin, 
but a much larger proportion of cerebrosides and phosphosul- 
phatides. H. K. 


The Action of Pilocarpine on the Glycogen Content of 
Organs. Curr HoRNEMANN (Biochem. Z., 1921, 122, 269— 
273).—The hyperglycemia produced by pilocarpine was not 
influenced by administration of oxygen through the vena femoralis. 
The glycogen of the liver is used up, but that of the muscles shows 
but a slight decrease. . H. K. 
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The Steric Transformation of the Hexoses through the 
Agency of Organs and Cells (the so-called Stereokinases). 
§. Isaac and E. ApuER (Z. physiol. Chem., 1921, 115, 105— 
129)—The surviving liver was the only organ which was found 
to be able to transform levulose into dextrose. This organ fulfilled 
this function only when it was intact and irrigated. Other tissues, 
such as muscle or blood corpuscles, as well as the pulp and extracts 
of various organs failed to bring about this transformation. 

8. 8. Z. 


Higher Alcohols in the Unsaponifiable Matter from Shark 
and Ray-fish Liver Oils. Mirsumarvu TsvsimoTo and YosHIYUKI 
TovaMA (Chem. Umschau, 1922, 29, 27—29, 35—37, 483—45).— 
Kagurazame oil (from the liver of Hexanchus corinus, Jordan and 
Gilbert) has the following characters: d}? 0-9146, acid number 
049, saponification number 163-0, iodine number (Wijs) 124-5, 
n® 1-4740, Hehner number 97-70, unsaponifiable matter 15-24%, 
glycerol 5-43%, acid number of the fatty acids 192-5, polybromide 
number of the fatty acids 26-30%. The oil does not contain 
sgualene. The unsaponifiable matter consists chiefly of two new 
dihydric alcohols, one saturated and the other unsaturated. The 
saturated alcohol, batyl alcohol, CoH. O.,, is obtained by the 
hydrogenation of the unsaturated one in alcoholic solution at the 
ordinary temperature in the presence of platinum black. It 
cystallises in colourless, rectangular laminz with silvery lustre, 
m. p. 69°. The unsaturated selachyl alcohol, CopH4 O03, is a yellow 
liquid, d}’ =0-9206, nj} =1-4690, iodine number 78-9. It is uncer- 
tain whether one of the three oxygen atoms of these alcohols is 
in the form of a hydroxyl group which cannot be acetylated or 
is part of an ether-like structure. 

These alcohols also form the principal constituents of the 
unsaponifiable matter of the liver oils from the following species : 
Cirrhigaleus barbifer, Somniosus microcephalus, Narcacion tokionis, 
Chimera owstoni, Chimera mitsukurit. They also occur together 
with large quantities of squalene in the unsaponifiable matter from 
the liver oils of Lepidorhinus kimbei and Zameus squamulosus. 
The liver oil from Chlamydoselachus anguineus probably contains 
another alcohol as the principal constituent of the unsaponifiable 
matter. The principal constituent of the unsaponifiable matter 
of Doran-ei oil is cholesterol. H. C. R. 


The Stimulatory Action of Amino-acid Hydrochlorides on | 
the Pancreatic Secretion. M. Arar (Biochem. Z., 1921, 121, 
175—179).—The hydrochlorides of glycine, d-alanine, d-glutamic 
acid, and glycylglycine injected into the duodenum of a dog with 
atemporary pancreatic fistula cause a vigorous pancreatic secretion. 
Histidine hydrochloride and glucosamine hydrochloride had no 
action. Intravenous or subcutaneous administration of any of 
these salts was without result. Adrenaline inhibits such a pan- 
creatic secretion, but atropine is without action. H. K. 


The Nucleic Acids of the Spleen of Cattle. H. SrrupEL 
(Z. physiol. Chem., 1921, 114, 255—261).—As in the case of the 
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pancreas it is possible to obtain from the spleen of cattle guanylic 
acid and a real nucleic acid. The former was obtained from a 
protein isolated from the spleen by boiling the minced organ with 
water, filtering, and precipitating the filtrate with 50% acetic 
acid and alcohol. Guanylic acid was prepared from this protein 
by treating it with 2% sodium hydroxide on the water-bath, 
acidifying with acetic acid, and filtering. The guanylic acid 
separated from the filtrate on keeping. The nucleic acid was 
prepared from the residue of the spleen obtained after the aqueous 
extraction in the preparation of the protein by digesting it with 
33% sodium hydroxide and precipitating with alcohol. Ten grams 
of the nucleic acid yielded 0-9 gram of guanine (calculated 0-8668) and 
0-68 gram of adenine (calculated 0-7698). 8. 8. Z. 


The Physiology of the Glands. XLVII. The Relations 
between the Thymus, Spleen, and Bone-marrow. Lion 
ASHER and Genco Matsumo (Biochem. Z., 1921, 123, 27—50).— 
The hemoglobin and white corpuscular content of blood were 
examined after extirpation of the thymus and spleen. Stimulation 
of the bone-marrow of normal rabbits by hydrocyanic acid or by 
bleeding leads to a fall in the hemoglobin, an increase of lympho- 
cytes, but a decrease in the number of leucocytes. Extirpation 
of the thymus inhibits this response almost completely. Extir- 
pation of the spleen, however, has little effect. H. K. 


The Degradation of Carbohydrates in Transversely Striated 
Muscles. I. Frirz Laquer (Z. physiol. Chem., 1921, 116, 
169—222).—The formation of lactic acid from various sugars 
by frog, muscle has been studied under different physiological 
conditions. 8. 8. Z. 


Reduction of the Aromatic Nitro-group as Indicator of 
Partial Processes of Respiration and of Fermentation. A 
Method for the Comparative Estimation of Biological Oxido- 
reduction. I. Experiments with Respiring Cells. II. 
Experiments with Fermenting Cells. W. Lipscnirz and A. 
GorTscHALK (Pfliiger’s Archiv, 1921, 191, 1, 32—50; from Physiol. 
Abstr., 1922, 6, 589—590).—I. The m-nitrophenylhydroxylamine 
produced by the reducing action of tissues on m-dinitrobenzene 
can be estimated colorimetrically after filtration, and a quantitative 
measure of hydrogen activation thus obtained. Experiments on 
frog muscle show that the rate of reduction depends on the con- 
centration of co-ferment in the sense in which that term was used 
by Meyerhof; the falling-off of the rate of reduction with time 
resembles that of the oxygen respiration rate. Reduction is 
destroyed by temperatures above 80°, is dependent on intact cell 
structure, is diminished with increase of oxygen pressure and by 
narcotics. Whilst combinations of narcotics have an additive 
effect on the reduction, a combination of a narcotic with hydrogen 
cyanide always shows less inhibition than the sum of the effects 
of the two substances separately, and not infrequently less than 
one alone. The curve relating inhibition to reduction of con- 
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centration of hydrogen cyanide is, unlike the oxygen respiration 
curve, a diphasic one, with a maximum at 0-05% and a new mini- 
mum at 0:-5% potassium cyanide (neutralised). Reduction is lost 
after extraction of the muscle with water, but is restored again by 
muscle or yeast juice, or by succinic, fumaric, citric, glutamic, 
and «-glycerophosphoric acids; after partial extraction, it is 
restored to some extent by lactic acid, but never by maleic, glutaric, 
yruvic, hydroxybutyric, or tartaric acid, or by glycerol, glyceric 
acid, dextrose, levulose, or glycogen. In unextracted muscle 
reduction is accelerated by succinic and fumaric acids, but inhibited 
by maleic acid, also by saponin (cf. Hopkins, A., 1921, i, 635). 

II. The musculatures of Ascaris and Luwmbricus were studied 
as examples of facultative anzrobic tissues. Ascaris reduced 
powerfully ; the reduction was independent of intact cell structure, 
was thermolabile, dependent on the presence of co-ferment, not 
inhibited by oxygen, and never inhibited more than 30% by 
hydrogen cyanide, the curve being also not diphasic. Lumbricus 
reduced less powerfully, the reduction being dependent on intact 
cell structure, and being inhibited up to 80% by hydrogen cyanide 
(uniphasic). The reduction by Bacillus proteus and B. butyricus is 
also (incompletely) inhibited by potassium cyanide (0-25%). E.S8. 


Fixation of Calcium by Animal Tissues. IV and V. 
E. FREUDENBERG and P. GyGray (Biochem. Z., 1921, 121, 131— 
141, 142—149).—IV. Natural cartilage rich in sodium, swells 
better than cartilage artificially enriched with calcium or mag- 
nsium. In all three cases there is a minimum of swelling at 
P, 4:7, the isoelectric point of the cartilage protein. 

VY. Calcium is only taken up by cartilage at concentrations 
above 0-01N. Tryptic and autolytic processes, or the presence of 
urea, and ammonium chloride inhibit its fixation. H. K. 


I. The Composition of Chinese Edible Birds’ Nests and 
the Nature of their Proteins. II. The Isolation and the 
Nature of the Amino-sugar of Chinese Edible Birds’ Nests. 
(at Cue Wane (J. Biol. Chem., 1921, 49, 429—439, 441—452).— 
The edible birds’ nests contain a glucoprotein which is digested 
by both pepsin and trypsin. From the product of hydrolysis 
with hydrochloric acid a hexosamine hydrochloride was isolated 
which appears to be different from both glucosamine and chondros- 
amine hydrochlorides. It has [«]) -+-70-6° (equilibrium), the 
initial rotation depending on the method of crystallisation, and 
becomes black at 250° after darkening at a much lower temperature. 
With phenylhydrazine and acetic acid, it forms an osazone which 
melts at 214° with rapid heating, and at a considerably lower 
temperature after remaining over sulphuric acid. The birds’ 
nests contain inadequate protein for the growth of rats. _E. 8. 


Bioluminescence. XIV. The Specificity of Luciferin and 
Luciferase. E. Newron Harvey (J. Gen. Physiol., 1921, 4, 
285—295).—The luciferin-luciferase reaction was obtained in a 
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few cases only out of a number of luminous organisms investigated, 
The luciferin of one species will not luminesce with the luciferase 
of another species unless closely related. Specificity is consequently 
indicated. G. W. R. 


The Identification of the Aldehyde-like Substance in the 
Urine of Diabetics as Acetaldehyde. W.SteEpp and R. Frevtczn 
(Z. physiol. Chem., 1921, 114, 301—306).—The aldehyde-like 
substance in the urine of diabetic patients was concentrated by 
fractional distillation of the urine and was precipitated by dimethyl. 
cyclohexanedione as a substance of m. p. 138—140°. Comparison 
with ethylidenebisdimethylcyclohexanedione, prepared in similar 
manner from acetaldehyde, showed complete identity; it is there. 
fore concluded that the volatile reducing substance found in the 
urine of some diabetics is acetaldehyde. 8. 8. Z. 


The Analytical Detection and Differentiation of Acetalde- 
hyde, Aldol, Glyoxylic Acid, and their Presence in the Urine 
of Diabetic Patients. Roxpert Fricke (Z. physiol. Chem., 1921, 
116, 129—149)—Aldol forms a complex with “ dimedon” 
[dimethyldihydroresorcinol] which can be differentiated from the 
analogous acetaldehyde complex by its insolubility in light 
petroleum. The presence of small quantities of crotonaldehyde was 
established in the urine in serious cases of diabetes. Furfuraldehyde 
and glyoxylic acid, on the other hand, were not found. The author 
confirms Stepp’s observation concerning the presence of acetalde- 
hyde in the urine of diabetic patients. 8. 8S. Z. 


Excretion of Ammonia following Experimental Adminis- 
tration of Acids via the Stomach and Peripheral Vein. 
Ropert W. Keeton (J. Biol. Chem., 1921, 49, 411—427).— 
Administration of hydrochloric acid to dogs by stomach tubes 
causes increased excretion of ammonia in the urine without affecting 
the total nitrogen excreted. If injected intravenously, however, 
there is an increased excretion both of ammonia and of total 
nitrogen. E. S$. 


Creatine Formation in a Case of Progressive Pseudo- 
hypertrophic Muscular Dystrophy. R. B.Grsson and FRANCES 
T. Martin (J. Biol. Chem., 1921, 49, 319--326).—In a case of this 
type ingested creatine was completely eliminated as creatine and 
creatinine, chiefly the former. The excretion of creatine and 
creatinine was increased by ingestion of protein and of glyco- 
cyamine, but was unaffected by sarcosine, asparagine, or cystine. 
The increase after administration of large amounts of protein was 
derived from the portion of the latter which was katabolised 
exogenously. C. R. H. 


First Results of the Treatment of Syphilis by Sodium 
p-Hydroxy-m-aminophenylarsinate or ‘'189.’’ L. FOURNIER, 
L. Guénot, and A. Scuwartz (Ann. Inst. Pasteur, 1922, 36, 
53—62).—This salt, described by Fourneau (ibid., 1921, 35, 571) 
as No. 189, has a favourable action on human syphilis, although 


it is 
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itis not so powerful or constant in its results as salvarsan. It is 
relatively slightly toxic and is supported by patients who do not 
tolerate other arsenical preparations. G. B. 


Treatment of Syphilis by Bismuth. L. Fournier and 
L. Guinot (Ann. Inst. Pasteur, 1922, 36, 14—33; cf. A., 1921, 
i, 908, and this vol., i, 89).—Sodium bismuthy]l tartrate and other 
bismuth salts were administered, suspended in oil, by intramuscular 
injection (ten to twelve times 0-2—0-3 gram). Bismuth is an 
extremely powerful antisyphilitic agent; it is, however, apt to 
cause stomatitis. The bismuth is principally eliminated by the 
urine and, on keeping the latter, is deposited as sulphide as the 
result of a fermentative process. G. 


The Distribution Coefficients of Diuretics and Narcotics 
and the Theory of Narcosis. GiusrPPE AIELLO (Biochem. Z., 
1921, 124, 192—205).—The distribution coefficients of caffeine, 
theobromine, ethoxycaffeine, and theophylline were determined 
between water and olive oil and between serum and olive oil. In 
each case the amount retained by serum is greater than that 
retained by water. The distribution coefficients of trional and 
sulphonal were determined between oil and serum. The failures 
of theories of narcosis is due to a lack of solvents exactly analogous 
to the tissue fluids concerned. H. K. 


Pharmacological Action of Colloidal Arsenious Sulphide. 
E. MeENEGHETTI (Biochem. Z., 1921, 121, 1—39).—Colloidal arsenious 
sulphide, in whatsoever way it is administered to rabbits, dogs, 
or guinea-pigs, changes its state of dispersion and becomes granular. 
When given intravenously, this may cause embolism of the lung 
capillaries, but if the animal survives, the after-effects are those of 
ametabolite, probably arsenious oxide. 


The Behaviour of Inactive Malic Acid in the Organisms 
of the Dog and Rabbit. M. Tomita (Biochem. Z., 1921, 123, 
231—234).—Subcutaneous administration of J/-malic acid to 
arabbit resulted in the excretion of about 11% in the urine. When, 
however, the dl-malic acid was similarly administered to rabbits 
or dogs, the acid excreted was dextrorotatory. H. K. 


Barium Compounds in the Viscera. K. Krarrr (Z. Unters. 
Nahr. Genussm., 1921, 42, 390—391).—In a case of poisoning, a 
number of yellowish-white nodules were found adhering to the 
walls of the stomach. An analysis of these gave barium carbenate 
64:7%, barium sulphate 35:3%. The quantity of barium remaining 
In the stomach was 0-2478 gram assuming equal distribution, but 
a large quantity had presumably been ejected by vomiting. 
Barium salts are converted into barium chloride in the stomach, 
with the exception of the insoluble barium sulphate. The minimum 
fatal dose of barium chloride is 0-09 gram per kilo of body-weight. 

H. C. R. 
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Protein Intoxication. F. Pentima. I. Introduction 
(Riforma med., 1921, 37, 532—536). II. Toxicity of Egg. 
albumin and its Derivatives (Gazz. intern. med. chir. igiene, 1921, 
29, 65—72). III. Toxicity of Peptones (Rass. intern. clin. terap., 
1921, 2, 185—192). IV. Toxicity of Milk and its Derivatives 
(La pediatria, 1921, 29, 481—494). V. Behaviour of Blood 
Pressure and of Respiration (Folia med., 1921, 7, 321—330). VI. 
Behaviour of Body Temperature (Arch. sci. biol., 1921, 2, 44—58), 
VII. Nystagmus (Riforma med., 1921, 27, 573—578). VIII. 
Morphological Changes of the Blood (Haematologica, 1921, 2, 
527—578). (From Physiol. Abstr., 1922, 6, 595—596.)—The physio- 
logical action of injections of proteins and protein products was 
studied under the various headings indicated in the titles. E. §. 


Chemistry of Vegetable Physiology and Agriculture. | 


The Importance of Sequence in Biology. L. Karczac 
(Biochem. Z., 1921, 122, 43—51).—Provided the number of 
bacteria used is not too large, the author shows that the addition 
of chloroform or toluene, first, to a dextrose bouillon and subsequent 
addition of Bacillus coli, has a greater inhibiting influence than the 
addition of B. coli to a dextrose bouillon, first, and then addition 
of the antiseptic. In both cases there is inhibition compared with 
the control. H. K. 


The Importance of Sequence in Biology. II. L. Karczac 
and K. Hasés (Biochem. Z., 1921, 122, 52—57).—That the order 
of mixing the components is of influence, the authors show by a 
study of the systems (a) the antitryptic action of serum (trypsin+ 
casein-+serum), (b) the hemolytic system (corpuscles+comple- 
ment+hzmolysin), (c) the bacteriolytic action of immune serum 
on Paratyphosus-B (Pfeiffer’s experiment). H. K. 


The Importance of the Amino-acids of Hemoglobin for 
the Cultivation of the Influenza Bacilli. Martin JAcoBy 
and KAre FRANKENTHAL (Biochem. Z., 1921, 122, 100—104).— 
The influenza bacillus can be caused to grow on agar if histidine 
be added. A less favourable growth is obtained on addition of 
leucine. H. K. 


The Degradation of l-Tryptophan by Bacillus proteus. 


TAKAOKI Sasaki and Icurro OrsuKa (Biochem. Z., 1921, 121,]i 
167—170).—l-Tryptophan, in a suitable medium containing glycerol 
is converted by B. proteus into l-indole-lactic acid. The isolation 
of this acid is simplified by its quantitative precipitation by basic §t 
copper acetate solution. H. K. 


ure. 
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The Degradation of dl-«-Naphthylalanine by Bacillus 

teus. TAKAOKI SASAKI and Jiro Krnosz (Biochem. Z., 1921, 
121, 171—174).—Glycine anhydride when condensed with «-naphth- 
aldehyde by Sasaki’s reaction gives 2: 5-diketo-3 : 6-dinaphthyl- 
jdenepiperazine, unmolten at 320°. Reduction with hydriodic 
acid and red phosphorus leads to dl-«-naphthylalanine, m. p. 240°. 
On submitting the latter amino-acid to the action of B. proteus, 
i-naphthylalanine was isolated, m. p. 142° (corr.) and [«]p +24-31° 
in alcohol. H. K. 


The Bacterial Degradation of [-Leucine. Minoru Arar 
(Biochem. Z., 1921, 122, 251—257).—l-Leucine submitted to 
Proteus vulgaris on a suitable medium gave the corresponding 
nitrogen-free d-hydroxy-acid, but Bacillus subtilis gave the levo- 
aid. By varying the nutrient medium, P. vulgaris gave isoamyl- 
amine. K. 

Influence of the Hydrogen-ion Concentration on the Growth 


and Formation of Toxin of Tetanus Bacilli. K. G. Dernpy 
and B. ALLANDER (Biochem. Z., 1921, 123, 245—271)—Growth 


jf tetanus bacilli takes place between P,, 5 and 8-5, the optimum 


rnge being between 7 and 7-6. The stability zone, however, of 


Jiectanus toxin is between P, 5-8 and 8, the optimum range being 


60 to 7-5. For large-scale preparation of tetanus toxin, the initial 


4), should be 8 and when more acidity develops than P,, 6-8, fresh 


neutralisation is necessary. H. K 


Microchemistry of a New Group of Purple Bacteria. Jos. 
(ICKLHORN (Ber. Deut. bot. Ges., 1921, 39, 312—319)—Two new 
yecies of purple bacteria, namely, Chromatium Linsbaueri and 
Rhabdochromatium Linsbaueri, are shown to contain, in addition 
tosulphur, considerable quantities of amorphous calcium carbonate. 


G. W. R. 


The Oxidation of Sulphur by Soil Organisms. Jacos G. 
lpman, SELMAN A. WAKSMAN, and Jacosg S. JorreE (Soil. Sci., 
1921, 12, 475—490).—A study of the chemical changes occurring 
during the growth of Thiobacillus thio-oxydans in artificial media 
isreported. The hydrogen-ion concentration and titratable acidity 
of the medium increase with the age of the culture, as also does the 
amount of sulphate produced. There appears to be a period of 
narked activity after four and again after eight days. Sulphate 
production is followed by the conversion of insoluble into soluble 
phosphates; 94°% of the total insoluble phosphate was rendered 
wluble in fifteen days, but no further increases occurred. Old 
wltures (one hundred and twenty days) were found to have Py 0-8 
ind their acidity was 0-68N. Optimum growth of the organism 
xeurs in media with P,, 2-8—2-0, although the organism can exist 
na medium of Py 0-58. Acidity less than that corresponding 
vith P,, 5-6 is unfavourable. The possible uses of sulphur manuring 
fo combat potato scab, to reclaim black alkali soils, and increase 
the availability of phosphates and potassium, are indicated. 

A. G. P. 
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The Formation of Acetaldehyde and the Realisation of 
the Second Form of Fermentation with Various i, 
Cart NEUBERG and CLARA CoHEN (Biochem. Z., 1921, 122, 204— 


224).—A large number of micro-organisms can ferment dextrose 
with production of acetaldehyde and glycerol. The acetaldehyde 
was fixed by addition of sodium hydrogen sulphite or calcium 
sulphite. When the proportion of acetaldehyde was large, the 
production of an equivalent proportion of glycerol was a 


A Biological Method for the Estimation of Substances 
which Injure the Cellandthe Embryo. II. Atrrep Scunasur 
(Biochem. Z., 1921, 122, 295—300; cf. A., 1921, ii, 788)—A 
graphic modification of the author’s previously described method 
for determining the concentration of substances which inhibit 
the methylene-blue reducing capacity of bacteria. H. K. 


Comparative Experiments on the Antiseptic Action of 
some Chloro-derivatives of Methane, Ethane, and Ethylene. 
GrorG Joacurmmociu (Biochem. Z., 1921, 124, 130—136).—The 
antiseptic action of aqueous solutions of chloro-derivatives of 
methane, ethane, and ethylene on Vibrio Metschnikoff falls off in 
the order hexachloroethane, tetrachloroethylene, pentachloroethane, 
tetrachloromethane, trichloroethylene, dichloroethylene,  ««-di- 
chloroethane, tetrachloroethane, «$-dichloroethane, chloroform, 
dichloromethane. H. K. 


Bactericidal Action of Pyromucic Acid. H. P. Kaurmayn 
(Ber., 1922, 55, [B], 289—290).—Pyromucic acid in 0-5% and 1% 
solution kills Bacillus coli within five minutes, in 0-25% solution 
within thirty minutes, and in 0-1% solution within seven hours; 
development is arrested in 0-05% solutions. Staphylococcus aureus 
is rather more resistant to pyromucic acid. The salts of the latter 
have only slight bactericidal action. In its effect, pyromucic acid 
is very similar to benzoic acid, but the latter is much superior 
in practical application to products such as fruit and meat. 


Nature of Yeast Fats. Ipa Smepitey Maciean (Z. physiol. 
Chem., 1921, 113, 199—200).—Polemical. A reply to Hinsberg 
and Roos (A., 1921, i, 148). 8. 8. Z. 


Yeast Gum and Saccharase. E. SaLkowski (Z. physiol. 
Chem., 1921, 114, 307—308),—A reply to Svanberg (A., 1921, 
i, 202). Saccharase is not always associated with gum wee 


The Nitrogenous Constituents of Yeast. II. The Purine 
Bases and the Diamino-acids. Results. Jacop MBEISEY: 
HEIMER (Z. physiol. Chem., 1921, 114, 205—249).—Top and bottom 
fermentation yeasts show no marked differences in the composition 
of their products of degradation. Ammonia forms 8% of the 
total nitrogen. Twelve per cent. of the total nitrogen can be 
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accounted for in the purine and pyrimidine bases as follows: 
guanine 4%, adenine 4%, cytosine (?) 2.4%, and uracil (?) 16%. 
Ten per cent. is present as histidine and arginine, and 10% as 
lysine. Of the 60% of the total nitrogen found to be associated 
with the monoamino-acids, 0-5°% was traced to glycine, 10—15% 
to alanine, 10—15% to valine, 5—10% to leucine, 2% to proline, 
8% to phenylalanine, 3-5% to aspartic acid, 6% to glutamic acid, 
2% to tyrosine, 0-5% to tryptophan, 2% to cystine and other 
sulphur compounds, 4:5% to oxyproline (?), 0-5% to choline, and 
0:5°% to glucosamine. The ratio of amino- to nonamino-nitrogen 
as obtained by Van Slyke’s method was always found to be lower 
than the figures calculated from the above data. 8. S. Z. 


The Nitrogenous Constituents of Yeast. Marrin ScHENCK 
(Z. physiol. Chem., 1921, 116, 308—309).—Polemical, in reply to 
Meisenheimer (A., 1919, i, 370; preceding abstract). S. 8. Z. 


Carboligase. II. Cary NEUBERG and Lupwic LIEBERMANN 
(Biochem. Z., 1921, 121, 311—325; cf. A., 1921, i, 480).—o-Chloro- 
benzaldehyde was added to yeast undergoing fermentation. 
o-Chlorobenzyl alcohol and o-chlorobenzoic acid were isolated. 
The enzyme carboligase causes a condensation of another portion 
of the aldehyde with acetaldehyde with formation of the ketone- 
alcohol, CgH,Cl-CH(OH)-COMe, which exhibits optical activity 
but gives an inactive p-nitrophenylosazone, m. p. 302—303°, thio- 
semicarbazone, m. p. 216—218°. Anisaldehyde reacts less smoothly. 
The p-nitrophenylosazone of the corresponding ketone-alcohol was 
isolated, m. p. 266°. The ketone alcohols will be described later. 

H. K. 


The Thermostability of the Co-enzyme and its Separation 
from Vitamin-B from Yeast. Tu. THoin (Z. physiol. Chem., 
1921, 145, 235—256).—One half of the co-enzyme of alcoholic fer- 
mentation is destroyed by heating at 96° for one hour, or at 100° 
for thirty-seven minutes at Py, 5-6. The vitamins from yeast 
and cabbage which accelerate alcoholic fermentation differ in 
their thermostability from the co-enzyme and are therefore not 
identical with it. It is thus possible to separate the two substances. 


8. 8. Z. 


The Dismutation of Various Aldehydes by Yeast. H. 
Kumacawa (Biochem. Z., 1921, 123, 225—230).—isoValeralde- 
hyde, isobutaldehyde, heptaldehyde, and benzaldehyde when sub- 
mitted to the action of yeast in a 1% sodium hydrogen carbonate 
solution undergo the Cannizzaro reaction and yield the correspond- 
ing acids and alcohols. The proportion of the alcohol is usually 
somewhat greater than that of the acid, owing to a simultaneous 
phytochemical reduction of the original aldehyde. H. K. 


The Course of Alcoholic Fermentation in Presence of 
Calcium Carbonate. JOHANNES Kerp and Kurt ZecKENDORF 
(Biochem. Z., 1921, 122, 307—314).—The authors are unable to 
confirm the experiments of Fernbach and Schoen (A., 1920, i, 406) 
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on the production of considerable quantities of pyruvic acid by 
fermentation in presence of calcium carbonate. Its production 
in Fernbach and Schoen’s experiments must be as a by-product 
due to oxidation of lactic acid by use of an atypical yeast. 

, H. K. 


Pyruvic Acid as an Intermediary in the Alcoholic Fission 
of Dextrose. Max von Gras (Biochem. Z., 1921, 123, 69—89) — 
Apart from the experiments of Fernbach and Schoen (A., 1920, 
i, 406) with an atypical yeast, pyruvic acid has never been isolated 
as an intermediate product in a typical yeast fermentation. By 
use of a new fixative, 8-naphthylamine, the author has isolated 
the condensation product of pyruvic acid and 8-naphthylamine— 
namely, «-methyl-@-naphthacinchoninic acid—from the interaction 
of press juice and dextrose. H. K. 


The Enzymic Synthesis of Fructosediphosphate (Hexose- 
phosphate). Hans v. Ev_er and FoLtkEe Norpuunp (Z. physiol. 
Chem., 1921, 116, 229—244).—The optimum H-ion concentration 
for the formation of fructose diphosphate by a bottom fermentation 
yeast was found to be P,, 6-2—6-6. This reaction is about the 
optimum for all sugars; levulose, however, showed a somewhat 
different reaction curve. S. 8. Z. 


Maltase. IV. The Fermenting Activity of Yeasts Poor 
in Maltase. RicHarp WitsTATTER and WERNER STEIBELT 
(Z. physiol. Chem., 1921, 115, 211—234; cf. this vol., i, 282).— 
The approximate figure for the quotient (time value for maltase/ 
time value for saccharase) for brewer’s yeasts was found to be 20. 
The time values for saccharase in the brewer’s yeast strains did 
not show great variations; on the other hand, those in some of the 
distiller’s yeast strains differed within very wide limits, as also 
did the time values for maltase in the different strains. The 
fermenting capacity of the various yeasts was studied. From the 
observations made it was concluded that maltose can also be fer- 
mented without being previously hydrolysed, as the hydrolysis by 
some strains proceeded much more slowly than the actual ferment- 
ation by those strains. No dextrose could be established in the 
fermenting medium when the fermentation of maltose carried out 
with maltase-free yeasts was interrupted. 8. S. Z. 


The Action of Salts on the Bleaching of Methylene-blue 
by Various Species of Yeast. H. Kumacawa (Biochem. Z., 
1921, 121, 150—163).—The reducing capacity of various species 
of yeast for methylene-blue is very variable. Metallic salts inhibit 
or retard the reduction, but not invariably. The somewhat 
anomalous results are attributed to the influence of the physiological 
state of the yeast-cells at the moment of the experiment. H. K. 


New Classes of Stimulants of Alcoholic Sugar-fission. VII. 
Cart NevuserG, EtsA ReErNrurtH, and Marta SANDBERG (Biochem. 
Z., 1921, 121, 215—234)—A large number of purine derivatives 
have been tested and found without exception to have a stimulating 
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efect on the process of cell-free fermentation of dextrose by means 
of yeast press juice. The nucleosides adenosine and guanosine 
were also beneficial and the nucleic acids to a lesser extent. Degrad- 
ation products of purines had a distinctly favourable influence. 
The authors hesitate to class the above substances as hydrogen 
acceptors. | a? A 


The Action of Silver Compounds on Yeast. [ERNEST ZERNER 
and Ropert HamBurGER (Biochem. Z., 1921, 122, 315—318).— 
Silver nitrate, chloride, and carbonate have a toxic action on yeast. 

H. K. 


Nature of Alcoholic Fermentation. C. C. WARDEN (Amer. 
J. Physiol., 1921, 57, 454—469; from Physiol. Abstr., 1922, 6, 
600).—The conclusion is drawn from experiments described, more 
especially as to the effect of the addition of surfaces of various 
kinds, that alcoholic fermentation is a catalytic process occurring 
at the surface of yeast-cells, on the colloidal surfaces of yeast 
juice, and at artificial surfaces composed of fat complexes similar 
to those found in yeast-cells. Further, it is held that the enzyme 
of yeast belongs to the cellular antigens. Interesting considerations 
as to the nature of enzyme action on anti- and co-enzymes will be 
found in the paper. E. 8. 


The Decomposition of d-Galactose according to the Second 
Mode of Fermentation. M. Tomita (Biochem. Z., 1921, 121, 
164—166).—d-Galactose, like d-glucose, d-mannose, and d-fructose, 
when fermented in the presence of disodium sulphite gives an equi- 
molecular proportion of acetaldehyde and glycerol. | et 


Fermentation without Yeast. A. Bau (Biochem. Z., 1921, 
122, 303—306).—A criticism of the claims of Baur and Herzfeld 
(A., 1922, i, 93). H. K. 


Photosynthesis and the Functions of Pigments in the 
Living Plant. E.C. C. Baty (J. Soc. Dyers and Col., 1922, 38, 
4—9)—The author deals with photochemical reactions, and, in 
particular, the conversion of carbon dioxide and water into form- 
aldehyde and oxygen as the first step in the synthetic growth of 
the vegetable organism. In the laboratory, the oxygen tends to 
oxidise the formaldehyde to formic acid, but in the living plant 
it is quantitatively evolved as oxygen. Suggestions as to the 


mechanism whereby gaseous oxygen is transpired are outlined. 
F. M. R. 


Photosynthesis. I. The Ratio of Carbon Dioxide to 
Oxygen in Carbon Assimilation. §. Kostryrscnrey (Ber. 
Deut. bot. Ges., 1921, 39, 319—328).—The ratio CO,/O, may depart 
from unity in the case of leaves exposed to artificial atmospheres 
containing abnormally large amounts of carbon dioxide. The 
assimilation of carbon dioxide is at first in excess of the oxygen 
liberated, but after a short time this relation is reversed. Even- 
tually the ratio becomes normal. Similar results are obtained 
With alge. It is unlikely that under normal conditions variations 
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in the ratio of carbon dioxide absorbed to oxygen liberated occur. 
Assimilation should be measured by the amount of carbon dioxide 
absorbed, and not by the amount of oxygen liberated. G. W. R. 


Photosynthesis. II. Does Injury Stimulate Photo- 
synthesis? S. Kostyrscurev (Ber. Deut. bot. Ges., 1921, 39, 
328—333).—Injury to leaves was found to be without any stimulat- 
ing effect on carbon assimilation. A slight depression of assimila- 
tion observed was attributed to restriction of the assimilating area 
consequent on the method of experiment. G. W. R. 


Photosynthesis. III. Does Carbon Assimilation take 
place during Summer Night in Subarctic Regions? §. 
KostytscHev (Ber. Deut. bot. Ges., 1921, 39, 334—338).—Carbon 
assimilation generally ceases at sunset, even although the twilight 
in latitude 60° N. furnishes sufficient light for the process to go on. 
This may be due to the effect of the fall in temperature in closing 
the stomata. A certain amount of carbon assimilation was found 
to take place after sunset in the case of coniferous trees. 


G. W. R. 


The Chemical Constitution of Protoplasm. HEtyRicu 
WattTeER (Biochem. Z., 1921, 122, 86—99).—The protoplasm of 
myxomycetes behaves like that of the higher plants. When 
extracted from the cells with absolute alcohol, ether, and chloro- 
form, it is only partly digested by pepsin, but completely by 
trypsin. The plasma consists of a phospho-protein-like substance, 
plastin, which is digested by trypsin, and a lipoid component. 

H. K 


Direct and Indirect Determinations of Permeability. 
W. J. V. OsterHovut (J. Gen. Physiol., 1921, 4, 275—283).—A 
method is described for determining the electrical conductivity of 
the cell sap of a species of Nutella. The results obtained by tests 
of the sap isolated from cells show that, whilst in pure sodium 
nitrate solution rapid penetration of the nitrate ion takes place 
accompanied by injury to the cell, in the case of a balanced solution 
of calcium nitrate and sodium nitrate penetration is slow and the 
cell remains uninjured. Direct evidence was obtained for the 
supposition that both penetration and also recovery from plasmo- 
lysis are more rapid in the case of injurious solutions than in the 
case of non-toxic solutions. G. W. R. 


Penetration of Kations into Living Cells. Matitpa MoLpDEn- 
HAUER Brooks (J. Gen. Physiol., 1921, 4, 347—349).—The per- 
meability of the protoplasm of a species of Nitella was investigated 
by examination of the cell sap. The protoplasm is normally 
permeable to lithium, cesium, and strontium ions, penetration 
being more rapid in unbalanced than in balanced solutions. 


G. W. R. 


The Permeability of Plant-plasma for Neutral Salts. IV. 
Hueco Kanno (Biochem. Z., 1921, 123, 284—303; cf. A., 1922, i, 
94).—Micrometer observations were made on the first root of yellow 


lpi 
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lpin (1 to 1-5 cm. long) when placed in isotonic salt solutions, 
vhich were, however, hypertonic to the plant plasma. The initial 
entraction is followed by a relatively slower and smaller expan- 
ion. This latter is used as a measure of the penetrability of 
various salts. The permeability of the ions follows the sequence 
J0,,1,Br>Cl>tartrate>SO,>citrate and K>Na>Li>Mg> 
Ba>Ca. Moreover, the permeability of an ion is inhibited by a 
second ion the further it lies to the right in this series. The results 
wcord with the view that the toxicity of neutral salts stands in 


dose relation to the permeability of plasma for these salts. 
| F 


The Green Respiratory Pigment and its Importance in 
the Oxidation of Protein Substances in the Sprouting Seeds 
of Helianthus annuus. ALEXANDER OPARIN (Biochem. Z., 1921, 
124, 90—96).—Gorter’s chlorogenic acid absorbs two molecules of 
oxygen in alkaline solution. Analysis points to a removal of four 
atoms of hydrogen by the oxygen. This formation of a green 
oxidation product is accelerated twenty-fold by addition of phenolase 
from sunflower seeds. Experiments were carried out on the oxida- 
tion of amino-acids, peptides, and proteins in the presence of chloro- 
genic acid, use being chiefly made of the Van Slyke methods of 
malysis. The results are held to support the view that the amino- 
aids and proteins become oxidised with liberation of ammonia. 
In the living plant, the latter is used for the synthesis of asparagine 
ad glutamine. H. K. 


Effect of Transpiration on the Disappearance of Starch 
fom Leaves. Hans Mo.iscu (Ber. Deut. bot. Ges., 1921, 39, 
39—344).—The disappearance of starch from leaves placed in 
darkness is more rapid in a dry than in a moist atmosphere. Leaves 
kept in a moist atmosphere, although little of their starch had 
been altered, contained more reducing sugars than leaves kept in 
adry atmosphere which had lost all their starch. It is supposed 
that substances other than sugars, probably dextrins and similar 
substances, are formed from the decomposition 6f starch. It is 
not necessary to assume translocation, as the starch reaction 
disappears even in stalkless leaves. G. W. R. 


The Oxalic Acid Content of Early Spring Leaves, and 
sme Observations concerning this Acid. A. Bau (Z. tech. 
Biol., 1921, 8, 151—155; from Physiol. Abstr., 1922, 6, 599).— 
Oxalic acid was found in the young leaves of elder, hawthorn, and 
horse-chestnut, and in those of young barley plants. E. 8S. 


The Manganese Content of Flowers. D.H. Wester (Pharm. 
Weekblad, 1922, 59, 51—55).—Various carefully selected flowers 
were gathered from dry dust-free localities in dry weather, and 
transferred at once to closed tared flasks. Moisture, ash, and 
manganese were determined in the samples. The average moisture 
content was between 80 and 90% (minimum 75-6, maximum 94-5%). 
Ash averaged 1% (minimum 0°31%, maximum 1-93%). All species 
examined contained manganese, varying from 11-2 to 222-1 mg. 


i. 310 ABSTRACTS OF CHEMICAL PAPERS, 


per 100 grams of ash, but no regularity was observed in its dis. 
tribution between families. Only small differences were observed 
between individuals of the same species plucked at different times 
and places. 8.1. L. 


The Occurrence of Calcium Oxalate in the Gidgee Wattle 
(Acacia cambagei, Baker). Tuos. STEEL (Chem. News, 1921, 
123, 315—316).—Both the outer and inner bark of A. cambagei 
contain 18-82% of calcium oxalate, calculated as CaC,0,,H,O on 
the dry weight, whilst the outer white wood contains 5-81% and 
the inner dark wood 3-81%. Samples of bark from other species 
of Acacia contained amounts varying from 1-36 to 8-92% of the 
oxalate. W.G. 


Chemical Constituents of a Chinese Drug ‘‘ Hsiung 
Ch’'uang.’’ I. Yosumarvu Murayama (J. Pharm. Soc. Japan, 
1921, No. 477, 951—959).—From a Chinese drug “‘ Hsiung Ch’uang ” 
or “‘ Ch’uang Hsiang,”’ the dried root of Cnidiwm officinale, Makino, 
Sakai (Tokyo Igakukai Zasshi, 1916, 935) isolated a phenol; an 
ester, C.,H3,0, (which when saponified gave enidic acid, C,,H,,0,, 
and an alcohol, C,,H,,O), and enidiolactone, C,,H,,O., b. p. 177— 
178°/15 mm. By distilling the powdered drug with steam and 
extracting with ether, the author has obtained a brownish-yellow, 
viscous oil of characteristic odour, from which cnidiolactone, 
C,,H,,0,, was separated as an oil, b. p. 178—180°/13 mm., d 1-047, 
% —65-0°, ni 15061. By reduction with sodium and alcohol, 
followed by treatment with 1% potassium permanganate, the 
lactone gave a compound, C,,H,,Og, crystallising in white needles, 
m. p. 50°, which seems to be dthydrocnidic acid. By reduction with 
hydrogen in the presence of platinum black, the lactone gave 
cnidic acid, OH°C,,H,,.°CO,H, m. p. 87°, which is unstable and is 
readily converted into the dihydro-acid. When oxidised with 
potassium permanganate, the lactone yields phthalic and valeric 
acids, and therefore would appear to be an isomeride of the lactone, 
sedanolide, obtained by Ciamician and Silber from oil of celery 
(A., 1897, i, 484). K. K. 


The Chemical Constituents of Green Plants. XIV. The 
Acids in the Currant (Ribes rubrum) which are Precipitated 
by Lead Acetate. Harrwic FRaNzEN and EuGEN SCHUMACHER 
(Z. physiol. Chem., 1921, 145, 9—37).—The currant contains large 
quantities of citric acid, and small amounts of malic acid. The 
former is about forty-seven times the amount of the latter. Tar- 
taric acid is only present as traces. Acids which yield esters 
with a higher boiling point than triethyl citrate and are pre- 
cipitated by lead acetate, are also present in very small amounts. 

8. 8. Z. 


The Chemical Constituents of Plants. XVII The Presence 
of Lactic Acid in the Leaves of the Blackberry (Rubus fructi- 
cosus). Harrwic FranzaAn and Ernst Kryssner (Z. physiol. 
Chem., 1921, 116, 166—168)—The presence of lactic acid was 
established in the leaves of the blackberry. 8. S. Z. 
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The Chemical Constituents of Green Plants. XV. The 
Presence of Lactic Acid in the Leaves of the Raspberry 
(Rubus ideeus). Harrwic Franzen and Emi HERN (Z. physiol. 
Chem., 1921, 115, 270—283).—The leaves of the raspberry contain 
lactic acid. The presence of lactic acid was also established in the 
opium poppy (Papaver somniferum), germinated castor oil seed 


S S. de 
. y, 


I. Culture Experiments with Soja Beans. II. Occurrence 
of Urease in Parts of the Plant Other than the Seeds. 
D. H. WESTER (Biochem. Z., 1921, 122, 188—192)—Attempts to 


cultivate soja beans in Holland were unsuccessful. Urease was 
found in various portions of the plant other than the seeds. 
H. K. 


Botanical Chemical Observations. EpmMuUND O. von LIPPMANN 
(Ber., 1921, 54, 3111—3114).—Im an isolated case, mannose has 
been obtained from the fruit of Symphoricarpus racemosus; sub- 
sequent attempts to repeat the isolation led invariably to the pro- 
duction of dextrose. 

A lemon-yellow deposit on the leaves of the ordinary white 
anemone, collected after a protracted spell of warm weather, was 
identified as calcium succinate. 

The roots of the ordinary reed, collected in early summer, 
generally contained about 1—3%, of sucrose, but occasionally 3— 
35%. This figure is somewhat lower than that recorded recently 
by Sabalitschka for roots collected in November. 

A voluminous black powder found in the hollow of a felled oak 
became spontaneously heated when spread in a thin layer in bright 
sunlight, and then contained a considerable proportion of mellitic 
acid, which, however, was not present in the original specimen. 


H. W. 


Application of the Biochemical Method for Characterising 
Dextrose to the Fruits of Viburnum opulus and to Extracts 
of Red Cinchona and of Cola. R. Arnoup (Bull. Soc. Chim. 
Biol., 1921, 3, 547—566).—The principle of the method is the 
synthetic action of emulsin on a solution of dextrose in 50% methyl 
alcohol, measured by a fall in the reducing power; in all the cases 
referred to, 8-methylglucoside was obtained crystalline. If reducing 
substances other than sugar are present, it is not enough to extract 
the material simply with boiling alcohol. The extract must then 
be purified by basic lead acetate, and impurities must be extracted 
with wet boiling ethyl acetate. The sugars are then extracted 
by boiling 95% alcohol. In most fruit, about half the reducing 
sugar is dextrose, that is, it contains invert-sugar. In extract 
of Cola nuts only 21-7% of the reducing substances is dextrose, 
but after hydrolysis by acid it is 48-8%. G. B. 


The Toxic Action of Heavy-metal Salts on Plant Plasma. 
III. Hueo Kanuo (Biochem. Z., 1921, 122, 39—42; cf. this 
vol., i, 94).—The toxicity of various kations of the heavy metals 
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on plant plasma was investigated. The order followed is approxi. 
mately that of the electrolytic solution pressure of these kations, 
Zincion is the most noticeable exception, its toxicity approaching 
that of copper. H. K. 


The Influence of certain Factors on the Chemical Compo- 
sition of Sauerkraut. O. R. Brunxow, W. H. PETERsSon, and 
E. B. Frep (J. Amer. Chem. Soc., 1921, 48, 2244—2255)— 
Inoculation with certain organisms produced a better grade of 
sauerkraut than is produced by a natural fermentation, but the 
only organism consistently better than the control was Bacillus 
lactis acidi. The presence of a large number of yeasts may result 
in a red kraut with undesirable flavour. The concentration of 
salt in the brine is of importance. The best kraut was obtained 
when 2% of salt was used, and with concentrations above 3% the 
kraut was tough and too salt. 

The chief products in the fermentation of kraut are lactic acid, 
acetic acid, and ethyl alcohol. Mannitol may also be produced 
in varying amounts, depending on the type of organisms present. 
The relative amounts of these various products can be influenced 
by inoculation. W. G. 


The Diastatic Action of Malt and its Preparations (Liquid, 
Syrupy, and Dried Extracts). Raount Lecoq (J. Pharm. 
Chim., 1922, 25, 18—25).—The diastatic action of malt is practically 
limited to the temperature range 60—90°. The activity is greatest 
between 70° and 80°, with an optimum at about 75°. Mixed in 
sufficient quantity, namely, about 30%, with cooked or uncooked 
barley flour, saccharification takes place with an approximately 
corresponding velocity in the temperature range 60—80°, and 
likewise with an optimum at 75°. The activity of malt itself is 
three to four times greater than that of any of the extracts prepared 
commercially from it. The latter consist largely of maltose, the 
diastase being to a great extent destroyed in the process of 
manufacture. G. F. M. 


The Sulphur-oxidising Power of Soils. A. DeEmotoy 
(Compt. rend., 1921, 173, 1408—1410; cf. A., 1912, ii, 382; 1913, 
i, 579).—By growth on sand cultures containing free sulphur 
admixed with the sand, oxidation of the sulphur to sulphate by 
bacterial extracts from soils was obtained. Soils vary consider- 
ably in their sulphur-oxidising power, garden soils rich in organic 
matter giving the best results. The presence of calcium carbonate 
is only necessary if there is insufficient carbamide present to supply 
the ammonia necessary to keep the medium neutral. The 
ammonifying organisms in the soil are apparently responsible 
for sulphur oxidation, and the property is not bacteriologically 
specific. W. G. 
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The Composition of Paraffin Wax. I. Francis FRANcIS 
with JOHN CLIFFORD PopE and REGINALD HENRY CoysH] (T., 
1922, 121, 496—513). 


Synthesis of Trimethylethylmethane [{$-Dimethylbutane ]. 
(Mile.) H. vAN RisseGHEM (Bull. Soc. chim. Belg., 1922, 31, 62—66 ; 
ef. van Risseghem, A., 1921, i, 489, and Markownikow, A., 1899, 
i, 554).—The preparation of $$-dimethylbutane from pinacone is 
carried out by transforming it into pinacolin, which is then treated 
with phosphorus pentachloride. The resulting product is a mixture 
of 86-dichloro-yy-dimethylbutane, a solid, and the unsaturated 
derivative, CMe,*CCI:CH,, a liquid. The latter is heated with 
potassium hydroxide in sealed tubes and the product, dimethyl- 
butinene, distilled off. This is treated with hydrogen in presence 
of platinum black, the resulting hexane is washed, dried over 
calcium chloride, and distilled. 

The following physical constants have been determined: {8- 
dimethylbutane, m. p. —98°2°, dj: 0°6678, d}? 0°6538, ni, 1°36972, 
ny 137158, ng, 137615, ng, 1°37964; isohexane, ni, 1°37257, 
my 137445, ny, 1°37914, ny, 1°38251; y-methylpentane, ny, 
137753, np 137929, ng, 1°38404, ng, 138740; By-dimethylbutane, 
ng, 1°37905, nj) 1°38092, ni, 1°38540, ny, 1°38893 ; dimethylbutinene, 
m. p. —81°2°, dt 0°6899, di? 0°6737, ng, 137518, njy 1°37725, nee 
138313. H. J. E. 


Tetrapropylethane [é«-Dipropyloctane]. JrAN PiccaRpD 
and Ray Q. BREWSTER (J. Amer. Chem. Soc., 1921, 43, 2626— 
2629)—-When butyrone is reduced with metallic sodium in the 
presence of a little ether, the products are 6-hydroxyheptane and 
some de-dipropyloctane-de-diol. The hydroxyheptane gives, with 
phosphorus and iodine, 8-iodoheptane, and this, when treated 
with sodium in absolute ether, gives s-tetrapropylethane [8e-dipropyl- 
octane], CHPr,*CHPro, b. p. 105—106°/12 mm., or 220°/760 mm. ; 
d°0'7735; mn 1:4322; surface tension 25°64 dynes/em. An 
identical dipropyloctane was obtained by heating the dipropyl- 
octanediol with concentrated hydriodic acid in a sealed tube at 
180° for ten hours. W. G. 


Action of Polyhalogenated Compounds of Methane and 
Ethane on Magnesyl [Magnesium Alkyl] Compounds. 
B. Oppo and R. BinaGul (Gazzetta, 1921, 51, ii, 330—337).—The 
action of iodoform on magnesium phenyl bromide yields principally 
tetraphenylethane, together with iodobenzene, formed from the 


| intermediate «-iododiphenylmethane, and diphenyl. 


The products of the interaction of iodoform and magnesium 
ethyl bromide are acetylene, ethane, methane, ethyl bromide and 
VOL. CXXII. i. m 
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iodide, traces of methyl iodide and di-iodomethane, and an un. 


known compound with an acute odour recalling that of marine 
algee. 7. &, F. 


Symmetrical Di-iodoethylenes. G. Latiers (Bull. So. 
chim. Belg., 1922, 31, 73—84; cf. Chavanne and Vos, A., 1914, 
i, 796).—A study from the kinetic point of view of the spontaneous 
transformation of the two stereoisomeric di-iodoethylenes into 
each other until equilibrium is reached. H. J. E. 


New Synthesis of Primary Alcohols, and Constitution of 
Hydrogen Peroxide. B. Oppo and R. Binacui (Gazzeita, 
1921, 54, ii, 343—348)—When cooled in a mixture of ice and 
salt, hydrogen peroxide solution and magnesium alkyl haloids 
interact with formation of primary alcohols : CH,R-MgX-+H,0,= 
CH,R-OH+MgX-OH; the decomposition of the magnesium com. 
plex by the water present in the peroxide in accordance with the 
equation CH,R-MgX-+H,O=MgX-OH+R:CH,, takes place only 
slowly. The formation of alcohol is not direct, but results from 
the decomposition of an intermediate additive compound which 
forms characteristic, yellowish-white globules and floats on the 
ethereal solution. 

These results are discussed in relation to the possible consti- 
tutions for hydrogen peroxide, and it is considered probable that 
the reaction is represented by the equations: O:OH-H-++MgRX — 
H-OHR:OMgX+H,O0 —> MgX-OH+H,0+R°OH, these being 
analogous to the action of a magnesium alkyl haloid on form- 
aldehyde : O:CH-H-+MgRX —> H-CHR-OMgX+H,0 —> MgX:0H 


+R-CH,°OH. 
This reaction has been applied to the synthesis of ethyl, zsobutyl, 
and isoamyl alcohols, good yields being obtained. a & A 


Nitro- and Amino-glycols. II. Ericu Scumipt and Rupow 
WILKENDORF (Ber., 1922, 55, [B], 316—322; cf. A., 1919, i, 249)— 
The preparation of y-nitro- and y-amino-pentane-86-diols and a 
new preparation of @-nitrotrimethylene glycol are described. 

8-Chloro-B-nitropropane-xy-diol, m. p. 115—116° after previous 
softening, is obtained by passing a current of dry chlorine through 
a suspension of sodium §-nitrotrimethylene glycol in anhydrous 
ether; the corresponding dibenzoate has m. p. 114—115°. The 
chloronitro-glycol is converted by hydrogen in aqueous solution 
in the presence of pyridine and palladised barium sulphate into 
8-nitrotrimethylene glycol (Schmidt and Wilkendorf, loc. cit.). 

An alcoholic solution of «-nitropropane-f-ol is converted by 
sodium dissolved in ethyl alcohol into «-nitro-«-sodiumpropane 
8-ol, CH,*CH(OH)-CHNa-NO,, which is transformed by chlorine 
in the presence of anhydrous ether into «-chloro-«-nitropropan¢ 
8-ol, a colourless liquid, b. p. 91—92°/11 mm. The latter con 
denses with acetaldehyde in alkaline solution, giving y-chloro-y 
nitropentane-B5-diol, OH*CHMe-CCl(NO,)-CHMe-OH, needles, m. Pp. 
118—119°, b. p. 109—112°/0°2 mm. (corresponding dibenzoait, 


m. p. 115—116°), which is converted by hydrogen and palladiseif 
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barium sulphate in aqueous pyridine solution into y-nitropentane- 

98-diol, m. p. 68—69° after previous softening, b. p. 109—110°/0°8 

mm. The nitropentanediol is reduced by hydrogen in aqueous 

solution and in the presence of oxalic acid and palladised barium 

sulphate into y-aminopentane-B5-diol oxalate, 
[NH,°CH(CHMe-OH),],,C,H,0,, 

decomp. 178—179°. H. W. 


Chemical Composition and Physiological Characters of 
Brain Cephalin. FrEprERic Fencer (J. Pharm. Expt. Ther., 
1921, 18, 51—62)—Cephalin is used as a hemostatic because it 
accelerates blood-clotting; this activity is retained practically 
unchanged for several years in ethereal solution; in the solid 
condition, moderately pure cephalin is more stable than the highly 
purified substance. Both the solubility of cephalin in water and 
its thromboplastic properties depend on the presence of sodium 
and potassium soaps of the fatty acids constituting the phosphatide. 

G. B. 


Chloropicrin as a Reagent for the Diagnosis of Mercaptans 
and Potential Mercaptans. Sim PraruLLA CHANDRA RAy and 
RADHAKISHEN Das (T., 1921, 121, 323—328). 


The Practice of Precipitation with Lead. Hurpwic Lane- 
ECKER (Biochem. Z., 1921, 122, 34—38)—Preparations of basic 
lead acetate were made by mixing lead acetate and litharge in 
various molecular proportions and treating the mixture with hot 
water. The maximum amount of litharge which can be taken up 
is three molecules. Schmidt’s pentabasic lead acetate could not 
be realised. The solubility of the basic lead acetate falls off with 
increasing content of lead oxide. H. K. 


Preparation of Chlorinated Acetyl Chlorides. CoNnsorTIUM 
FUR ELEKTROCHEMISCHE INDUSTRIE (D.R.-P. 340872; from:-Chem. 
Zentr., 1921, iv, 1101).—Chlorine substitution products of ethylene 
are treated with oxygen or gases containing oxygen in the presence 
of non-metals or their compounds as catalysts. Bromine or 
bromine compounds may be used. The oxidation of trichloro- 
ethylene, dichloroethylene, and perchloroethylene, which are them- 
selves nonreactive with oxygen, is facilitated by the presence of 
small amounts of bromine, nitrogen, or sulphur compounds. _ Tri- 


| chloroethylene is oxidised to dichloroacetyl chloride by oxygen in 


the presence of bromine, iodine, concentrated sulphuric acid, or 
concentrated nitric acid. Dichloroethylene may be similarly 
oxidised to chloroacetyl chloride. Perchloroethylene chloride is 
oxidised in the presence of bromine to trichloroacety! chloride. 


G. W. R. 


Esters of Ethylene WHalohydrins. J. A.ttweca and J. 
Lanprivon (U.S. Pat. 1393191).—Chloroethyl acetate is prepared 
by passing gaseous ethylene oxide into boiling acetyl chloride in 
equimolecular proportion, with immediate and quantitative yield 
jof a product, b. p. 143—144°. Chloroethyl chloroacetate (b. p. 

m 2 
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94—95°) is similarly prepared by the action of ethylene oxide on 
chloroacetyl chloride at 100°. Bromoethyl acetate is prepared 
by interaction for several hours of ethylene oxide with acety] 
bromide at normal temperature and distillation. Chloroethy| 
benzoate is prepared by passing an equimolecular proportion of 
ethylene oxide slowly into benzoyl chloride at 190°, with further 
rise of temperature, followed by fractional distillation in a vacuum, 
Chloroethyl p-nitrobenzoate is obtained by treating p-nitrobenzoy| 
chloride with ethylene oxide and recrystallising from dilute alcohol. 
CHEMICAL ABSTRACTS. 


The Action of Ultra-violet Light on Aqueous Solutions of 
some Organic Acids and their Salts. F. M. Jarcer and 
G. Bercer (Rec. trav. chim., 1922, 41, 71—81).—It has been shown 
(Jaeger, A., 1912, i, 3) that the action of ultra-violet light on tri- 
chloroacetic acid to which ferric hydroxide has been added results 
in the formation of carbon dioxide and hexachloroethane. The 
authors have now established the fact that, in presence of excess 
of ferric hydroxide, a different reaction takes place, the products 
being carbon dioxide and chloroform. Further, if the acid is 
electrolysed in concentrated aqueous solution, its trichloromethyl 
ester is formed, together with carbonyi chloride and hydrochloric 
acid; this ester can be decomposed in presence of catalysts into 
carbon dioxide and hexachloroethane. A similar investigation of 
ferric tribromoacetate and pentachloropropionate has been carried 
out, the products obtained being carbon dioxide with bromoform 
and tetrachloroethylene respectively. Im the case of potassium 
tribromoacetate, the solution gradually becomes acid under the 
influence of light, the reaction in dilute solution being represented 
by: CBr,-COO’+H,0+K* —» 2H°+K’°+3Br’+CO+CO,. In 
concentrated solution, a secondary reaction CBr,;COO’+H’ — 
CHBr,+CO, takes place simultaneously but a corresponding 
solution of the ferric salt yields hexabromoethane, the equation 
being 2CBr,*COO’+2Fe’”’ —> C,Brg+2Fe”’+2CO,, whilst the free 
acid is decomposed into bromoform and carbon dioxide. 

Potassium trichloroacetate gives more complex results, probably 
due to the simultaneous occurrence of several different reactions. 
In fairly dilute solution, a small quantity of free carbon dioxide 
is formed, but in concentrated solution, carbon monoxide is obtained 
For each molecule of the latter, two chlorine atoms are liberated 
and can be shown to exist in the ionic condition, but the ratio 
does not remain constant with prolonged exposure to light. Further, 
chloral is formed under certain conditions and possibly a little free 
oxygen also. The equations suggested are : 

CCl,-COO’+ H* —> CHCI,+-CO, ; 
CCl,-COO’+K*+H,0 —> CCl,-CHO-+K*+OH’+0; 
CCl,,;COH+ H,O —> 3H°+3Cl’+2Co. 


The corresponding decompositions of monochloroacetic and dichloro: 
acetic acids have been studied by Benrath (A., 1911, ii, 681) and 
by Euler and Cassel (A., 1913, ii, 939); their results are compared 
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with the decomposition of potassium trichloroacetate, from which 
the authors obtained dichloroacetaldehyde : CCl,-CH(OH)-COO’+ 
K’ —> CHCl,-COH+CO,+K’*+Cl’. Three other substances have 
also been investigated: sodium chloromalonate, after two days, 
yields monochloroacetic acid which is partly transformed into 
glycollic and glyoxylic acids. The latter is probably formed 
directly from the monochloroacetic acid and not by oxidation of 
glycollic acid. Potassium «-bromophenylacetate yields bromine 
ions and benzaldehyde, the latter being obtained, according to 
the authors, together with formic acid, from the decomposition of 
mandelic acid, which is the primary product. Triphenylacetic 
acid, dissolved in a mixture of alcohol and water, yields carbon 
dioxide and a considerable quantity of triphenylmethane; with 
more concentrated solutions, the latter is partly replaced by tri- 
phenylearbinol. The conclusion is drawn that the products of the 
photochemical decomposition of these ions in aqueous solution 
depend on the character of the other ions that may be present. 
The effect is seldom the same as that produced by heating the 
solution, and is scarcely comparable to the effects of electrolysis. 
The suggestion is made that the specific absorption of the solutions 
varies with the other ions that may be present and that this accounts 
for the different results obtained from the various salts of the same 
acid. H. J. E. 


The Acids of Montan Wax. Hans Tropscnu and A. KREUTZER 
(Brennstoff Chem., 1922, 3, 49).—The crude montanic acid, which 
has hitherto been regarded as the only acid present in montan 
wax and to which the formule C,,.H;,O0, and C,.H;,0, have 
variously been ascribed, was esterified with methyl alcohol, and 
the resulting ester was separated into two fractions, boiling at 
265—-267°5°/5 mm. and 277°5—280°/5 mm., respectively. From 
each fraction the acid was again isolated and purified by fractional 
precipitation with magnesium acetate and recrystallisation from 
acetic acid. The acids obtained had equivalent weights 410°7 
and 439°0, and m. p. 82° and 86—86°5°, respectively, and it 
is therefore concluded that the former is an acid of the formula 
(.,H;,0, for which the name carbocerinic acid is suggested, and 
the latter is pure montanic acid of the formula C,,H;.Op. 

G. F. M. 


Erucic Acid and its Anhydride. D. Hoipr and C. WiLkE 
(Z. angew. Chem., 1922, 35, 105).—Erucie acid, which has 
hitherto never been obtained free from arachic and other saturated 
fatty acids, was isolated in a pure condition by fractional precipi- 
tation of the partly purified acid with lithium acetate. The pro- 
duct obtained had an iodine value of 74°3 compared with 75:1 
required by theory, and this figure affords the best criterion for 
the purity of the substance, as other constants, such as the melting 
point, are but little affected by the presence of moderate amounts 
of impurities. The anhydride was obtained by heating the acid 
under pressure with acetic anhydride and purifying the product 
by recrystallisation from absolute alcohol. It has m. p. 46—46°5°, 
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is very resistant to N/10-aqueous alkali hydroxide and 25% hydro. 
chloric acid, but is completely reconverted into erucic acid by 
boiling water. G. F. M. 


The Action of Halogens on Ethyl Acetoacetate. L. I. Smrrx 
(J. Amer. Chem. Soc., 1922, 44, 216—217)—When bromine is 
passed into ethyl acetoacetate by a rapid current of air which 
both introduces the bromine and sweeps out the hydrogen bromide 
as it is formed, the sole product is the «-bromo-ester. Thus under 
similar conditions the action of bromine on ethyl acetoacetate is 
similar to that of chlorine. W. G. 


The C,-Saccharinic Acids. II. The Preparation and 
Resolution of dl-«y-Dihydroxybutyric Acid. Some Deriv- 
atives of the Optically Active Acids. J. W. E. GLartreLp 
and Frank V. SanpeR (J. Amer. Chem. Soc., 1921, 43, 2675— 
2682; cf. A., 1921, i, 7).—dl-«y-Dihydroxybutyric acid was pre- 
pared from $-hydroxypropaldehyde by the addition of hydrogen 
cyanide and subsequent hydrolysis of the nitrile. It was re- 
solved into its active components by means of brucine, and certain 
of the salts of the active acids were prepared. The configuration 
of the J- and d-acids are shown by oxidation to the corresponding 


OH H OH OH HH 
malic acids to be respectively H-C—-C-C-CO,H and HC—C-C:CO,H. 
H HH H HOH 


The d-acid has [«]j} +-14:97°, b. p. 96°/3 mm.; brucine salt, m. p. 
169°; [a] —20°79°; quinine salt, m. p. 149°; [a«]p —1064°; 
calcium salt, [«]}}-+17°08°. The l-acid has [«]} —14°86°; b. p. 
96°/3 mm.; brucine salt, m. p. 169°; [«]i} —32°67°; quinine salt, 
m. p. 149°; [a]? —122°9°; calcium salt, [a]? —17:33°. W.G. 


The Aldehyde Acids of the Succinic Series. E. Carriire 
(Ann. Chim., 1922, 17, 38—132).—In part, a more detailed account 
of work already published (cf. A., 1912, i, 410, 827; 1914, i, 806), 
with descriptions of new derivatives. Ethyl formylsuccinate gives 
a semicarbazone, m. p. 126°, a p-nitrophenylhydrazone, m. p. 100°, 
and a benzoyl derivative, m. p. 58—59°, b. p. 208—212°/14 mm. 
(cf. Wislicenus, Béklen, and Reuthe, A., 1909, i, 9). With aniline, 
it yields ethyl anilinoitaconate, m. p. 102°, which undergoes cyclis- 
ation in the presence of alcoholic potassium hydroxide, giving 

CO-CH, | 
Similarly, with p-toluidine, ethyl toluidinoitaconate, m. p. 113’, 
is obtained, and this on cyclisation yields ethyl 1-p-tolylpyrroline- 
5-one-3-carboxylate, m. p. 123—124°, which on saponification yields 
p-toluidine, sodium formate, and sodium succinate. With benzyl- 
amine, the products are ethyl benzylaminoitaconate, m. p. 54°, and 
ethyl 1-benzylaminopyrroline-5-one-3-carboxylate, m. p. 95°. 

Ethyl formylsuccinate gives an oxime, which on distillation 
yields a mixture of ethyl-8-cyanopropionate, b. p. 114—115°/18 mm., 
and an oxime, m. p. 155°, of $-aldehydopropionic acid, isomeri¢ 
with the one previously described (loc. cit.). 


ethyl 1-phenylpyrroline-5-one-3-carboxylate, 


dro- 
_by 
[. 
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Ethylsuccinic acid when warmed with acetyl chloride gives an 
anhydride, b. p. 140°/20 mm., which gives a monoanilide, m. p. 
118°, a dianilide, m. p. 205°, and an acid chloride, b. p. 94—95°/14 
mm., of ethylsuccinic acid. The monoanilide when heated at 180° 
CHEt-CO 

NPh, m. p. 74°. 

&a,—co7 8Pb ™- P 

Derivatives prepared from ethyl formylethylsuccinate are its 
semicarbazone, m. p. 113°; its p-nitrophenylhydrazone, m. p. 113°; 
its phenylurethane, b. p. 220°/14 mm. With phenylhydrazine, 
it yields ethyl 1 - phenyl - 5 - ethylpyridazine - 6 - one - 5 - carboxylate, 
nc CHOON (COE) >CHEt, b. p. 225—240°/15 mm., which on 
saponification gives the free acid, m. p. 179°. With aniline, ethyl 
formylethylsuccinate yields ethyl anilinoeth ylitaconate, which on 
ager gives 1-phenyl-4-ethylpyrroline-5-one-3-carboxylic acid, 
-  xPh<on coe, m. p. 190°, giving an ethyl ester, m. p. 99°. 
Similarly, ethyl p-toluidinoethylitaconate gives 1-p-tolyl-4-ethylpyrrol- 
ine-5-one-3-carboxylic acid, m. p. 202°, giving an ethyl ester, m. p. 
104°. 

Thionyl chloride or phosphorus pentachloride wayne Ww ya B-alde- 


for one and a half hours yields the anil, 


hydopropionic acid to give chlorobutyrolactone, CH. “ae > CHC, 


b. p. 101°/15 mm., which with absolute alcohol gives the acetal, 
C0, Et-CH,°CH,°CH(OEt),. 

With pyruvic acid and @-naphthylamine, the ester of 8-alde- 
hydopropionic acid gives ethyl naphthacinchoninylpropionate, m. p. 
268°. With magnesium ethyl bromide, the aldehyde acid yields 
y-ethyl-yf-octandiol, HO-CEt,-CH,-CH,-CHEt-OH, m. p. 41°, b. p. 
148°/20 mm., giving a monoacetate, b. p. 146—147°/18 mm. In 
the distillation of the diol, a small amount of material passes over 
at 80-—90°/20 mm., and if this is boiled with 10% sulphuric acid 


CH, CHEt 0 : 
: CR, b. p. 68—69°/18 mm., is obtained. The 
diol gives a diphenylurethane, m. p. 121°. 

Ethyl 8-aldehydopropionate condenses with ethyl malonate in 
the presence of diethylamine to give triethyl 8-carboxymethylbutan- 
a3-dicarboxylate, CO,Et*CH,-CH,-CH(CH,°CO,Et),, b. p. 200°/15 
mm., which on saponification yields the free acid, m. p. 122°. The 
acid, when heated on a water-bath with acetyl chloride, gives the 
anhydride, COgH-[CH,]-CH< 6 fr". 59>0, m. p. 133°, from which 
a monoanilide, m. p. 151°, and a mono-p-toluidide, m. p. 207°, can 
be prepared. When - aldehydopropionic acid, freshly prepared, 
is condensed with malonic acid in the presence of pyridine, adipenic 
acid, CO,H-CH,°CH,°CH:CH-CO,H, m. p. 208—210°, is obtained. 

The acetal of g-aldehydopropionic acid (see above) reacts with 
magnesium ethyl bromide, giving 5-ethoxy-2 : 2-diethyltetrahydro- 


furfuran, "y ‘eam b. p. 69°/12 mm., and yé-diethyloctan- 


the oxide, 
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yé-diol, b. p. 154°/12 mm. (cf. Valeur, A., 1901, i, 317), from which 


the oxide, YH2'CEts 6 b. p. 95—96°/14 mm., is obtained by the 


CH,°CEt, 
action of sulphuric acid. For the purpose of proving the identity 
of the previous diol, y-ethylhexane-yé-diol, HO-CEt,*CH,*CH,°CH,-OH, 
_ b. p. 144—145°/20 mm., was prepared by the action of magnesium 
ethyl bromide on butyrolactone. It gives a monoacetate, and a 
diphenylurethane, m. p. 106°. 

a-Ethyl-B-aldehydopropionic acid is prepared by hydrolysing 
ethyl formylethylsuccinate with oxalic acid in aqueous solution. 
The following derivatives are described: semicarbazone, m. p. 
156°; p-nitrophenylhydrazone, m. p. 164°; oxime, m. p. 70°; 
a-ethyl-8-naphthacinchoninylpropionic acid, m. p. 260°; a phenyl- 
hydrazide-phenylhydrazone, NHPh:N:CH-CH,-CHEt-CO-NH-NHPh, 
m. p. 175°; and an ethyl ester, b. p. 103—104°/20 mm., which 
gives a semicarbazone and a p-nitrophenylhydrazone. During the 
preparation of the ester, ethoxybutyrolactone, b. p. 114—115°/20 mm., 
is also obtained. W. G. 


The Rotatory Dispersive Power of Organic Compounds. 
X. The Preparation and Properties of Pure Ethyl Tartrate. 
THOMAS MarTIN Lowry and JOHN OUTRAM CuTTER (T., 1922, 121, 
532—544). 


Optical Activation of Racemic Acid by J-Malic Acid. 
AutEex. McKenzig and NELLIE WALKER (T., 1922, 121, 349—357). 


C,,-Acids. III. Four Tetrahydroxystearic Acids derived 
from Linoleic Acid, and their Significance with Regard to 
the Linoleic Acid of Common Oils. Bren H. Nicoxer and 
Henry L. Cox (J. Amer. Chem. Soc., 1922, 44, 144—152; cf. A., 
1921, i, 390; this vol., i, 106).—The linoleic acid used in this work 
was regenerated from the tetrabromide, m. p. 114°, itself prepared 
from the dried fatty acids of cotton-seed oil. The oxidation of 
the acid with cold alkaline permanganate yielded two sativic 
(tetrahydroxystearic) acids, namely, «-sativic acid, m. p. 153°, 
and -sativic acid, m. p. 170° (cf. Rollet, A., 1909, i, 759, 760). 
When linoleic acid was treated with hypochlorous or hypobromous 
acid and the products were subsequently converted into sativic 
acids, two other isomerides were obtained. With hypochlorous 
acid, linoleic acid yielded dichlorodthydroxystearic acid as a viscous 
oil. Similarly, with hypobromous acid the product was dibromo- 
dihydroxystearic acid, an oil. Either of these compounds when 
heated with anhydrous potassium acetate and acetic anhydride 
gave tetra-acetoxystearic acid, which on hydrolysis with hot aqueous 
sodium hydroxide gave a mixture of y-sativic acid, m. p. 144°5°, 
and $-sativic acid, m. p. 135°. In the light of the above facts and 
the difference in behaviour between linoleic acid and oleic or elaidic 
acid on bromination and subsequent removal of the bromine by 
zinc, the authors are of the opinion that only two of the four 
possible stereoisomeric linoleic acids occur, at Jeast in important 


ORGANIC CHEMISTRY. i. 321 


amounts, in linoleic acid as usually prepared. The most probable 
structures for this pair of isomerides are shown below. 


CH,[CH,],CH CH, [CH,],CH 
CH-CH,-CH H-C-CH,—CH 
CH-[CH,],,CO,H CO,H-[CH,],-CH 
Ww 


Chemistry of the Sugars. III. H. Kini (Ber., 1922, 
55, [B], 493—505; cf. A., 1921, i, 304; this vol., i, 223)—The 
lengthening of the carbon chain of aldoses by the hydrocyanic 
method has hitherto been possible at only one end of the chain. 
The comparatively ready accessibility of /-mannohepturonic acid 
has now rendered it possible to lengthen the other end. 

[With Ava. WrneueR.}—The lactone of J/-mannohepturonic 
acid is converted by hydrocyanic acid and ammonia in aqueous 
solution into the salt, NH,*CO-[CH(OH)],-CO,-NH,, microscopic 
leaflets, m. p. about 192° (decomp.) after darkening at about 180°, 
the yield being about 60% of that theoretically possible. The 
product is hydrolysed by boiling N /2-potassium hydroxide solution, 
thus giving the potassium salt, CO,K+[CH(OH)]},-CO,K,H,O, micro- 
scopic, lustrous leaflets, from which the following salts are obtained 
by double decomposition: calciwm salt (+3°5H,O), which is 
almost insoluble in water ; zinc salt (+-2H,O), microscopic granules ; 
cadmium salt (+5H,O); lead salt, anhydrous granules; normal 
quinine salt (+3H,O), small, lustrous needles, m. p. 201°; normal 
brucine salt (+9H,O), m. p. (anhydrous) 170—171° (decomp.). 
The calcium salt is transformed by the calculated quantity of 
oxalic acid into the «-galaoctanehexol-di-acid, 

CO,H-[CH(OH)],°CO,H,2H,0, 
well-defined, prismatic plates, decomp. 200° after darkening at 
about 190°. ‘The corresponding monolactone is most readily pre- 
pared by decomposing the lead salt with hydrogen sulphide in 
the presence of water and evaporation of the filtrate at 60—70°; 
it erystallises in microscopic prisms without definite melting point. 
The dilactone, short prisms, decomp. 200°, which dissolve sparingly 
_ in water, is obtained by dissolving the calcium salt 
CO,H in warm dilute hydrochloric acid and concentrating 
H-C-OH_ the solution at 55°; it does not reduce Fehling’s 
H-“OH solution. From its mode of production, two con- 
l figurations are possible for the dibasic acid for which, 
HO-C-H — by reason of its optical inactivity, the annexed sym- 
HO-C:H metrical formula is adopted. Drastic reduction of the 
HOH dicarboxylic acid by means of hydriodic acid should 
l ' lead to the formation of sebacic acid, which, up to 
H-C-OH the present, has not been thus isolated, an amorph- 
CO,H ous, apparently unsaturated, acid being obtained in its 

place. 

The dilactone gives a diphenylhydrazide, C,>H,,0,N,, colourless, 
Tr leaflets, m. p. 285—286°, after becoming discoloured 
at 250°. 

[With Aue. WineLER.]—The following derivatives of /-manno- 

m* 
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hepturonic acid have been prepared: phenylhydrazone-phenyl. 
hydrazide, CyyH,0,N,, colourless, microscopic leaflets, m. p. 199° 
(from the lactone of /-mannohepturonic acid and four molecular 
proportions of phenylhydrazine in aqueous acetic acid solution 
at the atmospheric temperature); phenylosazone-phenylhydrazide, 
C.;H,,0;N,, yellow needles, m. p. 203—204° (from the same 
mixture as used for the preceding compound, but in boiling solution); 
p-nitrophenylhydrazone, long, intensely yellow, coarse needles, 
m. p. 167° (decomp.) when rapidly heated; semicarbazone, micro- 
scopic crystals, m. p. 174—175° (decomp.). 
‘  [-Mannohepturonic acid behaves as an aldose towards iodine 
and sodium hydroxide solution; it is interesting to note that 
ketonic sugars which contain a terminal methyl group adjacent 
to CH(OH) or CO appear to react similarly (cf. the production 
of iodoform from lactic or levulinic acid). 

Polyhydroxy-acids are converted into their lactones with very 
varying degrees of readiness; many examples are quoted and 
discussed, but it does not seem possible at present to give a satis. 
factory explanation of the observed facts. 

8-Galaheptonic acid is oxidised by nitric acid to the monolac- 
tone of 8-galaheptanepentoldi-acid, well-defined crystals which darken 
between 145° and 180° without actually melting. It could not 
be converted into a di-lactone. The salts of the corresponding 
dibasic acid appear to have little tendency towards crystallisation. 

It is considered that Bergmann’s recently proposed definition 
of a sugar (this vol., i, 227) lays too great emphasis on osazone 
formation, and it is pointed out that, according to it, ordinary 
sucrose would no longer be regarded as a sugar. H. W. 


Mutarotation of Dextrose under the Influence of Sodium 
Chloride. Hans Mourscuyavuser (Biochem. Z., 1921, 125, 
158—178).—Addition of pure sodium chloride to dextrose solution 
undergoing mutarotation causes an increase of the velocity of 
mutarotation inversely proportional to the increase of concen- 
tration of the salt. Impurities in sodium chloride influence the 
velocity constant considerably. Ordinary cooking salt almost 
doubles the constant, whilst a fused, analytically pure sodium 
chloride showed an eight-fold increase due to development of 
alkali. H. K. 


The Influence of Sodium Chloride on the Mutarotation 0 
Dextrose in Hydrochloric Acid Solution. I. Hans Murscu- 
HAUSER (Biochem. Z., 1921, 126, 40—54).—In decinormal hydro- 
chloric acid solution, the velocity constants for the mutarotatiol 
of dextrose show an increase proportional to the concentration 
of sodium chloride in the solution. H. 


The Influence of Dextrose on the Dialysis of Sucros¢ 
through a Parchment Membrane. The Possibility of the 
Separation of Dextrose from Sucrose by Dialysis. Lxon Aj y 
Conapon and Harry R. Incersoun (J. Amer. Chem. Soc., 1921, 
43, 2588—2597)—In mixtures of dextrose and sucrose, the 
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influence of dextrose on the dialysis of sucrose is of such a character 
as to keep the ratio of the percentage of original dextrose to per- 
centage of original sucrose dialysed approximately constant at 
about 2°5:1, irrespective of the concentration of the sucrose, 
provided that the concentration of the dextrose is not less than 
2% and the time of dialysis has exceeded three hours. In solutions 
containing less than 2% of dextrose, the dextrose dialyses at a 
much greater rate and at a dextrose concentration of 0°125% the 
above ratio becomes 5:1. With such a dilute solution of dextrose 
containing 6°25°% of sucrose it was found that the whole of the 
dextrose was removed after fifty-one hours’ dialysis. W. G. 


An Improved Method for Preparing Raffinose. E. P. 
(LARK (J. Amer. Chem. Soc., 1922, 44, 210—213; cf. Hudson and 
Harding, A., 1914, i, 1166).—In this improved method the cotton- 
seed meal is extracted by percolation, which must be done quickly. 
The extract is purified by treatment with basic lead acetate and 
the excess of lead is removed by the addition of oxalic acid. The 
sugar is then thrown out of solution as the insoluble calcium 
raffinosate. To regenerate the raffinose, this compound is decom- 
posed with carbon dioxide as in the manufacture of sucrose. The 
resulting solution is evaporated under diminished pressure until 
it contains 70—75°%, of total solids and then the raffinose is caused 
to crystallise out by the addition of alcohol. A simple stirring 
device for the rapid and convenient carbonation of the raffinosate 


is described. W. G. 


Xylan. E. Satkowsx1 (Z. physiol. Chem., 1921, 117, 48— 
60)—Improvements in the author’s method of preparation of 
xylan (A., 1902, i, 293) are described. The formula, C,9H,,0,, 
previously given to xylan, is replaced by C;H,O,. On hydrolysis, 
xylan takes up one molecule of water and is converted into xylose. 
A factor is introduced for calculating xylose from the cuprous 
oxide obtained on heating with Fehling’s solution. 8. 8. Z. 


Sulphur in Agar. Cart Neuperc and Hetnz OnE (Biochem. 
Z., 1921, 125, 311—313).—Preliminary observations pointing to 
the existence of sulphur in organic combination in agar. Hydrogen 
sulphide is evolved by bacterial action and hydrolysis sets free 
sulphuric acid. H. K. 


The Change of Glycogen under the Influence of Light. 
Gustav BayER (Biochem. Z., 1921, 124, 97—99).—Glycogen 
exposed to sunlight becomes insoluble in water. From its reactions 
the author considers this to be due either to a polymerisation or to 
a physical alteration of the surface of the glycogen whereby the 
hydrophilic sol-forming surface layers are transformed into a 
dehydrated form which can no longer show imbibition. H. K. 


Cellulose Acetate from Wood Cellulose. Erik Hacaeiunp, 
Nits L6rMann, and Epuarp FARBER (Cellulosechemie, 1922, 3, 
13—19).—Cellulose extracted from sawdust by the action of 40% 
hydrochloric acid is not a suitable material for the preparation of 
m* 2 
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cellulose acetate. With sulphite wood pulp, satisfactory products 
can be obtained after a suitable preliminary treatment. Dehydr- 
ation of the cellulose by heating with acetic acid and acetic anhydride 
is unfavourable to the acetylation process; traces of water are 
favourable. The best products were obtained by the following 
procedure: 5 grams of sulphite cellulose are subjected to a pre. 
liminary treatment with 20 grams of acetic acid (100%), 0°5 gram 
of water, and 0°5 gram of sodium hydrogen sulphate at 50—70° 
for seventeen hours; 25 grams of acetic anhydride are added to 
the cooled mixture, the temperature not being allowed to rise above 
60°. When the cellulose has dissolved, the reaction is completed 
by warming at 70° for about half an hour; 5°5—6 c.c. of water 
are then added and the viscous solution is digested at 50° for sixty- 
five to seventy hours in order to obtain a cellulose acetate which 
is soluble in acetone and insoluble in chloroform. J. F. B. 


The Solubility of Cellulose Acetate in the Salts of the Alkali- 
and Alkaline-earth Metals. K. ScHWEIGER (Z. physiol. Chem., 
1921, 117, 61—66).—The solubility of various preparations of 
cellulose acetate in concentrated solutions of a number of the above 
salts is given. With concentrated salt solutions, there is no scission 


of the acetyl groups, but the cellulose molecule is degraded. 
8. 8. Z. 


Constitution of Pine Lignin. II. Prrer Kuason (Ber., 
1922, 55, [B], 448—455).—It has been shown previously that 
a-lignin, Cy,H,.0,, is the main constituent of pine wood. Since 
it contains an acetyl group which is eliminated as acetic acid during 
the sulphite treatment, the residue, C.5H,)0,, must be present in 
«-lignosulphonic acid. The homogeneity of calcium «-ligno- 
sulphonate is established by the uniformity of the specimens of 
the 6-naphthylamine salt obtained from it by fractional precipi- 
tation with $-naphthylamine hydrochloride. In course of time 
the sulphite liquors deposit gypsum and darken in colour and then 
give a $-naphthylamine salt containing a less sulphur content 
than is normal, thus confirming the author’s view that the presence 
of calcium inhibits the formation of free lignosulphonic acid during 
the boiling process and that the occurrence of the latter is the 
cause of the so-called ‘ black boiling.” The following salts have 
been prepared: «-naphthylamine «-lignosulphonate, 

Cop H90 4,H SO 5,C,9H NH, 
a yellowish-white precipitate which, in contrast to the @-naphthyl- 
amine derivative, is not a cyclic compound; -naphthylamine 
a-methyllignosulphonate, C,,H3,O,NS, an internal salt ; 8-naphthyl- 
amine salt from ammonium «.-lignosulphonate, 
C9 H 90 5,HSO5,C,9H7*NH,,NH; ; 
6-naphthylamine sali from «-ligno-oximesulphonate, 
2C 49H 990 4,2HS9,2C,9H,-NH,,NH,°OH,5H,0, 

and the corresponding semicarbazide compound, 

2C 49 Hy904,2HSO,,2C,9H,*NH,,NH,"CO-NH-NH,,5H,0, — 
the composition of which indicates that the acid, at any rate 1 
its salt, has double the molecular weight ascribed to it previously. 


ring 
the 
ave 


hyl- 
nine 


hyl- 


e in 
isly. 


ORGANIC CHEMISTRY. i. 325 


a-Lignosulphonic acid is oxidised by hydrogen peroxide at the 
atmospheric temperature, and the product is precipitated as the 
a-naphthylamine salt, CygH,,0,,N,8, the composition of which 
indicates that the aldehydic has become oxidised to the carboxyl 
group and a methylene to the ketonic group. $-Naphthylamine 
a-lignosulphonate can be acetylated by means of acetic anhydride, 
two acetyl groups being introduced thereby into the molecule, 
thus proving the presence of two hydroxy! groups one of which 
can be methylated, and is therefore united to the benzenoid nucleus, 
whereas the other is more positive in character and is hence attached 
toa more aliphatic group. These observations, coupled with the 
behaviour of «-lignosulphonic acid towards hydrogen peroxide, lead 
the author to propose the annexed modified formula for «-lignin : 


CH:C(OMe)-C--O—-C—--- == =CH —-0-CH:CH-CHO 
CH,-CH,—-C-CH,*C(OH)‘ (OAc):C(OMe)-CH 
H. W. 


Lignin. I and II. Kari H. A. Metanver (Cellulosechemie, 
1921, 2, 41—43, 69—73; cf. A., 1921, i, 849)—Among the pro- 
ducts obtained by the addition of sodium chloride to waste sulphite 
liquors is the sodium salt of an «-ligninsulphonic acid. One hundred 
grams of the crude product, containing about 27% of sodium 
chloride, yield about 25 grams of the free acid; the sodium salt 
contains 2-96—3-78% Na and 4-41—5-10% S. The acid is pre- 
cipitated by aromatic bases, the o-toluidine salt being particularly 
examined. Analysis gave results which indicated formule varying 
from C3,H340,9 to C,,H,,0,, for lignin; the latter substance was 
shown to contain an acetyl group. The products analysed were, 
however, admittedly mixtures. CHEMICAL ABSTRACTS. 


Methylation of Lignin. EK. Hrvusrr, R. Scumirt, and L. 
GUNKEL (Cellulosechemie, 1921, 2, 81—86).—Lignin obtained by 
the action of hydrochloric acid (d 1-2) on sawdust, when treated 
with methyl sulphate and sodium hydroxide, gave 96% of methyl- 
lignin (methoxyl content, 20-65%, increasing by repeated methyl- 
ation to 26-29%). The methoxyl content is completely removed 
only by repeated treatment with hydrochloric acid in a sealed 
tube, when a product is obtained containing 67-45—69-30% C 
and 4-16—4-50°% H. Methyllignin prepared from this substance 
contained only 5-79% of methoxyl. A sodium hydroxide solution 
of lignin, prepared at 170° in an autoclave, when methylated with 
methyl sulphate had a methoxyl content of 24-7%. 

CHEMICAL ABSTRACTS. 


Derivatives of Straw Lignin. F. PascuKe (Cellulosechemie, 
1922, 3, 19—21; cf. A., 1921, i, 772).—Derivatives have been 
prepared from lignin obtained by the digestion of straw with 
sodium carbonate and having a composition corresponding with 
CH,;0,3. With phenylhydrazine, on heating, a violent reaction 
takes place and formation of aniline, water, and ammonia. The 
yield of ligninphenylhydrazone, C,,H;,N,0j9, is 80%; it is soluble 
in aleohol, acetone, and tetrachloroethane, the solutions drying in 
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the form of a brown varnish film. With nitrosodimethylaniline 
(1 part), lignin (1-5 parts), concentrated hydrochloric acid (1 part), 
and acetic acid (50 parts), on boiling for two hours, a condensation 
product is obtained having the properties of a dyestuff, lignocyanin, 
CiogH19,N 1,025, analogous to gallocyanin and dyeing silk directly 
from dilute acetic acid solutions, cotton only when mordanted; 
the colour is brownish-violet. By the prolonged action of sulphury] 
chloride at the ordinary temperature, a product containing 12-22% 
of chlorine and 11-04% of sulphur is obtained; with sulphury] 
chloride at 100° under pressure, the resulting product contains 
38-22% of chlorine and no sulphur; both products are free from 
methoxyl groups; the solutions of the latter dry as a varnish. 
With phosphorus pentachloride dissolved in excess of tetrachloro. 
ethane, lignin reacts violently with formation of a compound 
containing 19-18% of chlorine, corresponding with the formula 
C3,H,,0,;Cl;. This compound also gives solutions which dry to a 
varnish. J. F. B. 


Synthesis of the Humic Acids. WILHELM ELLER (Brennstoff 
Chem., 1922, 3, 49—52 and 55—56; cf. A., 1920, i, 733).—Pole- 
mical. The author maintains that the humic acids contain a 
benzene nucleus, are closely related to the substances prepared by 
him by the oxidation of phenols in alkaline solution, and are not 
derivatives of furan as suggested by Marcusson (A., 1921, i, 313; 
ii, 590) and by Jonas. G. F. M. 


Natural and Artificial Humic Acids. K. G. Jonas (Brenn- 
stoff Chem., 1922, 3, 52—55).—Polemical. The author contends 
that Eller’s synthetic products do not resemble the naturally 
occurring humic acids. G. F. M. 


Complex Metallic Ammines. VII. Conductivities of 
Diethylenediaminecobaltic Bromides. James Cooper Durr 
(T., 1922, 121, 450—454). 


Constitution of Glutamine. H. THierFeLpErR (Z. physiol. 
Chem., 1921, 114, 192—198; cf. Johnson and Guest, A., 1912, 
i, 316).—1-Acetyl-2-thiohydantoin-5-propionamide prepared from 
d-glutamine and potassium thiocyanate has m. p. 209° and on 
hydrolysis yields 2-thiohydantoin-5-propionic acid. The latter 
compound on treatment with chloroacetic acid was converted into 
hydantoin-5-propionic acid. Owing to this reaction, which is 
characteristic of the «-amino-acids, the author ascribes the following 
formula to glutamine : NH,*CO-CH,°CH,°CH(NH,)-CO,H. 7 

8.8. Z. 


Cystine. Atice R. Tuoompson MeErrity (J. Amer. Chem. Soc., 
1921, 43, 2688—2696).—In the preparation of cystine from wool 
by hydrolysis with hydrochloric acid, the yield is materially in- 
creased by boiling for twelve hours instead of three. The zone of 
hydrogen-ion concentration most favourable for the precipitation 
of the cystine from the {resulting solution is 10° to 10~*, and in 


order to obtain the cystine free from tyrosine it is advisable to} 
precipitate it from a solution having a concentration of about 10°. 
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Using sodium acetate as a buffer in the hydrolysed wool solution, 
it was found that when the maximum yield of cystine was obtained 
the hydrogen-ion concentration was 10. The highest yield of 
cystine thus obtained was 5-2% of the weight of the wool taken. 
For the purification of crude cystine, its solution may be decolorised 
by norit which has been previously boiled with dilute hydrochloric 
acid, and in that case very little of the cystine is absorbed. W.G. 


Synthesis of 2-Hexosamic Acids and 2-Hexosamines. 
Pp. A. Levene (Biochem. Z., 1921, 124, 37—83).—A detailed 
summary of work previously published by the author and his 
co-workers on this subject (A., 1915, i, 601, 782, 944; 1916, 
i, 203, 712, 713; ii, 3; 1917, i, 633; 1918, i, 530, 532; 
1919, i, 475, 476; 1921, i, 318). H. K. 


Monochlorocarbamide. Preparation of Chlorohydrins by 
its Action on Ethylenic Hydrocarbons. ANpDRfi DET@UF 
(Bull. Soc. chim., 1922, [iv], 34, 169—176; 176—181; cf. this 
vol., i, 236).—The results obtained by using the method previously 
described (loc. cit.) with different ethylenic hydrocarbons are 
detailed. With amylene, the product is the chlorohydrin of 
amylene glycol, OH*CMe,-CHMeCl, which, when heated at 130° 
with anhydrous oxalic acid, gives chloroamylene and with alcoholic 
potassium hydroxide yields amylene oxide. When warmed with 
aniline, the chlorohydrin gives methyl isopropyl ketone. fy-Di- 
methylbutylene gives with chlorocarbamide -chloro-y-hydroxy- 
by-dimethylbutane. A®-Hexene yields §-chloro-y-hydroxyhexane. 
«Methyl-A*-hexene yields «-chloro-6-hydroxy-«-methylhexane, b. p. 
97—98° /23 mm., d° 1-044; n141-45662. On oxidation with chromic 
acid, it gives «-chloro-e-methylhexan-f-one, b. p. 118°/40 mm. 
At-Octene yields $-chloro-y-hydroxyoctane, b. p. 99—110°/14 mm.; 
@ 1-001; n1® 1-45232. On oxidation, it yields «-chloroethyl pentyl 
ketone, b. p. 92°/16 mm., giving a semicarbazone, m. p. 145°. With 
alcoholic sodium hydroxide, this chlorohydrin gives By-octene oxide, 


CHy(CH,],CH<1 AMS, b. p. 70—75°/18 mm.; 80-858; n8 


1-42085. 

With cyclic hydrocarbons, the following results were obtained. 
Styrene yielded «-chloro-6-hydroxy-8-phenylethane, b. p. 128°/17 
mm.; d°1-225; n171-55405, which with sodium ethoxide gave 
ethyl §-hydroxy-B-phenylethyl ether, b. p. 240—245°/760 mm.; 


_ @ 1-054. cycloHexene yielded 1-chloro-2-hydroxycyclohexane, b. p. , 


84—85°/16 mm.; m. p. 8°; d°1-138; n° 1-49097, which with 

potassium hydroxide in anhydrous ether gave cyclohexyl oxide. 

Under similar conditions, menthene gave the chlorohydrin of men- 

thene glycol, b. p. 120—125°/14 mm.; d® 1-063; n° 1-48422. 

Camphene gave the chlorohydrin of camphene glycol, m. p. 96°; b. p. 

125—130°/14 mm. Its constitution is shown by its behaviour to be 
CH,"CH—CMe, 


| GBs 
OH, oH O< CHAO 


WG. 
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Guanidonium Salts. W. MarckwaLp and F. Struwe (Ber., 


1922, 55, [B], 457—463).—Guanidonium chlorate and perchlorate p 
have been described by Marckwald (D.R.-P. 309297, 309298) as § 
powerful explosives (cf. Mannelli and Bernardini, Brit. Pat. 155627). 
The latter is obtained readily by heating a mixture of equivalent 
amounts of dicyanodiamide and ammonium perchlorate at 160°, 
and thus forms a convenient initial material for the preparation § # 
of guanidine, the following salts of which are now described. § * 
Guanidonium thiosulphate (from an alcoholic solution of guani- § 
donium perchlorate and saturated aqueous potassium thiosul. § 
phate), (CN,H,).S.0;,H,O; guanidonium sulphite, (CN3H,).SO,, a § 8 
colourless, crystalline compound; guanidonium hydrogen sul. | 1 
phide, (CN,H,)HS,H,O, yellow leaflets; guanidonium xanthate,  ‘h 
CN,H,°S-CS:OEt, pale yellow crystals, m. p. 113°; guanidonium ¥ ™ 
borate, (CN,H,).B,0,,5H,O, colourless crystals; guanidonium stan. | th 
nate, (CN,H,),SnO3,3H,O, long, lustrous crystals; gwanidonium | WI 
metasilicate, (CN,H,),SiO,,27H,O; guanidonium formate, m. p. J 
70—75°; guanidine nitromethane, CN,H,,CH,°NO,, small, colour. | 
less needles; guanidonium phenoxide, CN,H,°OPh, colourless HH 
crystals, m. p. 67°; guanidonium p-tolyloxide, m. p. 147—150°; J 
guanidine benzenesulphonamide, CN,H;,NH,"SO,Ph, m. p. 183° | J 
(decomp.); guanidine phthalimide, CONsH,'NH:(CO),:CgHy, m. p. J ¢ 
176—179° (decomp.). 0 
Guanidine has been obtained in the solid state by mixing alcoholic 
solutions of guanidonium perchlorate and potassium hydroxide, oF 
removal of precipitated potassium perchlorate and concentration i 
of the solution in a vacuum at 30—35°; the product contains J “° 
92-73—99-55% of guanidine and melts somewhat indefinitely at § 
about 50°. It has been described by Veley (T., 1908, 93, 652) as — 
a weak base, but his observations are not in harmony with those § 
of Ostwald or of Morrell and Bellars (T., 1907, 91, 1012). It is - 
now found that solutions of guanidonium hydroxide behave like 
those of the alkali hydroxides towards solutions of metallic salts; ; 
the strength of the base is established in addition by its ability to J Gr 
form stable salts with very weak acids. H. W. Ch 
of 
Pyrofulmin, a Decomposition Product of Mercury Ful-§ ; 
minate. Laneuans (Z. ges. Schiess. u. Sprengstoffw., 1922, 17, § po 
9—11, 18—21, 26—28).—-Mercury fulminate is completely changed § yy, 
into a non-explosive substance by heating at 90° for about one § hef 
hundred hours. The product is yellowish-brown and shows the § pe 
unchanged crystalline form of mercury fulminate. The change § tep 
can be followed by determining the mercury in the substance J poy 
electrolytically. A gradual rise takes place from 70-42% (the§ pb. 
value for the pure fulminate) to between 74 and 76-6% in the§ me 
non-explosive substance, which is named pyrofulmin. Pyrofulmin § }, ; 
is insoluble in water and in the usual organic solvents, and is neutral § Wy, 
to litmus. It swells up on heating, giving off white, choking § ch 
vapours. Its content of mercury is not constant, but never exceeds §  tajy 
766%, nitrogen 9-88%, carbon 6-21%, oxygen 7:51%. The loss the 


of weight of the fulminate on heating therefore consists mainly of 
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carbon and oxygen. Pyrofulmin is probably not a definite com- 
ound. Its reactions point to its being a mixture of mercuric 
oxycyanide, Hg(OCN)-CN, with a little mercuric oxide. 


H.C. R. 


Solubility of Potassium Ferrocyanide in Water. Ice Curve 
and Cryohydric Point. E. Fapris (Gazzetta, 1921, 51, ii, 
374380).—The solubility of potassium ferrocyanide in grams of 
the salt per 100 grams of water between 0° and 100° is represented 
by two almost rectilinear curves meeting at 80°. This temperature 
is given in Landolt’s tables as the transformation point of the 
hydrate, K,Fe(CN),,3H,O into K,Fe(CN),,2H,O, but evidence of 
this transformation is obtainable neither by the dilatometric 
method nor by analysis of the solid phase. The author has traced 
the freezing-point curve, the cryohydric point being —1-58°, 
which corresponds with the concentration 13-1 grams of the 
anhydrous salt per 100 grams of water. ae A 


Symmetrical Diisopropylhydrazine and its Derivatives. 
Harry L. Locutr, James R. Battery, and Witiiam A. Noyes 
(J. Amer. Chem. Soc., 1921, 43, 2597—2603).—Dimethylketazine 
may readily be reduced by means of colloidal platinum, using 
Skita’s method (cf. A., 1913, i, 53, 54), and a yield of more than 
90% of s-ditsopropylhydrazine is obtained provided there is 
enough hydrochloric acid present to neutralise the base formed, 
s-Diisopropylhydrazine, CHMe,-NH:NH-CHMe,, is a pale straw- 
coloured liquid, b. p. 124—124-5°/740 mm.; nj 1-4087; d} 0-7712, 
giving a hydrochloride, m. p. 198° (corr.), an oxalate, and crystalline 
condensation products with potassium cyanate and phenylcarb- 
imide. With phenylthiocarbimide, it yields diisopropylphenylthio- 
semicarbazide, CHMe,*NH-N(CS:NHPh)-CHMe,, m. p. wre? 

.G. 


The Preparation of Mercury Dialkyl Compounds from the 
Grignard Reagent. C. 8. Marver and V. L. Goutp (J. Amer. 
Chem. Soc., 1922, 44, 153—157).—The reaction between an excess 
of the Grignard reagent and a mercuric haloid furnishes a very 
satisfactory method for the preparation of mercury dialkyl com- 
pounds, provided the proper precautions are observed. Any 
unchanged magnesium must be removed from the Grignard reagent 
before adding the mercuric haloid, and after the whole of the 
mercuric haloid has been added, the mixture must be boiled for 
ten to twelve hours to complete the reaction. The following com- 
pounds have been prepared by this method: mercury dimethyl, 
b. p. 92°/740 mm. (corr.); mercury diethyl, b. p. 97—99°/125 mm. ; 
mercury dipropyl, b. p. 81—84°/19 mm.; mercury diisopropyl, 
b. p. 119—121°/125 mm.; mercury dibutyl, b. p. 120—123°/23 mm. 
When a magnesium alkyl bromide reacts with an excess of mercuric 
chloride, a mixture of mercury alkyl chloride and bromide is ob- 
tained. To obtain each of these compounds pure, the halogen of 
the alkyl haloid must be the same as that of the mercuric salt. 

W. G. 
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Mixed Organometallic Compound of Aluminium. YJ, 
THomas (Compt. rend., 1922, 174, 464—465).—Aluminium when 
left in contact for a long time with methylene iodide in the absence 
of a solvent reacts with it without any appreciable evolution of 
gas, the mixture ultimately setting solid. A white, crystalline 
compound was obtained which it was not possible to purify, as it | 
was highly reactive. If the aluminium and methylene iodide are 
allowed to react in the presence of anhydrous ether, a gas is evolved 
which is absorbed by bromine and attacked by permanganate. 
The gas has the formula (CH,),, but apparently is not ethylene. 
The solid product of the reaction in ether is also highly reactive. 

There is some indication that other metals, and in particular 
lead, are also capable of attacking methylene iodide in the absence 
of a solvent without any gas being evolved. W. G. 


Kinetics of Open Saturated Chains of Carbon Atoms in 
Relationship to the Baeyer Strain Theory. Z. Wodsnicz- 
SIANOZENCKI (Roczniki Chemji, 1921, 1, 244—275)—It is shown 
that the kinetics of an open saturated chain of carbon atoms may 
be treated by the theory of probabilities. If it be admitted that 
the limiting distance over which the carbon atom can exert a 
chemical force is not more than 2°101 times that which is normal 
for the two atoms connected by a single linking, then it is shown 
that the probability of the formation of polymethylene rings 
containing various numbers of carbon atoms follows the order 


bo >ls>kg>lr>&>&>%,, where & is the probability of form- 
ation of an n-membered carbon ring. This indicates that the 
double linking is more easily formed than the five-membered ring, 
and this more easily than the six-membered ring, and so on. This 
appears to be in keeping with experimental work, which is often 
contradictory to the usually adopted hypothesis. J. F.S. 


[Lignite Producer Tar.] Franz Fiscuer (Ber., 1922, 55, 
[B], 505—506).—A criticism of Ruhemann’s recent communication 
(this vol., i, 22). H. W. 


The Ethylation of Benzene and Naphthalene. C. H. Mitu- 
GAN and E. Emmet Rerp (J. Amer. Chem. Soc., 1922, 44, 206— 
210).—Balsohn’s method (cf. A., 1879, 785) for the ethylation of 
benzene may be modified by the introduction of high speed stirring 
so that ethylene can be made to react with benzene in the presence 
of aluminium chloride at 70—90° so rapidly and completely that 
this becomes a practical method for the ethylation of benzene. 
A mixture of ethyl-, diethyl-, etc., up to hexaethyl-benzenes is 
obtained, but may fairly readily be separated into its components. 
If the polyethylbenzenes are stirred with benzene in the presence 
of the aluminium chloride from the previous reaction, they will 
give up some of their ethyl groups to the benzene. In a similar 
way, naphthalene may readily be ethylated by stirring it vigorously 
in benzene with polyethylbenzenes and aluminium chloride at 80°. 


W. G. 
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The Influence of Nitro-groups on the Reactivity of Substi- 
tuents in the Benzene Nucleus. V. Heteronucleal Dinitro- 
derivatives. HaroLtp Burton and James KENNER (T., 1922, 
121, 489496). 


The Nitration of m-Nitrotoluene. Oscar Liste Brapy 
(T., 1922, 121, 328—331). 


Some New Derivatives of Sulphobenzide [Diphenylsul- 
phone]. Euc. GranpmMovuGiINn (Compt. rend., 1922, 174, 393— 
395)—In part a recapitulation of previous work (this vol., i, 251). 
3: 3’-Diaminosulphobenzide can be converted into the corre- 
sponding halogenated derivatives by the Sandmeyer reaction. 
3: 3’-Dichlorosulphobenzide has m. p. 108°; 3: 3’-di-iodosulpho- 
benzide has m. p. 158°. 2: 2’-Dinitrosulphobenzide, m. p. 189°, 
was obtained by the oxidation of o-dinitrophenyl sulphide with 
potassium dichromate and sulphuric acid. To obtain unsym- 
metrical derivatives of sulphobenzide, sulphinic acids may be 
condensed with chloronitro-derivatives of aromatic hydrocarbons. 
Thus 1-chloro-2 : 4-dinitrobenzene and 8-naphthalenesulphinic acid 
yield 2 : 4-dinitrophenyl-8-naphthylsulphone, m. p. 228°. W. G. 


Theory of Carbonium Compounds. F. Krurmann (Ber., 
1922, 55, [B], 507—511).—A reply to Hantzsch (this vol., i, 24, 
25).—The author is not convinced of the superiority of Hantzsch’s 
complex formulz over his own quinolide formule, or of the incor- 
rectness of his theory of the sexavalency of carbon in carbonium 
salts (A., 1918, i, 311). H. W. 


Elimination of Hydrogen from Aromatic Nuclei and Union 
of the Latter by means of Aluminium Chloride. V. Ex- 
periments with Benzil, Stilbene, and Phenanthrene. R. 
ScHoLL and G. ScHwarzEeR (Ber., 1922, 55, [B], 324—330; cf. 
Scholl and Seer, this vol., i, 258).—Phenanthraquinone is formed 
in 25% yield when an intimate mixture of benzil and anhydrous 
aluminium chloride is heated at 120° during one hour; in addition, 
two substances are produced which are soluble in sodium hydroxide 
solution ; these have not been examined fully. 

Stilbene is readily converted by aluminium chloride into a 
polymeride which softens at about 165° after previous darkening 
and becomes carbonised at a higher temperature; according to 
determinations of molecular weight in boiling benzene, polymeris- 
ation has not proceeded beyond the trimeric stage (cf. Liebermann 
and Mitter, A., 1912, i, 464). The substance is oxidised by potass- 
ium permanganate or chromic acid in the presence of glacial acetic 
acid without giving well-characterised products; it is converted 
ry ae acid (d 1:15) at 150° into a nitrogen-free mixture of acids 
(CgH505)z. 

Phenanthrene is converted by aluminium chloride in the presence 
of nitrobenzene at the atmospheric temperature into a black mass. 
In the presence of carbon disulphide, on the other hand, a yellow, 
amorphous product, decomp. about 225°, is obtained which is 
not identical with the substance derived from stilbene. Its nature 
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has not been elucidated fully, but it is possibly a polymeride of 
phenanthrene, although analyses of it agree better with the com. 
position (C,,H,,)z; it is readily converted by nitric acid into an 
amorphous nitro-compound. H. W. 


New Preparation of cycloAlkylamines. ALPHONSE Matur 
(Compt. rend., 1922, 174, 465—467).—cycloHexanone gives with 
hydrazine hydrate a mixture of its hydrazone, b. p. 195°, and its 
ketazine, b. p. 270°. When the mixed vapours of these two 
substances are passed along with hydrogen over nickel at 180° 
an excellent yield of cyclohexylamine together with some dicyclo- 
hexylamine is obtained. Under similar conditions, o-methylcyclo- 
hexanone gives its hydrazone and its ketazine, and these when 
hydrogenated together give principally o-methylcyclohexylamine, 
b. p. 150°; dj} 0°8836; giving a hydrochloride, m. p. 280°. A small 
amount of di-o-methylcyclohexylamine, b. p. 268—270°, giving a 
hydrochloride, m. p. 226°, is also obtained. m-Methylcyclohexanone 
only gives its hydrazone, b. p. 215—220°, which when hydrogenated 
gives almost exclusively the primary amine, m-methylcyclohezyl- 
amine, b. p. 152°/750 mm.; dj 0°8956, giving a phenylcarbamide, 
m. p. 145°. p-Methyleyclohexanone gives its hydrazone, b. p. 
215°, and its ketazine, b. p. 280—285°. The mixture of these two 
substances on hydrogenation yields p-methylcyclohexylamine, b. p. 
153°/750 mm. ; d}0°9057 (giving a hydrochloride, m. p. 245°), together 
with some di-p-methylcyclohexylamine, b. p. 275—278°, giving a 
hydrochloride, m. p. 198°. In all cases, a very good yield of the 
primary amine is obtained and only a small amount of the secondary 
amine. W. G. 


The Dinitrotoluidines. Oscar LisLE Brapy, JAMES NELSON 
Epmunp Day, and WILLIAM JosEPH WoopaaTE Rott (T., 1922, 
121, 526—532). 


p-Cymene. III. The Bromination of 2-Amino-p-cymene. 
ALVIN S. WHEELER and IRA W. SmitrHey (J. Amer. Chem. Soc., 
1921, 43, 2611—2618).—2-Acetylamino-p-cymene on _ bromin- 
ation in carbon tetrachloride solution yields 3( ?)-bromo-2-acetyl- 
amino-p-cymene, C,H,MePrBr-NHAc, m. p. 122°5°. When hydro- 
lysed with concentrated hydrochloric acid, it yields 3( ?)-bromo- 
2-amino-p-cymene, b. p. 169—170°/20 mm.; d” 1°30125; n™” 1°5781, 
giving a hydrochloride, m. p. 205—210° (decomp.), and a hydro- 
bromide, m. p. 200—205° (decomp.). In an endeavour to establish 
the position of the bromine atom in the ring, the acetyl derivative 
was oxidised with neutral permanganate, 3( ?)-bromo-2-acetylamino- 
toluic acid, m. p. 215°, being obtained, which on hydrolysis gave 
3( ?)-bromo-2-aminotoluic acid, m. p. 151°, in the form of its hydro- 
chloride, m. p. 190° (decomp.). This bromoaminotoluic acid is 
not identical with the only one known, namely, 5-bromo-2-amino- 
p-toluic acid, m. p. 186—187°, and hence the bromine must be 
in position 3 or 6, and the authors prefer the position 3 as repre- 
senting an ortho-compound. 

3-Bromo-2-amino-p-cymene can be diazotised and the product 
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coupled with the original base or other amines, and the following 
compounds are described: 2-Diazoamino-3-bromo-p-cymene, m. p. 
143—146° (decomp.); 2-benzenediazoamino-3-bromo-p-cymene, Mm. p. 
152—154° (decomp.), giving a hydrochloride, m. p. 161—162° 
(lecomp.) ; 2-p-nitrobenzenediazoamino-3-bromo-p-cymene, has m. p. 
158° (decomp.). On reversing the process in the last case by 
diazotising the p-nitroaniline and adding the bromoaminocymene, 
a product, m. p. 163° (decomp.), is obtained. These compounds 
of p-nitroaniline are yellow and dissolve in alkaline solutions,. 
with the formation of a rich magenta colour which disappears 
when the solution is acidified. There is thus probably formed a 
pseudo or nitronic acid (cf. Hewitt and Mitchell, T., 1907, 91, 
1254). 

In the purification of p-cymene, isolated from spruce turpentine, 
itself a by-product in the manufacture of paper by the sulphite 
process, it is necessary in addition to the steps previously given 
(cf. A., 1920, i, 751) to extract the cymene with a limited amount 
of concentrated sulphuric acid or it acquires a yellow colour on 
keeping and does not behave satisfactorily when nitrated or 
brominated. W. G. 


Derivatives of Aminodiphenyl. A. Garcia Bants and JUAN 
FeRRER TomAs (Anal. Fis. Quim., 1921, 49, 293—312).—4-Dimethyl- 
aminodiphenyl (Garcia Bants, ibid., 1914, 12, 173), m. p. 119— 
120°, is prepared by alternate addition of methyl sulphate and 30% 
sodium hydroxide solution to aminodiphenyl in aqueous solution. 
By the action of sodium nitrite on the preceding compound in 
dilute hydrochloric acid solution at —5°, 3-nitro-4-dimethylamino- 
diphenyl is obtained, m. p. 119—120°. It forms large, garnet-red, 
monoclinic crystals [a:6:¢ = 1:111:1:1:0961, B=90° 16’ 30”). 
A secondary derivative is also obtained in small quantity, colour- 
less crystals, m. p. 112—115°. By passing hydrogen chloride 
into an ethereal solution of the nitroamine, the hydrochloride is 
obtained in white, silky crystals, unstable apart from their mother- 
liquors. Nitration of dimethylaminodiphenyl gives the 3-nitro- 
derivative at first, but by further nitration a compound crystallising 
in large, colourless needles, is obtained, m. p. 122°. It is probably 
3:5: 2’ : 4'-tetranitro-4-dimethylaminodiphenyl. Reduction of the 
3-nitro-derivative gives 3-amino-4-dimethylaminodiphenyl ; it forms 
silky crystals, m. p. 59—60°; b. p. 200°/15 mm. By reduction of 
4-nitro-3-aminodiphenyl, 3 : 4-diaminodiphenyl is obtained in grey 
plates, m. p. 102—103°. The action of nitrous acid on dimethyl 
anilines containing a negative group in the para position is discussed. 


G. W. R. 


Hydrogenation by Formic Acid of some Quaternary Salts 
of Hexamethylenetetramine. Marcen SomMMELET and JEAN 
GuiorH (Compt. rend., 1922, 174, 687—-689).—When hexamethylene- 
tetramine benzylchloride is warined with formic acid, it undergoes 
hydrogenation, carbon dioxide is liberated, and one of the principal 
products is benzyldimethylamine. With other quaternary salts 
of the tetramine, the yields depended on the nature of the salt. 
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Thus acyclic derivatives of the type of the ethiodide or the 
n-butiodide, or salts like the phenylpropiodide gave very poor yields. 
On the other hand, substituted benzyl salts such as the p-ethyl- 
benzylchloride gave satisfactory yields, but in such cases there 
was a secondary reaction producing benzaldehyde. W. G. 


Behaviour Sof Allyl- and Benzyl-amino-oxides towards 
Sodium Hydroxide Solution. Jakosp MEISENHEIMER, HELL- 
MUTH GREESKE, and AMALIE WILLMERSDORF (Ber., 1922, 55, [B], 
513—522).—The rearrangement of methylallylaniline N-oxide to 
N-phenyl-N-methyl-O-allylhydroxylamine (A., 1920, i, 35) is 
reproduced by ethylallylaniline N-oxide, and by benzylmethyl- 
aniline oxide, but not by dialkylallylamino-oxides. 

[H. GreEsKE.|—Ethylallylaniline N-oxide, characterised by its 
prerate, C,,H,;ON,C,H,O,Ns, granular crystals, m. p. 120—122°, 
is converted by aqueous sodium hydroxide into N-phenyl-N-ethyl- 
O-allylhydroxylamine, NMePh:O-C3H,, a yellow oil, b. p. 104°/15— 
16 mm. 

[A. Wit~MEersporr.|—Diethylallylamine, b. p. 105—113°, is 
obtained from diethylamine and allyl bromide; its picrate, 
C,H,;N,C,H,0,N;, forms irregular prisms, m. p. 
Diethylallylamine oxide picrate, C,H,;0N,Cg,H,0,Ns, crystallises in 
needles or prisms, m. p. 138°. Dimethylallylamine, best pre- 
pared by the process of Partheil and von Broich (A., 1897, i, 263), 
furnishes an oxide, of which the picrate, C;H,,N,C,H,0,N;, 
forms dark yellow needles, m. p. 136°. Benzylmethylaniline 
(Wedekind, A., 1899, i, 351), yields a picrate, C,,H,;N,C,H,0,N;, 
prisms, m. p. 127°, and an oxide (picrate, C,H, ,ON.C,H,0.N5, 
yellow prisms, m. p. 130°); it suffers rearrangement by alkali 
hydroxide to N-phenyl-O-benzyl-N-methylhydroxylamine, 

NMePh:0:C,H., 
a yellow oil, soluble in cold concentrated hydrochloric acid, and 
reprecipitated on dilution. J. K. 


cycloHexene Oxide and o-Methylcyclohexanol. MaARcuL 
GopcHot and Pierre Bkpos (Compt. rend., 1922, 174, 461— 
464).—cycloHexene is quantitatively oxidised in chloroform 
solution by perbenzoic acid to cyclohexene oxide. The oxide 
behaves towards magnesium methyl iodide in exactly the same 
manner as does ethylene oxide itself, the product being o-methyl- 
cyclohexanol. This alcohol, although having the same b. p., 
163—164°, as has the methylcyclohexanol obtained by Sabatier 
and Mailhe (cf. A., 1905, i, 275) by the hydrogenation of cresol, 
is apparently not the same alcohol, but a position isomeride. It 
gives a phenylurethane, m. p. 81—82°, and a hydrogen phthalate, 
m. p. 99—100°. The alcohol obtained from cresol gives a phenyl- 
urethane, m. p. 104°, and a hydrogen phthalate, m. p. 117—118°. 
The two alcohols are apparently cis-trans isomerides. W. G. 


Solubilities and Cooling Curves of the Mononitrophenols. 
L. L. Carrick (J. Physical Chem., 1921, 25, 628—659).—The 
various equations for calculating the solubility have been applied 
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to the solubility of the three nitrophenols and found to be unsuit- 
able for calculating the solubility of these substances in acetone, 
benzene, ethyl alcohol, or ethyl ether. The solubility of the 
three isomerides has been determined in the solvents named at 
a series of temperatures over the range 0—104'2°. Many of the 
determinations at the higher temperatures were carried out in 
sealed tubes. The experimental values have been compared with 
those calculated by Findlay’s equation, R=R’+-C(t’—t). (A., 1902, 
ii, 386), and by Hildebrand’s equation, logN=—L(T,,—T)/4°587'. Tm 
(A., 1916, ii, 518; 1918, ii, 36, 65); the agreement is not good in 
either case, but is considerably better in the case of the former 
equation than in the latter. Cooling curves have been determined 
for the three binary systems made up of pairs of the mono-nitro- 
phenols, and also for the systems made up of the eutectics from 
each binary system and the third nitrophenol. In the system 
o-nitrophenol—p-nitrophenol, the eutectic lies at 34°5° and has a 
composition 27°% of the para constituent ; the system o-nitrophenol- 
m-nitrophenol has a eutectic at 31°5° with 70% of o-nitrophenol ; 
the system m-nitrophenol—p-nitrophenol gives a eutectic at 61° 
having a composition 45°5°% of p-nitrophenol. The melting points 
of the various mixtures have been calculated by means of the 
Le Chatelier and van Laar equation, log, x=—L(T)—T)/RT pT, 
and found to be in good agreement with the observed values. 
It is shown that this law may be used equally well for calculating 
the cooling curves of ternary mixtures. ‘The mononitrophenols 
in the presence of one another behave as ideal solutions. Benzene 
is shown to be a good solvent for the extraction of o-nitrophenol 
from aqueous solutions of the mixed mononitrophenols. J. F. 8S. 


Nitration of 5-Iodo-2-nitrophenetole. C. ApostoLto (Gaz- 

ztta, 1921, 51, ii, 396—398).—5-lodo-2-nitrophenetole, 
NO,°C,H,1-OEt, 

obtained by the action of concentrated potassium hydroxide 
solution on alcoholic 5-iodo-1 : 2-dinitrophenetole solution, forms 
crystals, m. p. 86—87°. When treated with fuming nitric acid 
at the ordinary temperature, it yields 5-iodo-2 : 4-dinitrophenetole 
(or 5-todo-2 : 6-dinitrophenetole), OKt-C,H,I(NO,)., which crystallises 
in lustrous, pale yellow needles, m. p. ‘L1i—112°. 7. a Be 


The Nitration of Halogenated Phenols. L. Cuas. Rarrorp 
(J. Amer. Chem. Soc., 1922, 44, 158—165; cf. Upson, A., 1904, 
i, 734; Zincke and Hedenstrém, A., 1907, i, 124)—When 3: 5-di- 
bromo-o-cresol is nitrated by the action of sodium nitrite on its 
solution in glacial acetic acid, 5-bromo-3-nitro-o-cresol, m. p. 90— 
91° (cf. Upson, loc. cit.), and 3-bromo-5-nitro-o-cresol, m. p. 120° 
(decomp.) (cf. Robertson, T., 1908, 93, 788), are obtained. When 
3-bromo-5-nitro-o-cresol is reduced by stannous chloride and 
hydrochloric acid, it yields 3-bromo-5-amino-o-cresol, m. 
142° (decomp.), isolated as its hydrochloride. The hydrochloride 
when warmed with acetic anhydride and anhydrous sodium 
acetate yields 3-bromo-5-acetylamino-2-acetoxytoluene, m. p. 169°, 
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which with cold aqueous sodium hydroxide gives 3-bromo-5-acetyl- 
amino-o-cresol, m. p. 154—155°. The amino-hydrochloride des. 
cribed above, when oxidised with ferric chloride, gives 3-bromo. 
2 : 5-toluquinone (cf. Claus and Jackson, A., 1889, 128). 5-Bromo- 
3-nitro-o-cresol, like its isomeride, when reduced yields 5-bromo. 
3-amino-o-cresol, m. p. 113°, giving a hydrochloride, which on 
acetylation yields 5-bromo-3-acetylamino-2-acetoxytoluene, m. p. 
199—200°. w. &, 


[Tautomerism of Resorcinol.] W. Fucus (Ber., 1922, 55, 
[B], 491—492).—Polemical (cf. Fuchs and Elsner, A., 1920, i, 545; 
1921, i, 241; Herzig and Zeisel, A., 1920, i, 732). H. W. 


Elimination of Hydrogen from Aromatic Nuclei and Union 
of the Latter by means of Aluminium Chloride. VI. Ex- 
periments with Phenol-ethers and with Diphenylmethane. 
ROLAND SCHOLL and CHRISTIAN SEER (Ber., 1922, 55, [B], 330— 
341; cf. this vol., i, 258).—Elimination of hydrogen and union of 
the aryl residues occur with particular ease in the cases of «-naphthyl 
alkyl ethers, less readily with the corresponding $-naphthy]1 ethers, 
and, according to preliminary experiments, to a very restricted 
extent with phenolic ethers. Reaction is effected in the presence 
of nitrobenzene and there can be no doubt but that the latter 
exercises a specific influence probably by saturating the subsidiary 
valencies of the carbon of the aromatic nucleus, and thus rendering 
the hydrogen atom mobile and also by utilisation of the eliminated 
hydrogen. The aluminium chloride appears to have the dual 
function of activating the aromatically combined hydrogen atom 
and also the nitro-group of nitrobenzene, probably by the form- 
ation of readily dissociable molecular compounds. 

4 : 4’-Diethoxy-1 : 1’-dinaphthyl, colourless, lustrous leaflets, m. p. 
212—213°, is prepared in 70% yield by the gradual addition of 
anhydrous aluminium chloride to a solution of «-naphthyl ethyl 
ether in anhydrous benzene at the atmospheric temperature; 
hydrogen chloride is not thereby evolved. The same substance 
is obtained when ethyl chloroformate is added to the mixture, 
thus showing that the union of the naphthyl residues occurs with 
much greater rapidity than the fission of the ester. 4 : 4’-Dimethoxy- 
1: 1’-dinaphthyl crystallises in colourless, lustrous needles, m. p. 
252—253°. 2: 2’-Dimethoxy-1:1’-dinaphthyl, m. p. 190—191’, 
and diresorcinyl tetramethyl ether, long, brown needles, m. p. 
124°, are also described. 

[With Hernrich Neumann. |—The behaviour of aromatic hydro- 
carbons having mobile hydrogen atoms towards aluminium chloride 
has also been investigated. Anthracene and phenanthrene are 
very readily attacked in the presence of nitrobenzene, but the 
isolation of homogeneous products of the reaction has not been 
found possible. On the other hand, diphenylmethane reacts 
readily with aluminium chloride at the atmospheric temperature 
and in the absence of solvent without formation of resinous products ; 
in this case, however, union of the benzene nuclei does not occur, 
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benzene and anthracene being the only substances isolable. The 
change appears to proceed in accordance with the scheme : 


AlCl, —2H 
—OH, CoH <GH?> CoH, —> CygHio. 
The isolation of o- or p-dibenzylbenzene which are presumed 
t) be formed intermediately has not been effected. On the other 
and, it is shown that mesodihydroanthracene is dehydrogen- 
ited by aluminium chloride at the atmospheric temperature to 
ithracene, probably with simultaneous formation of a correspond- 
ing Quantity of more fully hydrogenated products, and that 
uthracene readily yields a molecular compound with aluminium 
chloride (cf. Lavaux and Lombard, A., 1910, i, 548). H. W. 


Catalytic Preparation of cycloHexanetriols. J. B. SrEn- 
DERENS and J. ABOULENC (Compt. rend., 1922, 174, 616—618).— 
ycloHexanetriols may readily be prepared by catalytic reduction 
in the presence of nickel in alcohol or water at about 140° under 
pressure of the corresponding trihydroxybenzenes (cf. this vol., 
i, 136). Under these conditions, pyrogallol gives a mixture of two 
iomeric cyclohexane-1 : 2 : 3-triols, of which one has m. p. 145°, 
b, p. 290°, and gives a triacetate, m. p. 47°, b. p. 288°, and the 
other has m. p. 95°, b. p. 225°, and gives a triacetate, b. p. 238°. 
Under similar conditions, phloroglucinol gives a mixture of isomeric 


yelohexane-1 :3:5-triols, b. p. 245—260°; and 1:2: 4-tri- 
hydroxybenzene gives a mixture of isomeric cyclohexane-1 : 2: 4- 
triols, b. p. 260—280°. W. G. 


The Transfer of Hydrogen from an Alcohol to an Aldehyde. 
(.H. Mrtxtigan and E. Emmer Ret (J. Amer. Chem. Soc., 1922, 
4, 202—-205).—By passing the vapours of an aldehyde mixed 
vith ethyl alcohol over cerium oxide at 300—380°, the aldehyde 
is hydrogenated to the corresponding alcohol and the ethyl alcohol 
widised to acetaldehyde. In this way, benzyl, phenylethyl, and 
teptyl alcohols and citronellol have been prepared from the corre- 
ponding aldehydes. The yields are low and the life of the catalyst 
s short as it becomes foul owing to the production of gummy 
products, probably arising from the condensation of the aldehydes. 
ff the cerium oxide is replaced by copper on an inert support 
nzaldehyde is reduced to toluene. W. G. 


Phenyldi-«-naphthylcarbinol and Phenyldi-«-naphthyl- 
methyl. C.S. ScHOEPFLE (J. Amer. Chem. Soc., 1922, 44, 188— 
4; cf. Gomberg and Schoepfle, A., 1917, i, 551; 1920, i, 26).— 
Phenyldi-x-naphthylcarbinol (cf. Elbs, A., 1887, 943) is best 
prepared by the interaction of ethyl benzoate and magnesium 
‘naphthyl bromide in toluene at 110—115°. The carbinol has 
u. p. 166—167° and gives additive compounds with ether, ethyl 
wetate, acetone, and ethyl alcohol of the type C,,H,,0,EtOH, 
ind with benzene, 2C,,H,)0,3C,H,. With acetyl chloride, it 
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yields phenyldi-«-naphthylchloromethane, m. p. 165—167° (decomp), 
and with acetyl bromide phenyldi-a«-naphthylbromomethane, m. p, 
125—127° (decomp.). Both these compounds give additive 
compounds with mercuric, stannic, ferric, aluminium, and zine 
chlorides, all of which are unstable, decomposing in a short time to 
give phenyldi-«-naphthafluorene, which was also obtained by 
boiling an acetic acid solution of phenyldi-«-naphthylearbinol, 
Phenyldi-«-naphthylmethane, m. p. 204° (cf. Elbs, loc. cit.) was 
prepared by reducing the carbinol with zine dust and acetic acid 
at 75—S80°. Phenyldi-«-naphthylmethyl was obtained by shaking 
a benzene solution of the above chloromethane with molecular 
silver in the absence of air. It was very unstable and could only 
be obtained in solution. It readily undergoes auto-reduction, 
giving phenyldi-«-naphthylmethane and _phenyldi-«-naphtha. 
fluorene. It also absorbs oxygen, but attempts to prepare a 
peroxide were not successful. With hydrochloric acid in the 
absence of air, it gives phenyldi-«-naphthylmethane and _ phenyldi- 
a-naphthylchloromethane. W. G. 


Influence of Substitution in the Ortho-, Meta-, and Para- 
positions on the Absolute Affinity of Benzoic Acid. I. 
H. N. K. Rerpam (Z. physikal. Chem., 1921, 99, 474—498).— 
The absolute affinities (free energy changes) between silver oxide 
and benzoic, o-, m-, and p-toluic acids, and cinnamic acid, were 
measured by an electromotive method. Silver oxide exists in 
two modifications: (a) the electrolytically precipitated oxide, 
unstable at the ordinary temperature but stable at higher tem- 
peratures; (6) the ordinary precipitated oxide, stable at the 
ordinary temperature but unstable at higher temperatures. The 
transition temperature was calculated as 132°. The affinity of 
benzoic acid is reduced by the introduction of methyl into the 
benzene nucleus, the effect being greatest in the o-position. The 
effects in the m- and p-positions were weaker and approximately 
equal. The absolute affinity of cinnamic acid towards silver oxide 
is 37% greater than that of benzoic acid, whereas the conductivity 
measurements would, on the assumption that the strength is 
proportional to the ionisation, make benzoic acid almost twice 
as strong as cinnamic acid. The #.M.F. of the oxy-hydrogen cell 
was calculated as 1:227 volts at 25°, in agreement with the results 
of Nernst and Wartenberg and of Brénsted. The lower value 
calculated by Lewis arises from the fact that the dissociation 
pressures of silver oxide, measured at higher temperatures, referred 
to one form, whilst the 2.M.F. measurements, carried out at lower 
temperatures, referred to the second form, of silver oxide. If 
account is taken of this, all the results are in agreement. A method 
for the determination of hydrogen ions is indicated. J. R. P. 


The Reduction of Ethyl Benzoate and some other Benzene 
Derivatives by Sodium and Absolute Alcohol. Herrvfi DE 
PoMMEREAU (Compt. rend., 1922, 174, 685—687).—When ethy! 
benzoate is reduced by sodium in absolute alcohol, the main pro- 
duct is cyclohexanecarboxylic acid together with a little cyclo- 
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kecylcarbinyl alcohol, b. p. 188°/760 mm., giving a urethane, m. p. 


463°. Under similar conditions, benzaldehyde gives toluene and 


yclohexanecarboxylic acid, but phenol, phenetole, and aniline do 
not undergo reduction. Nitrobenzene gives aniline with a little 
hydrazobenzene. W. G. 


Solubility of the Isomeric Toluic Acids in the Three 


Xylenes. Cuapas (Compt. rend., 1922, 174, 610—611).—The 


wlubilities of the three toluic acids in the three xylenes expressed 
as grams of the acid dissolved in 100 grams of the xylene at 14° 


are -— 


o-Xylene. m-Xylene. p-Xylene. 
0- TONIC ACIA ........00050s 71 5°78 7°39 
m-Toluic acid ............ 8°63 8°57 10°32 
p-Toluic acid.............+. 1:05 0-91 1°47 
W. G. 


The Action of Light on the Cinnamic Acids and the Con- 
stitution of the Truxillic Acids. A. W. K. pr Jona (Ber., 
1922, 55, [B], 463—474).—During recent years, a number of 
papers on these subjects have been published by Stobbe and Stérmer, 
in which the author’s work has not been taken into account; the 
latter is now published in a more extended form. 

The conversion of allocinnamic into (-truxillic acid is perferably 
effected by the action of direct sunlight on the cooled acid; the 
presence of benzoic, «- or 8-truxillic acids in the allo-acid is in- 
hibitive, whereas that of trans-cinnamic acid is highly favourable. 
Further experiment shows that trans-cinnamic acid can form 
a- and $-truxillic acids, that the production of $-truxillic acid from 
dlocinnamic acid does not take place directly but indirectly 
through the trans-acid and that §-truxillic acid is not formed by 
ihe union of molar quantities of the allo- and trans-acid. Illumin- 
ation of non-recrystallised trans-cinnamic acid yields solely «-truxillic 
acid, but, if illumination is interrupted and the acid is recrystallised, 
$-truxillic acid is produced to a greater or less extent. The latter 
acid appears to be produced from $-cinnamic acid, which is readily 
formed by pouring a solution of the «-acid in alcohol, nearly satur- 
ated at the atmospheric temperature, into a large volume of water 
or by dissolving the «-acid in ammonia and adding an excess of 
hydrochloric acid to the solution. It may be noted that allo-, 
a-, and $-cinnamic acids are not converted into truxillic acids by 
exposure to red, yellow, or green light. 

Stobhbe and Stérmer have observed the production of £-truxillic 
acid, but seldom of «-truxillic acid, when allocinnamic acid is 
illuminated, whereas the author has found that the «-acid is formed 
in considerable quantity; the discrepancy is to be ascribed to the 
differing temperatures used during the experiment, rise in tempera- 
ture favouring the formation of the «-acid. 

The presence of 8-truxillic and f-cocaic acids in the natural 
truxillic acid (Stérmer, A., 1921, i, 179) has been established 
previously by the author (A., 1911, ii, 552). 

The constitutions assigned to «-, y-, 6-, and e-truxillic acids by 
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Stérmer and Forster (A., 1919, i, 444) are in agreement with those 
proposed previously by de Jong (A., 1918, i, 172), but this is not 
the case with 8-truxillic and B-cocaic acids. 

Stérmer’s proposal (A., 1921, i, 179) to divide the acids into the 
truxillic and truxinic series is criticised adversely; it appears 
preferable to retain the original names until the structure of the 
compounds is definitely elucidated. H. W. 


Preparation of ar-Tetrahydronaphthylthiolacetic Acids, 
TETRALIN G. M. B. H. (Brit. Pat. 148419).—Tetrahydronaphthalene 
is sulphonated with chlorosulphonic acid at a temperature not 
exceeding 5°; the resulting sulphonyl chlorides are reduced with 
zinc dust and hydrochloric acid to a mixture of 1- and 2-tetra- 
hydronaphthylthiols, and after purification by distillation under 
reduced pressure (b. p. 143—147°/15 mm.) they are condensed in 
alkaline solution with monochloroacetic acid with the formation 
of 1- and 2-tetrahydronaphthylthiolacetic acids, Cy4yH,,°S*CH,°CO,H. 
The two acids are separated by adding a concentrated ammonium 
chloride solution to the reaction mixture when the ammonium 
salt of the 2-acid separates in crystalline flakes. From the mother. 
liquors, the l-acid is precipitated with hydrochloric acid as a 
voluminous, white precipitate, which after crystallisation from 
benzene melts at 133—135°. The 2-acid, precipitated from the 
solution of its ammonium salt, melts at 69—70°. Both acids are 
easily converted into “‘ tetrahydronaphthylthioindigo.” ‘“ 

. F. M. 


Friedel and Crafts’ Reaction. Some Substituted Phthalic 
Anhydrides with Toluene and Aluminium Chloride. Watt: 
A. LAWRANCE (J. Amer. Chem. Soc., 1921, 43, 2577—2581; cf. 
A., 1920, i, 741)—-When toluene is condensed with unsymmetrical 
phthalic anhydrides in the presence of aluminium chloride, it gives, | 
in some cases, two acid products and in others only one. ‘The 
physical properties of the toluoylnitrobenzoic acids are very similar 
to those of the benzoylnitrobenzoic acids (loc. cit.). 

With 3-nitrophthalic anhydride, toluene gives 2-nitro-6-p-toluoyl- 
benzoic acid, m. p. 262—265° (decomp.), and 3-nitro-2-p-toluoyl- 
benzoic acid, m. p. 123—126° (decomp.). With 4-nitrophthalic 
anhydride, the products are 4-nitro-2-p-toluoylbenzoic acid, m. p. 
101—105° (decomp.), and a small amount of a compound, m. p. 
211—218° (decomp.). With 3-acetylaminophthalic anhydride, the 
products are two p-toluoylaminobenzoic acids, m. p. 256—257° and 
206°, respectively, in which the toluoyl group is, in each case, in 
position 2 or 6 and the amino-group in position 3 or 2. With 
4-acetylaminophthalic anhydride, practically the whole of the 
yield consisted of one p-toluoylaminobenzoic acid, m. p. 185—136", 
the toluoyl group being in position 2 or 6 and the amino-group 
in position 4 or 3. A small amount of an unidentified compound, 
m. p. 180—183°, was also obtained. Tetrachlorophthalic anhydride 
gave with toluene 2:3: 4: 5-tetrachloro-6-p-toluoylbenzoic acid, 
m. p. 174—175° (corr.) (cf. 1914, Brit. Pat. 8917), giving a methyl 
ester, m. p. 96—97° (corr.). 
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Tetrabromophthalic anhydride gave 2:3: 4: 5-tetrabromo-6-p- 
luoylbenzoic acid, m. p. 212° (corr.), giving a methyl ester, m. p. 
162'5° (corr.); and tetraiodophthalic anhydride gave 2:3:4:5- 
wtraiodo-6-p-toluoylbenzoic acid, m. p. 266° (corr.), giving a methyl 
ester, m. p. 199° (corr.). W. G. 


Homogentisic Acid. II. The Behaviour of Homogentisic 
Acid when Boiled with Ferric Chloride. Cart Tu. MORNER 
‘B(Z. physiol. Chem., 1921, 117, 67—84; cf. A., 1912, i, 459).— 
When homogentisic acid is distilled with a concentrated solution 
of ferric chloride, the distillate contains a substance which crystallises 
in leaflets, m. p. 89—90°, and when heated on the water-bath 
suublimes, yielding thin, broad, iridescent needles. S. 8. Z. 


Homogentisic Acid. III. Cart Tu. Mérner (Z. physiol. 
Chem., 1921, 117, 85—90).—Homogentisic acid crystallises with 
me molecule of water in monoclinic prisms. It forms a lactone 
at 130°, at which temperature it partly sublimes. At about 17°5°, 
its solubility in water is 1 : 1°8. 8. 8. Z. 


Quinhydrones of the Maleic Anhydride Series. PauL 
PFEIFFER [with E. Fuater] (Ber., 1922, 55, [B], 413—429).—In 
a previous communication (Pfeiffer and Béttler, A., 1919, i, 62), 
ithas been shown that maleic anhydride and analogous substances 
give more or less deeply coloured solutions in hydrocarbons, phenols, 
amines, etc., although, in general, the isolation of the additive 
compounds in the solid state was not found possible. The close 
analogy of maleic anhydride to the quinones was thus demon- 
strated, and it was pointed out that the relationship between maleic 
anhydride and furan is the same as that between p-benzoquinone 
and benzene. The work has now been extended in a variety of 


directions which show that the presence of the group, CO-C:C-CO-, 
isnecessary for the formation of quinhydrones and that it is largely 
amatter of indifference whether it is present in a closed ring, as 
in p-benzoquinone or maleic anhydride, or in an open chain, as in 
phthalaldehyde or s-phthalyl chloride. In particular, tetrahalo- 
genated phthalic anhydrides exhibit a great power of forming solid 
additive products with many classes of compounds and are to be 
classed in this respect with s-trinitrobenzene and picric acid. The 
precise rdle of the halogen atoms has not been elucidated (cf. 
Pratt and Perkins, A., 1918, i, 167; Pratt and Young, A., 1918, 
i, 540). Since the anhydrides unite with aromatic hydrocarbons 
as well as with the corresponding phenols, amines, etc., it is evident 
that the compounds are formed by saturation of affinity between 
one or both oxygen atoms of the anhydride component and the 
unsaturated carbon atoms of the benzenoid component, thus 
C,C1,C,0, . . . CoH m. 

The following compounds are derived from tetrachlorophthalic 
anhydride, and contain the components in equimolecular ratio. 
In general, they are formed by allowing a solution of the requisite 
constituents in hot glacial acetic acid to cool slowly. With mesity- 
lene, the substance C,Cl,:(CO).:0,C,HMezg, pale yellow needles which 
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evolve the hydrocarbon slowly at the atmospheric temperature: 
with naphthalene, greenish-yellow, silky needles; with 1-methyl. 
naphthalene, greenish-yellow needles; with acenaphthene, golden. 
yellow, slender needles, m. p. 237—240°; with anthracene, golden. 
yellow, lustrous needles, m. p. 195°; with phenanthrene, long, 
yellow needles, m. p. 190°; with «-bromonaphthalene, pale yellow§- 
needles which dissociate when heated gently; with «-naphthol, 
orange-coloured, lustrous needles, m. p. 250°; with §-naphthol, 
small, yellow needles, m. p. 210°; with a-naphthyl ethyl ether, 
deep yellow needles which dissociate when heated gently; with#- 
@-naphthyl methyl ether, greenish-yellow needles which dissociate 
when heated ; with diphenylene oxide, long, greenish-yellow, lustrous 
needles; with carbazole, yellow, lustrous needles, m. p. 210°. 


Tetrachlorophthalic anhydride does not appear to unite with#*: 


stilbene; its additive product with 2:4: 5:2’: 4’ : 5’-hexamethyl- 
stilbene has been described previously (Pfeiffer and Béttler, loc.§- 
cit.). Maleic anhydride does not give crystalline additive com-§" 
pounds with «-naphthyl ethyl ether or $-naphthyl methyl ether, 
and bromomaleic anhydride does not give solid products with 


8-naphthol or $-naphthyl methyl ether. Solid compounds were §50? 


not prepared from phthalic anhydride and «-naphthyl ethyl ether, 
from tetrachlorophthalic anhydride and diphenylamine, or from 
phthalic anhydride and acenaphthene. 

3 : 6-Dichlorophthalic anhydride gives a crystalline compound, 
with acenaphthene, C,H,Cl,:(CO),:0,C,.H;9, lemon-yellow needles, §‘ 
m. p. 119—120°, but not with carbazole. 

Tetrachlorophthalimide gives the substance, 

C,Cl,2(CO).°0,C, 9H ,"OMe, 
lemon-yellow crystals with «-naphthyl methyl ether and a similar 
compound, small, lemon-yellow needles, with «-naphthyl ethyl 
ether; both substances lose the ethereal component when heated 
gently. 

Tetrabromophthalic anhydride yields crystalline additive con- 
pounds with naphthalene, pale greenish-yellow needles, acenaph- 
thene, long, dark yellow needles, and «-naphthyl ethyl ether, small, 
dark yellow needles ; the compounds dissociate into their components 
when heated. 

Chloranil and acenaphthene yield the substance, C.Cl,0,,C,.H 1p, 
black, lustrous needles. 

Solid, additive compounds were not obtained from chloranil 
and fluorene, diphenylene oxide and carbazole, or 2 : 2’-dihydroxy- 
diphenyl, from bromanil and acenaphthene, from 2 : 5-dichloro- 
quinone and diphenylene oxide, 8-naphthol, «-bromonaphthalene, 
or @-naphthyl methyl ether. 

Phthalaldehyde gives an orange-yellow solution in dimethyl- 
aniline in which phthalide dissolves with development of colour; 
on the other hand, the solutions of the aldehyde and phthalide in 
concentrated sulphuric acid are colourless and pale greenish-yellow 
respectively. 

Terephthalyl chloride gives a coloured solution in guaiacol o 
acenaphthene, whereas the similar solutions of isophthaly] chloride 
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‘Bare colourless. Both chlorides yield yellow solutions in dimethyl- 
-Baniline. H. W. 


The Formation and Stability of; spiro-Compounds. VII. 
‘|The Application of the Dieckmann. Reaction to Esters of the 
§Glutaric Series. Grorce ARMAND Rosert Kon (T., 1922, 121, 

5183—526). 

The Preparation and Properties of Several Phenylalkyl- 
succinic Acids. Frep W. Upson and T. J. THompson (J. 
Amer. Chem. Soc., 1922, 44, 181—188).—Two methods are sug- 
gested for the preparation of phenylalkylsuccinic acids. In the 
first, alkyl cyanohydrins are condensed with benzyl cyanide by 
means of sodium methoxide or ethoxide (cf. Avery and Upson, 
4, 1908, i, 343) and in the second, the esters of «-bromo-fatty 
[acids are condensed with benzyl cyanide by means of sodamide. 
[The resulting nitriles are, in each method, saponified. The follow- 
.fing new succinic acids are described: Phenylmethylsuccinic acid, 
(0,H-CHMe-CHPh-CO,H, m. p. 182°; phenylethylsuccinic acid, 
m. p. 196°; phenyl-n-propylsuccinic acid, m. p. 213°; and phenyl- 
isobutylsuccinic acid, m. p. 183°4°. In the second method of pre- 
paration, the intermediate product is in each case a half nitrile, 
half ester of the required succinic acid, the nitrile group being 
adjacent to the phenyl group. The complete hydrolysis of the 
nitriles or nitrile esters of phenylisopropyl- and phenylisobuty]l- 
succinic acids cannot be brought about by the usual acid or alkali 
methods, but these substances must be heated in a sealed tube at 
130—140° for from twenty-four to thirty hours. 

It was found that when the sodium phenylacetonitrile obtained 
by the action of sodamide on phenylacetonitrile was left exposed 
to the air after the evaporation of the solvent ether, the material 
uderwent vigorous auto-oxidation. From an examination of the 
products of this oxidation, the authors suggest that the constitution 
of this sodium derivative is best represented by CHPh:C:NNa. 

W. G. 


Stilbene-2 : 2’-dicarboxylic Acid. Pavuxt Rucci and R. 
Ernest Meyer (Helv. Chim. Acta, 1922, 5, 28—59)—A number of 
derivatives of stilbene-2 : 2’-dicarboxylic acid have been examined 
with the object of preparing tolane-2 : 2’-dicarboxylic acid; the 
great readiness with which these substances pass into compounds 
containing the lactone ring has prevented the fulfilment of the 
original purpose. 


Diphthalyl-lactonie acid, CO<Cs4>CH-CO-C,H,CO,H (ef. 


Reissert, A., 1913, i, 622), is prepared by the reduction of phthalic 
anhydride by zinc dust in neutral, aqueous-alcoholic solution and 
is characterised by its conversion by 

 iamecmamaaae | phenylhydrazine in alcoholic solution 

/\ 7 \n A\/Z\. into 3-phenyl-1-phthalidophthalazone (an- 
| | N:Ph nexed formula), colourless, silky needles, 
yvvV \/J\/ Mm. p. 207°. It is reduced by zinc dust 
CO CO in alkaline solution to hydrodiphthal- 
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lactonic acid, CO<O¢}'*>CH-CH,-CgH,CO,H, m. p. 198°5° (methyl 


ester, colourless needles, m. p. 115°, ethyl ester, m. p. 76°, amide, 
minute needles, m. p. 227—228°). Hydrodiphthalyl-lactonic acid is 
converted by potassium cyanide at 215—230° into stilbene-2 : 2’. 
dicarboxylic acid, CO,H-C,H,°CH:CH-C,H,°CO,H, m. p. 263—265° 
when heated rapidly. 

[With P. Huserr.}—The chlorination of stilbene-2 : 2’-dicarb. 
oxylic acid suspended in chloroform does not proceed uniformly; 
in addition to considerable quantities of resinous matter, a sub. 


stance, possibly, CO<°§'4>CCI-CHCI-C,H,-CO,H, m. p. 177°, is 


formed. Sodium stilbene-2 : 2’-carboxylate is very readily brom. 
inated in aqueous solution, but the primary dibromide loses 
sodium bromide immediately and passes into hydrodiphthalyl, 


co<Csts>cu-cH<Os}'>00, m. p. 255—257° after softening 


at 240°. In the hope of avoiding ring: closure, the behaviour of 
the esters of stilbene-2 : 2’-dicarboxylic acid towards halogens has 
been examined (the diethyl ester has m. p. 79—80°, the ethyl 
hydrogen ester, m. p. 138—139°, and the dimethyl ester, long, colour. 
less needles, m. p. 101—102°). The methyl ester combines very 
readily with chlorine, but, even at 0°, the primary product loses 
methyl chloride and passes into the methyl ester of chlorohydro- 


phthalyl-lactonic acid, co< Cele >CH-CHCI-C,H,-CO,Me, coarse, 


glassy crystals, m. p. 136°5—137°5°. In a similar manner, the 
ethyl ester gives ethyl chlorohydrophthalyl-lactonate, colourless rods, 
m. p. 143°. The methyl ester is converted by a molecular propor- 
tion of potassium hydroxide in alcoholic solution into methyl benzyl- 


idenephthalide-o-carboxylate, Co< Ces 0:CH-C,H,-CO,Me, colour: 


less needles, m. p. 123°-5—125° (dibromide, m. p. 221—222°), which 
is converted by an excess of potassium carbonate into deoxy- 
benzoin-2 : 2’-dicarboxylic acid (the latter may be similarly pre- 
pared directly from the chloro-ester). Ethyl] stilbene-2 : 2’-dicarb- 
oxylate is converted by bromine in carbon tetrachloride solution 
into the dibromide, m. p. 162°, but the corresponding compound, 
m. p. 198° (decomp.), from the methyl ester is obtained in better 
yield; in the latter case, elimination of methyl bromide occurs to 
some extent with the formation of the methyl ester of bromohydro- 


diphthalyl-lactonic acid, CO<C§"'4>CH-CHBr-C,HyCO,Me, m. p 
133°. The latter loses hydrogen bromide when heated somewhat 


above its melting point and yields a compound, C,,H,,0, (probably f 
methylhydrodiphthalyl, CO<Cs#4>cH-CMe<Cs4>00), which f 


6 
--O -- 
appears to pass under the influence of alkali into methyldeoxy- 
benzoin-2 : 2'-dicarboxylic acid, m. p. 275—277°. 
The behaviour of the normal dibromides of the stilbene-2: 2’ 
dicarboxylic esters towards alkalis and amines has been examined. 
With one, two, or four molecular proportions of alcoholic potash, 


9! 
red. 
ash, 
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the ester groups are hydrolysed and potassium salts of brominated 
acids are produced which are protected against further action by 
their insolubility. Reaction proceeds most smoothly when an 
excess Of potassium carbonate is used in boiling aqueous-alcoholic 
solution and then leads to the formation of deoxybenzoin-2 : 2’- 
dicarboxylic acid which has m. p. 193° (decomp.) after softening 
at 180°, and, after resolidification, m. p. 222—245° (indefinite) 
after softening at 216°. (The acid is characterised further by its 
transformation into 3-phenyl-1-o-carboxybenzylphthalazone, colour- 
less needles, m. p. 206°, and 3-carbamido-1-0-carboxybenzylphthalazone, 
pale yellow needles, m. p. [indefinite] 232°, to a red liquid.) With 
four molecular proportions of sodium ethoxide, the ester dibromides 
give the sodium salts of a mixture of acids which can only be 
separated from one another with considerable difficulty, in part 
owing to the ease with which some of them pass into lactones; 
it was found possible, however, to isolate deoxybenzoin-2 : 2’- 
dicarboxylic acid and an acid, m. p. 250°, which gave analytical 
results in agreement with those required by tolane-2 : 2’-dicarb- 
oxylic acid (the amount obtained was too small to permit further 
investigation). Pyridine causes the removal of bromine from 
stilbene-2 : 2’-dicarboxylic ester bromides with re-formation of the 
parent stilbene-2 : 2’-dicarboxylic esters; triethylamine has a 
similar effect at 170°. Since, according to Pfeiffer (A., 1912, i, 
618), this behaviour is characteristic of the «-stilbenedibromides, 
and in the present instance it was not found possible to isolate 
the second isomerides, it appeared useless to study the bromides 
further, and the work was therefore continued with the dichlorides, 
attempts to avoid the undesired ring closure observed with the 
methyl and ethyl esters (see above) being made by suitable 
substitution in the carboxyl groups. 

Amyl  stilbene-2 : 2’-dicarboxylate, colourless, matted needles, 
m. p. 60—62°, yields resinous substances when treated with chlorine ; 
amyl chloride is thereby eliminated. Phenyl stilbene-2 : 2'-dicarb- 
oxylate, transparent prisms, m. p. 206°, does not give crystalline 
chloro-derivatives ; the corresponding dibromide, colourless granules, 
m. p. 222° (decomp.), is decomposed with difficulty by pyridine 
with regeneration of the parent ester. <Stilbene-2 : 2’-dicarboxyl 
chloride, pale yellow needles, m. p. 159°, is prepared from the acid 
and thionyl chloride; in spite of its relative stability towards 
water, it appears to have the symmetrical structure. When 
chlorinated in the presence of warm chloroform, it gives 7 : 7’- 
dichlorostilbene-2 : 2'-dicarboxyl chloride, which is isolated in the 
form of the corresponding methyl ester, C,,H,,0,Cl,, colourless 
crystals, m. p. 183°; in cold solution, the methyl! ester of chloro- 
hydrodiphthalyl-lactonic acid is the main product of the change. 
Stilbene-2 : 2’-dicarboxyl chloride is transformed by ammonia into 
the. di-amide, small, colourless crystals, m. p. 319°, by aniline into 
the di-anilide, m. p. 299°, and a substance, C,,H,O,Cl, long, slender 
needles, m. p. 203°, by methylaniline into the di-methylanilide, 


m. p. 175°, and a product, probably CoH <q >C-CHy-NMePh, 


m. p. 196°, and by p-bromomethylaniline into the di-p-bromo- 
VOL. CXXII. is n 
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methylanilide, CygH,,O,N,Br,, a colourless, crystalline powder, 
m. p. 200°; the latter substance gives additive products with 4 
molecular proportion of benzene or ethyl alcohol, m. p. 167° and 
104°, respectively. Treatment of the nitrogenous compounds with 
chlorine gives resinous products. 
(The action of phosphorus pentachloride on deoxybenzoin-2 : 2’. 
dicarboxylic acid and subsequent treatment of the initial product 
with methyl alcohol, leads to the isolation of methyl benzylidene. 
phthalide-o-carboxylate instead of the desired 7-chlorostilbene. 
2 : 2’-dicarboxyl] chloride. 

4-Nitro-2-cyanotoluene, m. p. 105°, is condensed with benz. 
aldehyde to 4-nitro-2-cyanostilbene, which is converted by bromine 
in carbon tetrachloride solution into 4-nitro-2-cyanostilbene di. 
bromide, colourless needles, m. p. 195—197°. The latter is trans. 
formed by pyridine or potassium carbonate into 4-nitro-2-cyano. 
stilbene, by sodium ethoxide into resinous products. H. W. 


Bile Salts. X. The Further Degradation of Deoxycholic 
Acid. HzrtnricH WizLAND and WILHELM SCHULENBURE (JZ. 
physiol. Chem., 1921, 114, 167—191; cf. A., 1921, i, 112, 113, 
178)—To prepare the ketotricarboxylic acids, C,,H,,0,, pyro- 
choloidanic acid is dissolved in alkali hydroxide in the cold 
and after thirty minutes the solution is made acid to Congo red 
with hydrochloric acid. The precipitate contains a mixture of 
the two isomerides. The 8-acid is obtained by extracting the 
precipitate with ether and by further extracting the ethereal solu- 
tion with alkali and acidifying. The §-acid crystallises as the 
hydrate, m. p. 110—115°. The anhydrous acid after crystallisa- 
tion has m. p. 180—185°, and [«]i} —56°3° in alcohol. The same 
pyrocholoidanic acid is obtained from it as from the «-acid. Pro- 
solannellic acid, Cy3Hs,O9, is obtained by dissolving the «-keto- 
tricarboxylic acid in alkali hydroxide, oxidising with potassium 
permanganate, and precipitating with acid. The hydrated acid 
crystallises in spherical aggregates of lustrous needles, m. p. 220°, 
but on exposure in a vacuum it loses 3°45% of water and then 
has m. p. 180°, [«]i} +75°5° in alcohol. Pyroprosolannellic acid, 
Cy9H3 90,4, prepared from prosolannellic acid by distillation in 4 
vacuum at 300°, crystallises in colourless prisms, m. p. 172°. The 
diketo-dicarboxylic acid, Cy.Hs,0,4, was obtained from this pyro- 


acid by boiling in alcoholic solution with sodium ethoxide. The 
sodium salt crystallises in needles. The free acid crystallises in 
large, colourless plates, m. p. 173°. Solannellic acid was prepared 
both by the oxidation of prosolannellic acid and of the «-keto- 
tricarboxylic acid, C,,H,,0,, with fuming nitric acid; it crystallises 
in white rosettes of needles, m. p. 202—203° (decomp.), [«]}$ +35'1° 
in alcohol. Pyrosolannellic acid, Cyg3H3,0,, prepared by heating 
solannellic acid at 270° in a vacuum, crystallises as whetstone 
shaped crystals, m. p. 272°. Norsolannellic acid, CygH3.01 
obtained by oxidising the pyro-acid with fuming nitric acid, 
crystallises in lustrous needles, m. p. 228—229° (decomp.), [2] 
+ 99° in 1% alcohol. This acid is also obtained together with 
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another acid by oxidising pyrodeoxybilianic acid with fuming 
nitric acid. 8. 8. Z. 


Sulphite Liquor Lactone. 8S. V. Hintikxa (Pappers-T'ravari- 
och Industritidskrift for Finland, 1921, No. 10, 150; Cellulose- 
chemie, 1921, 2, 87—88).—The author has repeated Holmberg’s 
experiment (A., 1921, i, 25) using birch and aspen woods, but failed 
to obtain the crystalline lactone reported by Holmberg. It may 
be that this compound is characteristic of the sulphite waste liquor 
from pine wood. CHEMICAL ABSTRACTS. 


Cubebin. IV. Derivatives of Cubebinolide. Eris1o MAMELI 
(Gazzetta, 1921, 51, ii, 353—374; cf. A., 1908, i, 20; 1909, i, 503; 
1913, i, 47)—When subjected to oxidation under various con- 
ditions, cubebin always yields a greater.or less proportion of cubeb- 
inolide, together with other products. Thus, the action of light, 
mercuric acetate, hydrogen peroxide, silver oxide, dichromate 
and sulphuric acid, permanganate, etc., on cubebin yields cubeb- 
inolide; nitric acid and bromine yield respectively dinitro- and 
dibromo-cubebinolide, the central grouping undergoing no oxidation. 
Just as was observed with cubebin, cubebinic esters, and cubebinol, 
the action of the more energetic oxidising agents, such as potass- 
ium permanganate, on cubebinolide or its derivatives results in 
complete combustion of the alicyclic grouping, with formation of 
piperonylic acid. 

These results show that the non-primary alcoholic group is the 
point most readily attacked in the cubebin molecule. The forma- 
tion of a y-lactone, like the property of yielding internal ethers 
with a pentagonal nucleus when treated with a dehydrating agent, 
represents one of the fundamental chemical characters of cubebin. 

The compound, m. p. 183—184°, obtained by the action of nitric 
acid on cubebinolide, is found to be a dinitrocubebinolide, 
Cy9H, ,04(NO,)., and to be identical with the compound erroneously 
described by Peinemann (A., 1896, i, 494) as dinitrocubebin, 
C49H,,0,(NO,),. The two nitro-groups pass one into each of the 
two piperonylic nuclei existing in cubebin; oxidation of dinitro- 
cubebinolide by means of potassium permanganate yields nitro- 

7 ae le ae 
piperonylic acid, CH,<o_| ICO 2y? m. p- 172°. 

Ww 

In the formation of the two bromo-derivatives of cubebin de- 
scribed by Weidel (A., 1878, 80) and by Angeli and Mola (A., 1895, 
i, 24), respectively, two of the six oxygen atoms present in the 
cubebin molecule are displaced, so that the molecule undergoes 
transformation more profound than mere bromination, this being 
due to the dehydrating action of the hydrobromic acid evolved 
during the reaction. Treatment of cubebin with bromine in acetic 
acid solution containing finely divided calcium carbonate yields : 
(1) A compound, m. p. 177—178°, which contains two bromine 
atoms in the molecule, exhibits no lactonic properties, and is to 
be investigated later, and (2) the compound, ©,,H,,0,Br,, m. p. 

n 2 
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137°, which was obtained previously by the action of bromine on 
cubebinolide in alcoholic solution and may be regarded as the 
dibromo-derivative of cubebinolide or as the lactone of dibromo. 
hydroxycubebinic acid. 

Cubebinolide forms monoclinic crystals, m. p. 63—64° [VioLa 
and FERRARI: a:b: c=0°20367:1:0°19998; 8=109° 4’]. Con. 
centrated sulphuric acid colours cubebinolide reddish-violet or 
black and becomes green or greenish-red; if water is added, the 
acid is completely decolorised, whilst the solid remains dark violet. 

Dinitrocubebinolide, Cy5H,,04(NO,)., crystallises in microscopic, 
canary-yellow, acicular prisms, m. p. 183—184°, and with con. 
centrated sulphuric acid gives a deep orange-yellow solution which 
slowly turns yellow and, on dilution with water, gradually becomes 
decolorised and deposits a straw-yellow precipitate. In chloroform 
solution it is unaffected by, bromine. 

With concentrated sulphuric acid, dibromocubebinolide gives a 
reddish-yellow coloration, which changes immediately to violet- 
brown and then to dirty green, addition of water causing gradual 
decolorisation of the solution and deposition of a dirty green 
precipitate. 

The amide of hydroxycubebinic acid, CygH,,0,N, forms stellate 
aggregates of white, acicular crystals, m.’p. 129—130°, decomposing 
at 165°, and exhibits chemical behaviour analogous to that of 
the amide of dibromohydroxycubebinic acid, Cyg9H,,O,NBr,, which 
crystallises in tufts or fan-shaped aggregates of silky, white needles, 
m. p. 164—167°, and decomposes at 170°; with benzene, it forms 
an additive compound, 6C,9H,,0,NBr,,+5C,H,. Zz, &. ¥, 


Reactivity of the Nitrobenzaldehydes. Gustav HE LE, 
Hinpeé Lavuts, and ARNOLD BucHwaLptT (Ber., 1922, 55, [8], 
483—489).—o-Nitrobenzaldehyde condenses readily with pyruvic 
acid in the presence of hydrogen chloride to give o-nitrocinnamoyl- 
formic acid, but similar compounds cannot be obtained from m- 
and p-nitrobenzaldehyde. A review of the literature does not 
indicate any great difference between the reactivities of the three 
compounds, and this view is confirmed by a series of experiments 
now recorded. The peculiar action of the o-nitroaldehyde towards 
pyruvic acid is attributed to the intimate relationship of the nitro- 


group to the ortho-side chain which cannot be easily expressed by Ff 


a formula. 
The action of sodium hydroxide on a solution of p-nitrobenz- 
aldehyde and propaldehyde in alcohol gives p-nitro-«-methyl- 


cinnamaldehyde, pale yellow needles, m. p. 112—113°; the corre- f 
sponding m-nitro-compound has m. p. 83°. o-Nitrostyryl dichloro- F 


methyl ketone (from o-nitrobenzaldehyde and a«-dichloroacetone) 


crystallises in colourless prisms, m. p. 106—107°; the corresponding F - 


p- and m-nitro-compounds have m. p. 125° and 116—117°, respec- 
tively. Ethyl «-p-nitrobenzylideneacetoacetate (from an_ alcoholic 
solution of the components in the presence of piperidine) forms 
colourless needles, m. p. 164°, whereas the corresponding ortho- 
derivative could not be caused to crystallise. o-Nitro-a-methyl- 
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styryl methyl ketone, NO,*Cg,H,-CH:CMe-COMe, clusters of pale 
ellow needles, m. p. 62—63°, is obtained from o-nitrobenzaldehyde 
and methyl ‘ethyl ketone. It is reduced by zine dust, and con- 
centrated hydrochloric acid in ice-cold alcoholic solution to o-amino- 
a-methylstyryl methyl ketone, m. p., anhydrous, 124° (decomp.), 
hydrated, m. p. 82° (benzoyl derivative, long needles, m. p. 86°); 
if reduction is effected without cooling, 2 : 3-dimethylquinoline, 
m. p. 68°, is produced. It is remarkable that ring closure of the 
isolated amino-compound cannot be effected by warming with 
water or acids. o-Nitro-«-methylstyryl methyl ketone, slender, pale 
yellow needles, m. p. 95—96° (corresponding amino-compound, 
pale yellow prisms, m. p. 120°), and m-nitro-«-methylstyryl methyl 
ketone, m. p. 78°, are also described. H. W. 


Preparation of Phenylacetaldehyde. Suintaré6 Kopama 
(Jap. Pat. 37212).—One part of phenylalanine is dissolved in excess 
of 10—25°% sulphuric acid and about 0°5 part of 25—30°% sodium 
nitrite is gradually added at the ordinary temperature; part of 
the «-hydroxy-$-phenylpropionic acid formed crystallises, the 
remainder being separated in 90% yield as the calcium salt by 
boiling with calcium carbonate and adding calcium chloride solu- 
tion. When heated at 120—140° for two to three hours, «-hydroxy- 
8-phenylpropionic acid is converted into its anhydride, and in a 
vacuum at 250—300° it produces phenylacetaldehyde in 60% yield. 
The latter substance is isolated as the compound with sodium 
hydrogen sulphite. Cinnamic acid is produced as a by-product in 
the second treatment. CHEMICAL ABSTRACTS. 


Reduction of Substituted Salicylic Acids. Huco WEIL 
and Kart Brimmer (Ber., 1922, 55, [B], 301—305).—Sulpho- 
salicylic acid is reduced by sodium amalgam in the presence of 
boric acid to sulphosalicylaldehyde in good yield if the latter is 
protected by a suitable mixture of sulphite and hydrogen sulphite. 
The aldehyde is precipitated by the addition of aniline, and the 
compound thus produced is decomposed by steam in alkaline 
solution, whereby sodium salicylaldehydesulphonate, 

C,H;0,°SO,Na,1°5H,O, 
is obtained. Sulphosalicylaldehyde condenses with dimethyl- 


; aniline in the presence of concentrated sulphuric acid, and the 
| product is converted by sodium hydroxide into the sodium salt, 
. P| G3H,;ON,"SO,Na,2H,O, silvery leaflets, which is oxidised to a 
| bluish-green dye. Disulphosalicylic acid is reduced similarly to 
| disulphosalicylaldehyde, the potassium (+2H,O) and barium 


(+2°5H,O) salts of which are described. Potassium salicyl- 


| aldehydedisulphonate is converted by a small amount of p-toluidine 
) Into the salt, C,,H,,ON(SO,K),,H,O, whereas the disulphoaldehyde 


yields the corresponding p-toluidine salt, 
C,,H,,ON(SO,H,C,H,"NH,),, 


| with a relatively larger amount of the base. The aldehyde gives 


a phenylhydrazone which was isolated in the form of its barium 


salt, O,;H,9ON,(SO,),Ba. 
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2-Hydroxybenzene-1 : 3-dialdehyde, long, colourless, hair-like 
crystals, is obtained by the reduction of o-aldehydosalicylic acid; 
the corresponding phenylhydrazone, Cy9H,,0N,, forms yellow 
crystals. 4-Hydroxybenzene-1| : 2-dialdehyde, slender, yellow needles, 
is prepared similarly from p-aldehydosalicylic acid; the corre. 
sponding phenylhydrazone is a yellow, crystalline precipitate. The 
aldehyde condenses with dimethylaniline in the presence of con. 
centrated sulphuric acid at 110° to form the substance, CyyH,,ON,, 
which is oxidised by lead peroxide to a blue dye. H. W. 


Some Derivatives of Suberone. Marcet Gopcuor and 
PIERRE Brun (Compt. rend., 1922, 174, 618—620).—Suberone 
condenses with itself under the influence of calcium hydride (ef. 
A., 1919, i, 447) to give cycloheptylidenecycloheptanone, 

: C7Hy9-C,H,90, 
b. p. 143—145°/8 mm.; d 0°9936; nj 1°5144. When reduced 
by sodium in absolute alcohol, this ketone gives cycloheptylcyclo- 
heptanol, C,H,,°C,H,,*OH, b. p. 158—161°/20 mm.; d* 0°9908; 
nj, 1°5133, which gives an allophanic ester, C,,4H,,0°-CO-NH-CO-NH,, 
m. p. 183°. 

When brominated in solution in carbon tetrachloride, suberone 
yields (?)2 : 7-dibromosuberone, m. p. 68°, which possesses intense 
sternutatory and blistering properties. With dilute sodium hydr- 
oxide in the cold, it gives a compound, obtained as a syrup, which 
is probably a dihydroxycycloheptanone. W. G. 


Syntheses by means of Sodamide. XI. Substitution 
Derivatives of Benzoylcyclopropane. ALBIN HALLER and 
EvuGENE Benoist (Ann. Chim., 1922, [ix], 17, 25—37).—Ethyl 
benzoylacetate condenses with ethylene bromide in the presence of 
sodium ethoxide to give ethyl 1-benzoylcyclopropane-1-carboxylate 
(cf. Perkin, T., 1883, 47, 840), giving an oxime, m. p. 152°. The ester 
on saponification gives the free acid, which on heating at 150° is 
decomposed, giving benzoylcyclopropane. <A better yield of this 
compound is obtained by the action of cyclopropanecarboxyl 
chloride on benzene in the presence of aluminium chloride. Benzoyl- 
cyclopropane is decomposed by sodamide in moist benzene, giving 
cyclopropane and benzamide, but in dry benzene, in the presence 
of this condensing agent, it reacts with alkyl haloids, giving alky!- 
benzoylcyclopropanes. In this way, the authors have prepared 
1-benzoyl-1-methyleyclopropane, b. p. 127—128°/18 mm.; d” 1-038; 
n» 1:53650; nj} 1°54171; giving an oxime, m. p. 115° (decomp.), and 
a p-nitrophenylhydrazone, m. p. 112°; 1-benzoyl-1-allyleyclopropane, 
b. p. 136—137°/16 mm.; and 1-benzoylbenzyleyclopropane, m. Pp. 
33°5°;  d* 1:0795; mn? 157229; nf 157782; nz 159231; 1, 
1:90469. With sodamide in moist benzene, these three compounds 
behave differently. The methyl derivative gives benzamide and 
methyleyclopropane, the allyl derivative is undecomposed, and the 
benzyl derivative gives 1-benzylcyclopropane-1-carboxylamide, m. Pp. 
84°, from which the free acid, m. p. 103°, is obtained on hydrolysis. 
On oxidation, benzoylbenzyleyclopropane gives a compound, 
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(,,H402, m. p. 86—87°, on which molecular weight determinations 
do not give results corresponding with dibenzoylcyclopropane. 

The following physical constants are recorded: Benzoylcyclo- 
propane, @* 10453; ny 1:53798; np 154335; nz 155701; n> 
156992; ethyl 1-benzoylcyclopropanecarboxylate, d” 1:1355; n> 
152899; np 1538525; ng’ 1°54862; n> 1°55674. W. G. 


The Synthesis of @-Keto-bases from Acetophenone, Form- 
aldehyde, and Amine Salts. C. Mannicu and G. HEILNER 
(Ber., 1922, 55, [B], 356—365).—The synthesis, previously applied 
to aliphatic ketones (A., 1917, i, 634) and to cyclohexanone (A., 
1920, i, 850), has now been extended to acetophenone as a typical 
fatty-aromatic ketone. 

w-Dimethylaminopropiophenone hydrochloride, leaflets or needles, 
m. p. 156°, is readily obtained when equivalent quantities of aceto- 
phenone, paraformaldehyde, and dimethylamine hydrochloride are 
heated to boiling in concentrated alcoholic solution: COMePh+ 
(H,O-+-NHMe,,HCl —> COPh-CH,°CH,"NMe,,HCl+H,0. The cor- 
responding base is a colourless liquid, b. p. 110—112°/14 mm. (oxime, 
plates, m. p. 108°). It is oxidised by potassium permanganate to 
benzoic acid, carbon dioxide, and dimethylamine. It is very 
readily hydrolysed (by treating the hydrochloride with steam) to 
dimethylamine and phenyl vinyl ketone. Reduction leads to the 
formation of different substances according to the experimental 
conditions. Hydrogenation of the hydrochloride with palladium 
and hydrogen generally gives «-phenyl-y-dimethylaminopropane-«-ol 
hydrochloride, OH*CHPh-CH,°CH,*NMe,,HCl, leaflets, m. p. 135— 
136° (the corresponding free base is a liquid; the hydrochloride of 
the benzoate has m. p. 170°), but, on one occasion, proceeded to 
the production of y-dimethylamino-n-propylbenzene. Treatment 
of w-dimethylaminopropiophenone with activated aluminium in 
ethereal solution only gives the corresponding secondary alcohol 
in minor amount, the main product being a mixture of «{-bis- 
dimethylamino-y5-diphenylhexane-y5-diols, 

NMe,°CH,°CH-CPh(OH)-CPh(OH)-CH,°CH,*NMeg, 
(«-form, m. p. 146°, 8-variety, m. p. (indefinite) 107°, after softening 
at about 100°]. 

The action of methylamine hydrochloride on formaldehyde and 
acetophenone leads to the production of «a«’-bisphenacylmethyl- 
methylamine, (COPh:CH,°CH,),NMe, and w-methylaminopropiophen- 
one, COPh-CH,°CH,"NHMe. ‘The former, which is formed in larger 
quantity, crystallises in small rods or needles, m. p. 142°, and 
yields a hydrochloride, needles grouped in rosettes, m. p. 162°. 
The latter is a very unstable liquid which is most conveniently 
obtained by the action of a current of steam on the hydrochloride 
of the tertiary base; its hydrochloride crystallises in leaflets, m. p. 
139—141°. The reduction of ««’-bisphenacylomethylmcthylamine 
by activated aluminium in the presence of moist ether does not 
proceed uniformly; it was found possible with some difficulty to 
isolate two crystalline substances [leaflets, m. p. 205°, and slender 
needles, m. p. (indefinite) 180°, after softening at about 170°] to 
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which, on the results of analysis, the formula C,,H,,0,N is 
assigned. Probably they represent the racemic and meso-forms 
CH,°CH,"CPh:OH 
CH,°CH,‘CPh-OH H. W. 

Glyoximes and Peroxides. D. Bietavi (Gazzetta, 1921, 51, 
ii, 324—329).—Angeli, Alessandri, and Aiazzi-Mancini (A., 191], 
i, 544) found that the action of magnesium phenyl bromide on the 
peroxide of piperylmethylglyoxime yields piperonylonitrile and 
acetophenone, the latter probably resulting from decomposition 
of a nitronic acid. The author has now extended this reaction 
to other peroxides and investigated the conditions in which nitriles 
yield ketones when treated with magnesium alky] derivatives. 

The action of magnesium phenyl bromide on benzonitrile in 
ethereal solution yields an appreciable proportion of benzophenone, 
and piperonylonitrile, under similar conditions, gives a compound 
which melts indistinctly at about 50°, but could not be identified 
with phenyl piperony! ketone. 

The interaction of magnesium methyl iodide and piperylmethyl- 
glyoxime peroxide in benzene solution gives piperonylonitrile and 
acetopiperone, CH,:O,:C,H,Ac, the latter being undoubtedly 
formed by further action of the magnesium derivative on the 
nitrile. The action of magnesium phenyl bromide on anisylmethyl- 
glyoxime peroxide in benzene solution yields anisonitrile and, by 
treatment of the aqueous liquid with dilute sulphuric acid, a green 
oil which is probably the nitroso-alcohol derived from the isomeric 
nitronic acid, CPhMe-NO-OH —> NO-CPhMe:OH;; this nitroso- 
alcohol decomposes rapidly, giving a brown oil, consisting principally 
of acetophenone. 

Closely related to the structure of the peroxides is that of the 
dioximes obtained when the former are reduced by means of zinc 
and the calculated proportion of acetic acid. Beckmann and 
KG6ster’s conclusion that such dioximes are amphi-dioximes (A., 


of the cyclic pinacone, NMe< 


1893, i, 474), tt OH Mi il is of doubtful accuracy, since in the 


reaction on which it is based phosphorus pentachloride is used, 
and preference may be given to the syn-dioxime structure corre- 


‘ ’ 


' . , C—C 
d th ’s f ] A,, 
sponding with Koreff’s formula for the peroxides, tt O- 4 0 ( 


1886, 363). These dioximes exhibit, indeed, properties distin- 
guishing them from their isomerides: they have lower melting 
points and are unstable, undergoing isomerisation when heated; 
when their diacetyl derivatives are hydrolysed and, in some cases, 
when the dioximes themselves are heated, furazans are formed 
more readily than from the isomeric dioximes. 


Extension of Tschugaev’s experiments (A., 1908, i, 554) shows 


that syn-glyoximes with both radicles aliphatic form complex 
nickel compounds, whereas those with one or two aromatic radicles 
do not form such compounds. Dimethylglyoxime, obtained by 
reduction of the peroxide, forms the red nickel complex salt. Of 
the two piperylmethylglyoximes, the y-compound, m. p. 159°, 
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formed on reduction of the peroxide, forms no complex, but the 
g-dioxime, m. p. 209°, prepared by heating the y-isomeride at 160°, 
forms a dark red nickel complex, C.5H,,0,N,Ni. Of the four dioximes 
of camphor (Forster, T., 1903, 83, 519), only the «-isomeride, m. p. 
199°, obtained by reduction of the peroxide, forms a nickel complez, 
CypHyOgN Nip; this result is in agreement with the conclusions 
iven above, since in the camphordioximes the two aliphatic radicles 
united to the group *C(NOH):C(NOH): are joined to form a ring. 
Benzoylglyoxime peroxide gives the same dioxime when reduced 
by means of zinc and the calculated amount of acetic acid as by 
reduction with platinum black and hydrogen, and the same is 
the case with camphordioxime peroxide. ye me A 


Crystallography of Derivatives of Benzophenone. F. M. 
JazrGER (Z. Kryst. Min., 1921, 56, 46—61; from Chem. Zenir., 1921, 
iii, 1159—1160).—Crystallographic descriptions are given of a 
number of derivatives of benzophenone. Benzophenone, m. p. 36° 
and 48-5°; rhombic bipyramidal (a:b :c=0-8511: 1 : 0-6644). 
2-Nitrobenzophenone, m. p. 105°; monoclinic prismatic (a:b: c= 
08961 : 1 : 0-4706, B=87° 42-5’). 2-Chlorobenzophenone, lustrous, 
colourless needles, m. p. 45°5°; monoclinic prismatic (a:b:c= 
0-4985 : 1: 0-4706, $8 = 83°8’). 2-Iodobenzophenone, colourless 
crystals, m. p. 32°; triclinic pinacoidal (a : b : c=1-0966 : 1 : 1-4193, 
a= 98°57’, 8 = 83° 22-5’, y = 93°9’). 2: 4-Dibromobenzophenone, 
colourless plates, m. p. 55°; rhombic bipyramidal (a@:6:c= 
07168 : 1 : 0-2945). 2:4’-Dibromobenzophenone, prisms and tab- 
lets, m. p. 62°; monoclinic prismatic (a : b : c=1-0962 : 1: 0-5951, 
§= 68° 25-5’). 2-Bromobenzophenone, m. p. 42°; monoclinic 
prismatic (a:b: c = 0-5045:1:0-9322, 6 = 83°24-5’). 2:4’-Di- 
chlorobenzophenone, m. p. 66°; monoclinic prismatic (a:b: c= 
05139 : 1 : 0-4654, 6 = 81°21’). 2:4:6-Trichlorobenzophenone, 
m. p. 102°; triclinic pinacoidal (a:b: c=1-3908: 1 : 1-1537, 
a= 120°41’, 8 =110°27-5’, y=77° 20’). 2:4: 6-Tribromobenzo- 
phenone, m. p. 147°; triclinic pinacoidal (a : b : c=1-3939 : 1 : 1-1065, 
a= 120° 59-5’, B = 108° 44’, y= 75°20’). 2-Chloro-4’-nitrobenzo- 
phenone, yellow tablets from benzene, thick plates or prisms from 
ethyl acetate, m. p. 107-5°; rhombic bipyramidal (a:b:c= 
26857 : 1 : 1-7153). 2-Chloro-4’-aminobenzophenone, yellow crys- 
tals, m. p. 112°; monoclinic prismatic (a : b : c=0-5141 : 1 : 0-4824, 
8=81°5’). 4-Chloro-3-nitrobenzophenone, short, light yellow 
prisms, m. p. 105° ; rhombic bipyramidal (a : b : c=0-9363 : 1 : 0-5740). 
4-Chloro-4’-nitrobenzophenone, light yellow, flat needles, m. p. 
100-8°; triclinic pinacoidal (a : b : c=1-166: 1 : 0-995, « = 119° 27’, 
$= 122°36’, y= 89°40’). 4-Bromo-3-nitrobenzophenone, light 
yellow, flat needles or prisms, m. p. 113°; rhombic bipyramidal 
(a:b: c=1-5453 : 1 : 0-3847). 4-Bromo-3-aminobenzophenone, light 
yellow tablets, m. p. 85°; monoclinic prismatic (a:b: c= 
19883 : 1: 1-1745, B = 86°58’). 4: 4’-Dibromo-3-nitrobenzophen- 
one, yellow needles, m. p. 119-5°; monoclinic sphenoidic (7?) 
(a:b : c=»2-6352 : 1 : 44-4498, B=89° 10-75’). 4-Bromo-3 : 4’-dinitro- 
benzophenone, long, light yellow needles, m. p. 139-5°; rhombic 

n* 
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bipyramidal (a:b :¢c=1-6350: 1: 1-288). 4-Methylbenzophenone, 
monoclinic prismatic (@:b:c=1-0117:1:0-4118, B=84°46’); a 
second form is rhombohedral and hemimorphic (a : c=1 : 1-2254), 
3: 4'-Dimethylbenzophenone, m. p. 82°; monoclinic prismatic 
(a:b: c=1-0409 : 1 : 0-4154, B=88°15’). 2 : 5-Dimethylbenzophen. 
one, m. p. 36°; rhombic bipyramidal (a: 6 : c=0-8371 : 1 : 0-4048), 
2:4: 6-Trimethylbenzophenone, m. p. 35°; rhombic bisphenoidic 
(a:b:c=0-7682:1:0-2243). 2-Bromo-4-ethoxybenzophenone, prisms, 
m. p. 79:5°; rhombic bipyramidal (a: 6 : c=0-6907 : 1: ea 

. WLR. 


Hydroxynaphthaquinone. IV. New Derivatives of 2: 3: 8. 
Tribromo -5-hydroxy -1 : 4-naphthaquinone. Atvin §. 
WHEELER and T. M. AnpREews (J. Amer. Chem. Soc., 1921, 43, 
2582—-2587; cf. A., 1919, i, 490).—Further evidence is given of 
the marked reactivity of the bromine atom in position 8 in 2: 3: 8. 
tribromo-5-hydroxy-1 : 4-naphthaquinone. It can be replaced by 
chlorine or by hydroxyl, phenylamino-, o-tolylamino-, p-tolyl. 
amino-, or p-bromophenylamino-groups. If the bromine atom in 
position 8 is first replaced by a hydroxyl group and the product 
then reduced by zinc dust in acid solution, a dibromotetrahydroxy- 
naphthalene is obtained, but if zine dust in alkaline solution is 
used, a tetrahydroxynaphthalene is obtained. Reduction of the 
original tribromonaphthaquinone with zinc dust in acid solution 
gives a tribromotrihydroxynaphthalene. The sodium salt of 
2:3: 8-tribromo-5-hydroxy-1 ; 4-naphthaquinone gives ethers when 
boiled with alkyl haloids. 

The following new compounds are described : 

1:4:5:8-Tetrahydroxynaphthalene, m. p. 224°. 2: 3-Dibromo- 
1:4:5: 8-tetrahydroxynaphthalene, C,jgH,Br,(OH),, m. p. 164— 
166°, giving a tetra-acetyl derivative, m. p. 149—150°. 2: 3-Di- 
bromo-8-hydroxy-5-acetoxy-1 : 4-naphthaquinone, m. p. 197°. 2:3: 8- 
Tribromo-1 : 4 : 5-trihydroxynaphthalene, m. p. 106—107°, giving a 
triacetyl derivative, m, p. 219—220°; and with water a compound, 
m. p. 168°. 2:3-Dibromo-8-hydroxy-5-methoxy-1 : 4-naphthaquinone, 
m. p. 209—210°, and 2 :3-dibromo-8-hydroxy-5-ethoxy-1 : 4-naphtha- 
quinone, m. p. 134—136°, giving a sodium salt, which dyes silk a 
champagne colour. 8-Chloro-2 : 3-dibromo-5-acetoxy-1 : 4-naphtha- 
quinone, m. p. 159-5—160°. 

By boiling tribromojuglone in alcoholic solution with certain 
aromatic bases, the following arylamino-derivatives were obtained: 
2 : 3-Dibromo-5-hydroxy-8-anilino-1 : 4-naphthaquinone, m. p. 234:5— 
235°5°; 2: 3-dibromo-5-hydroxy-8-o-toluidino-1 : 4-naphthaquinone, 
m., p. 187-5—189°; 2: 3-dibromo-5-hydroxy-8-p-toluidine-1 : 4- 
naphthaquinone, m. p. 216—217°; 2:3-dibromo-5-hydroxy-8-p- 
bromoanilino-1 : 4-naphthaquinone, m. p. 254—256°. With p-nitro- 
aniline a compound, m. p. 159-5—160°, containing a high percentage 
of bromine was obtained. W. G. 


Production of Hydroxy-derivatives of Anthraquinone. 
ArtHuR Hues Davins and Soorrish Dyxs, Lrp. (Brit. Pat. 
174101).—Dihydroxyanthraquinones are obtained by heating m 
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me, {| an autoclave monochloroanthraquinones and solutions of alkali 
; a § hydroxides in presence of oxidising agents such as chlorates or 
54), f nitrates. For example, alizarin is obtained by heating a mixture 
atic | of 78 parts of 2-chloroanthraquinone, 275 parts of sodium hydroxide, 
en- § 11-3 parts of sodium chlorate, and 850 parts of water for twenty- 
18), f four hours at 170°. The reaction mixture is diluted with 2000 
idic § parts of water, boiled, filtered, and the residue again extracted 
ms, § with boiling sodium hydroxide solution. From the combined 

filtrates, the alizarin is precipitated by the addition of hydrochloric 
/ acid. G. F. M. 


: 8. Alizarin-iron Lakes. Artruur W. Butt and J. R. ADAMS 
8. Bf (J. Physical Chem., 1921, 25, 660—664).—The adsorption isotherm 
43, B of V/10-sodium hydroxide by hydrated ferric oxide has been 
of ff determined at 22°. The adsorption of sodium alizarin by hydrated 
: 8- §f ferric oxide suspensions was also determined at the same tempera- 
by §f ture and the amount of sodium hydroxide set free ascertained ; this 
yl. § quantity was found to be small in all cases. The influence of 
in § alizarin on the adsorption of soditm hydroxide by ferric hydroxide 
uct § is also found to be very small. The experimental data indicate 
xy- —& that the iron-alizarin lake described by Biltz (A., 1906, ii, 78) is 
| is §f not a true chemical compound ferric alizarate, but an adsorption 


the § complex of ferric hydroxide and sodium alizarin. J. F.S. 
-a Arylaminoanthraquinone Derivatives. A. Liirrrincuaus 


and L. E1rFLaAENDER (U.S. Pat, 1394851).—The preparation is 
effected by treating an aminoanthraquinone compound containing 
one or more amino-groups (substituted or unsubstituted) with 
metal arylamides in the presence of primary amino-compounds 
such as aniline. For example, 1-amino-4-anilino-2-methylanthra- 
quinone is obtained when magnesium shavings are boiled with 
aniline and sodamide, and the magnesium anilide caused to react 
with 1-amino-2-methylanthraquinone, the product being extracted 
with acetone and recrystallised from glacial acetic acid. Variations 
of the process are described by means of which the following may 
be prepared: 1-amino-4-anilino-2-methylanthraquinone (violet- 
black prisms, m. p. 244°), (?) l-amino-4-anilinoanthraquinone 
(m. p. 232°), 1-amino-4-p-toluidino-2-methylanthraquinone, di- 
anilinoanthraquinone (dark violet crystals, m. p. 152°). The last- 
named compound, when oxidised with air in aniline solution at 90° 
containing some sodium or potassium hydroxide, yields anthra- 
quinonedihydro-N-phenylphenazine, m. p. 233°. 

Similar reactions may be applied to the aminochloroanthra 
quinones. CHEMICAL ABSTRACTS. 


A New Class of Coloured Reduction Products of 1-Benzoyl- 
ro- § anthraquinones or of 2 : 3-Phthaloylbenzophenones. ALFRED 
age § SCHAARSCHMIDT (Ber., 1922, 55, [B], 489; cf. A., 1915, i, 566, 696; 
. 1916, i, 408)—A reply to Scholl (A., 1921, i, 872). H. W. 
Amino- and Anilino-phenanthraquinones. Kurt Brass and 


Erwin Ferper (Ber., 1922, 55, [B], 541—556). Vat dyes cannot 


be prepared by interaction of phenanthraquinone with p-diamines 
n* 2 
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in the same way as from «-naphthaquinone (Pummerer and Brass, 
A., 1911, i, 654; Brass and Papp, A., 1920, i, 398; Brass, A., 1912, 
i, 1874) or anthraquinone (D.R.-P. 230409, 243489). Instead, 
valueless, dark coloured products of high melting point are obtained, 
After attempts to prepare 2-anilinophenanthraquinone, Cy 9H,,0,N, 
a black powder, by interaction of 2-bromophenanthraquinone with 
aniline, or acetanilide, or derivatives, had failed, this compound 
was obtained by heating 2-aminophenanthraquinone (best obtained 
from the nitro-derivative by means of sodium hyposulphite or 
sodium hydrogen sulphide) with bromobenzene and pyridine at 
160—170° in presence of copper. From 2-acetylaminophenanthra- 
quinone, C,,H,,0,N, reddish-violet needles, m. p. 324° (decomp.), 
ethyl bromide and pyridine at 180°, 2-ethylaminophenanthraquin- 
one, ©,,H,,0,N, crystallising ‘in violet-black nodules, is ob- 
tained. 2-Acetylamino-9 : 10-phenanthraquinyl diacetate, C.9H,,0;N, 
needles, m. p. 228°, results from the acetylating reduction of 
2-aminophenanthraquinone. 2-op-Dinitroanilinophenanthraquinone, 
CopH,,0,N3, m. p. 280°, from chloro-2 : 4-dinitrobenzene, is easily 
converted into 2-op-dinitroanilinodiphenyleneglycollic acid, a brown, 
amorphous powder [lead salt (CygH,20,N5),Pb]. Similarly, 2-00'p- 
trinitroanilinophenanthraquinone, CopHg0gN,, minute reddish-brown 
plates, m. p. 304—305°, furnishes 2-00'p-trinitroanilinodiphenylene- 
glycollic acid, Cyp9H,,0,N, [lead salt (CygH,,0,N,).Pb]. 4-Amino- 
phenanthraquinone is best prepared from the nitro-derivative by 
means of sodium hydrogen sulphide. 2-Bromo-9 : 10-phenan- 
thraquinyl dibenzoate (D.R.-P. 151981) is best prepared by 
benzoylation of a solution of the 2-bromophenanthraquinone in 
sodium hyposulphite solution in presence of hydrogen, and does not 
react with aniline. J. K. 


Syntheses by means of Sodamide. X. The p-Amino- 
benzylidene- and p-Aminobenzyl-camphors and some of their 
Derivatives. ALBin Haier and Pavut Boupin (Ann. Chim., 
1922, [ix], 17, 5—25).—Depolymerised p-aminobenzaldehyde con- 
denses with d-camphor in the presence of sodamide, giving d-p- 
aminobenzylidenecamphor, m. p. 133°; [a]p +745° (in alcohol), which 
gives an acetyl derivative, m. p. 208°; [a], +427°; a hydrochloride, 
.m. p. 184° (decomp.), a hydrobromide, m. p. 208° (decomp.), and a 
sulphate. When the sulphate is treated with potassium nitrite and 
sulphuric acid in alcoholic solution, it yields benzylidenecamphor, 
but in aqueous solution the product is p-hydroxybenzylidenecam- 
phor, m. p. 207°. When p-aminobenzylidenecamphor is diazotised 
and the product submitted to the Sandmeyer reaction, p-chloro- 
benzylidenecamphor,m. p. 109° ; [«]p +3885° ; p-bromobenzylidenecam- 
phor, m. p. 134°, or p-cyanobenzylidenecamphor, m. p. 162°, b. p. 
251°/16 mm. (decomp.) ; [«]p +425°, are obtained. If the diazonium 
salt is coupled with B-naphthol, B-hydroxynaphthalene-1-azo-p-benzyl- 
idenecamphor, m. p. 220°, is the product. p-Aminobenzylcamiphor, 
m. p. 82°; [a]p +214°, is obtained by reducing the benzylidene 
compound in alcoholic solution with sodium amalgam. The 
following compounds derived from it are described. p-Acetyl- 


conta! 
32-atc 
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aminobenzylcamphor, m. p. 172°; [a]p -+176°; benzyleamphor, 
m. p. 52°; p-hydroxybenzyleamphor, m. p. 184°; [a] +406°; 
p-chlorobenzylcamphor, m. p. 73°; [«]p 92°9°; p-bromobenzylcamphor, 
m. p. 90°; [a]p +87°9°; p-cyanobenzylcamphor, m. p. 145°; [a]p 
+334'5°, and 6-hydroxynaphthalene-1-azo-p-benzylcamphor, m. p. 
129°. W. G. 

Biogenesis of Oil of Peppermint. R. E. Kremers (J. Biol. 
Chem., 1922, 50, 31—34).—-An investigation of the cohobated oils 
of American and Japanese peppermints showed that the latter 
consisted almost wholly of pulegone, whilst the former contained 
menthone and menthol as main constituents, and, in addition, 
|-methylcyclohexan-3-one. Acetone was present in the cohobated 
aqueous distillate. 

Schemes for the possible biogenesis of the main constituents 
of the oils of peppermint (Mentha piperita) and spearmint (Mentha 
spicata) are outlined. EK. S. 


Oil of Satureja montana of Italian Origin. P. Loner and 
E. ANGELESCU (Gazzetta, 1921, 51, ii, 386—390).—This oil contains 
28% of carvacrol, 158% of esters, 10% of alcohols which have 
not been identified, 27°% of cymene, and 14% of dipentene (cf. 


J. Soc. Chem. Ind., 1922, 269a). 


Oil of Thymus vulgaris of Italian Origin. P. LEONE and 
E. ANGELESCU (Gazzetta, 1921, 51, ii, 391—395).—This oil contains 
38% of phenols consisting almost solely of thymol, 19% of free 
alcohols probably composed mostly of borneol and linalool, 18% 
of eymene, and small proportions of esters and free acids (cf. J. Soc. 
Chem. Ind., 1922, 269a). x. a3. 


The Composition of the Essential Oil of Turpentine from 
Aleppo. Grorcrs Duront (Compt. rend., 1922, 174, 395—398).— 
The essential oil of turpentine from Aleppo contains a small amount 
of material which does not distil over except at a temperature 
much higher than the boiling point of pinene. This fraction is 
found to consist of 7-bornyl acetate and a sesquiterpene not identified, 
the composition of the fresh essence being approximately d-pinene 
95%, i-bornyl acetate 1°14%, sesquiterpene 3°8%. W.G. 


Estimation of the Molecular Magnitude of Caoutchouc by 
Chemical Methods. C. Harries and Frirz Evers (Wiss. 
Veréffentl. Siemens-Konzern, 1921, 1, 87—95).—Reduction of the 
dihydrochloride of caoutchouc in ethylene dichloride solution by 
means of zinc dust, yields a large amount of «-hydrocaoutchouc 
as a light yellow, amorphous, somewhat elastic mass melting 
between 120° and 130°. From its molecular weight in bromoform, 
It appears to be a polymeride of Cs3;H,. or CypH-». «-Hydro- 
caoutchouc is readily converted into an ozonide and yields a hydro- 
chloride (m. p. 190—195°) and a bromide. The conclusion is 
drawn that the caoutchouc molecule contains 35 or 40 carbon 
atoms, most probably the latter, and that the structural formula 
contains eight CH,*C(CH;):CH-CH, groups joined together in a 
32-atom ring. ‘ A. R. P. 
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Ring Opening in the Benzopyrylium Series. Hxrmay 
DeEcKER and Paut Becker (Ber., 1922, 55, [B], 375—394; cf. 
Decker and Fellenberg, A., 1907, i, 950; 1909, i, 116; Decker 
and Felser, A., 1908, i, 906, 1003).—The interest in the benzo. 
pyrylium dyes has been enhanced greatly by the discovery of the 
wide distribution in plants. Examination has now been made 
of the opening of the ring of a pyranol which does not contain a 
hydroxyl group. A suitable initial material is found in the product 
of the condensation of deoxybenzoin with salicylaldehyde. The 
changes which have been realised are expressed by the following 

CH—CPh CH—CPh 
scheme: C,H 
CoH 0 —— Spy) > Coe o fon.on TH) 
OH 
H-C-C,H,°OH ,77 H-C-C,H,-OH 
phe-coph tt) COPh-C-Ph aie teal 
OH-C,H,-CHO+CH,Ph:COPh. The phenomena are very closely 
similar to those observed when coumarin is treated with solutions 
of alkali hydroxides. 

The relationships of the pyranols to the anthocyanidanoles is 
also discussed. The parent substance of the latter appears to be 

OH 3:5: 7-trihydroxy-2-phenylbenzopyran (annexed 

VN formula) which may be expected to pass by fission 

Y ‘¢ ‘OH of the ring into the derivative of vinyl alcohol, 

HO, h IPh C,H,(OH),°CH:C(OH)-COPh, and subsequently 

WN into the ketone, C,H,(OH),*CH-CO-COPh. The 

latter would decompose into benzoic and formic 

acids, which have been observed frequently, and methylphloro- 
glucinol, which has not been isolated up to the present. 

Deoxybenzoin condenses with salicylaldehyde in hydrochloric 
acid solution to give 2 : 3-diphenylbenzopyrylium chloride in 88°5% 
yield (cf. Decker and Fellenberg, loc. cit.); if the condensation 
is arrested by the addition of carbon dioxide or acetic acid when 
the mixture has attained its maximal colour, o-coumarophenone is 
precipitated in quantitative yield. 2 : 3-Diphenylbenzopyran-2-0l 
(formula II), almost colourless plates, m. p. 123—124°, is obtained 
by the gradual addition of a solution of the double salt of ferric 
chloride and 2 : 3-diphenylbenzopyrylium chloride in glacial acetic 
acid to water; it is almost unaffected by cold, dilute hydrochloric 
acid or sodium hydroxide solution, but dissolves readily in the hot 
reagents. It reacts readily ager rr alcohols, yielding 

, -CPh 
the corresponding ethers, C,H,< o--CPh-OAlk (ethyl ether, m. Pp. 
77—78°; methyl ether, m. p. 75—76°; propyl ether, coarse prisms, 
m. p. 70—71°; isobutyl ether, prisms, m. p. 68—69°. The ethyl 
is converted into the isobutyl compound when warmed with an 
excess of isobutyl alcohol). If the crystalline carbinol is warmed 
with sodium hydroxide solution (1%) until the maximal intensity 
of colour is developed and the solution is then cooled, trans-« 
phenyl-o-coumarophenone [«-salicylylidenedeoxybenzoin] (formula 
IV) is deposited in the form of the characteristic sodiwm salt, dark 


— 
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red, lustrous needles (+-3H,O), from which the free substance, 
pale red needles, m. p. 154—155°, is liberated by carbon dioxide. 
The latter is re-converted by hydrochloric acid into 2 : 3-diphenyl- 
benzopyrylium chloride, which is identified as the additive com- 
und with ferric chloride. «-Phenyl-o-coumarophenone is isomerised 
when heated at its melting point or in the presence of boiling 
toluene to phenylbenzopyranol, m. p. 123—124°. It is hydrolysed 
by boiling alcoholic sodium hydroxide solution to deoxybenzoin 
and salicylaldehyde. It is converted by methyl sulphate in the 
presence of sodium hydroxide into the corresponding ether, 
0Me-C,H,°CH:CPhBz, pale yellow, lustrous needles, m. p. 141°. 

The analogy of phenylbenzopyranol with coumarin suggests 
that, under the action of alkali hydroxide, the sodium salt of an 
unstable cis-phenyl-o-cowmarophenone is initially formed which 
passes into the more stable trans-variety. This appears to be the 
case, since an emulsion of the carbinol is dissolved immediately 
by sodium hydroxide with the formation of a yellow solution 
from which concentrated sodium hydroxide precipitates an amor- 
phous yellow salt. Attempts to isolate the free cis-phenyl-o- 
coumarophenone (formula III) were unsuccessful owing to its 
immediate re-conversion into phenylbenzopyranol. Its inter- 
mediate existence is, however, placed beyond doubt by the isolation 
of its methyl ether, irregular hexagonal platelets, m. p. 111—112°. 

The action of sodium hydroxide on an alcoholic solution of 
deoxybenzoin and salicylaldehyde leads to the formation of a 
polymeride of the latter, colourless leaflets, m. p. 120—121°, in 
place of the desired diphenyleoumaroketone. 

It appeared desirable to follow the sequence of changes with 
a benzopyrylium salt which leads to the production of a ketone 
of established constitution. This is effected with 2-phenylbenzo- 
pyranol. The colourless emulsion of the latter is slowly dissolved 
by sodium hydroxide, probably with initial formation of the 
cis-ketone; when, however, the solution has attained its maximal 
intensity of colour, it yields trans-coumarophenone when treated 
with carbon dioxide or the sodium salt of this compound when 
treated with concentrated sodium hydroxide. Protracted warming 
of the alkaline solution of trans-coumarophenone leads to the almost 
quantitative production of acetophenone and salicylaldehyde. 

H. 


The Xanthone Series. ANNA Mariz v. DEM KNESEBECK and 
Frirz Unimann (Ber., 1922, 55, [B], 306—316).—A con- 
tinuation of the work of Ullmann and Schmidt (A., 1920 i, 53). 

3: 6-Dichlorophthalic anhydride condenses with p-cresol in the 
presence of aluminium chloride and acetylene tetrachloride to form 
3 : 6-dichloro-2-p-hydroxy-m-toluoylbenzoic acid, 

OH-C,H,Me-CO-C,H,Cl,°CO,H, 
pale brown needles, m. p. 187°. The latter is transformed by 
boiling potassium carbonate solution (20%) into 1-chloro-2- 


- me: 
methylzanthone-8-carboaylie acid, CO,H-C,H,CI< (9 >C,HsMe," 
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pale yellow needles, m. p. 286° (corr., decomp.), the potassium 
salt of which is described. When heated above its melting point, 
the acid loses carbon dioxide and gives 7-chloro-2-methylxanthone, 
colourless needles, m. p. 169° (corr.). The acid contains a mobile 
halogen atom, and is therefore converted by potassium phenoxide 
in the presence of copper powder into 7-phenoxy-2-methylaanthone-8. 
carboxylic acid, colourless needles, m. p. 270—280° (corr.), according 
to the rate of heating (the sodium salt is described). The phenoxy. 
acid is transformed by concentrated sulphuric acid or, preferably, 
by successive treatment with phosphorus pentachloride and 
aluminium chloride into 2-methyldixanthone, 


CoH Me<OO>0,8,<0°>0,H,, 


pale yellow needles, m. p. 349—352° (decomp.), which is converted 

by hydrazine hydrate into the corresponding azine, C,,H,,0,N,, 

long, vivid yellow, matted needles, m. p. 273° (decomp.), which 

gives a hydrochloride, C,,H,,0,N,Cl, red needles, m. p. about 274° 

(decomp.). 7-Chloro-2-methylxanthone-8-carboxylic acid yields 

only traces of methylanilinoxanthonecarboxylic acid when heated 

with aniline and copper powder, the chief product being 7-anilino- 

NPh 2-methylzanthone, yellowish-green needles, 

m. p. 255—259° (corr.). 7-Chloro-N-phenyl-2- 

éo N methylpyridazonexanthone (annexed formula), 

C yellow needles, m. p. 264—266° (corr.), is 

a4 \~ \7~\me readily obtained by heating 7-chloro-2- 

Peis | | methylxanthone-8-carboxylic acid with 

\/N\0/%\/% phenylhydrazine; it is converted by boiling 

aniline in the presence of potassium and 

copper acetates into 7-anilino-N-phenyl-2-methylpyridazonexanthone, 

unusually slender, yellowish-green crystals, m. p. 257—258° (corr.). 

3 : 4-Dichloro-2-p-hydroxy-m-toluoylbenzoic acid, m. p. 265° 

(corr.), is prepared from 3: 4-dichlorophthalic anhydride in the 

manner described for the 3: 6-dichloro-isomeride. 

It is converted readily by boiling alkalis into 

5-chloro-2-methylaanthone-8-carboxylic acid, pale 

brown needles, m. p. 289—295° (corr.), in which 

the halogen atom is not replaced by boiling 

aniline in the presence of copper powder. The 

acid is transformed by boiling phenylhydrazine 

into 5-chloro-N-phenyl-2-methylpyridazonexan- 

thone (annexed formula), long, thin needles, m. p. 266—271° (corr.). 
H. W. 


Some Reactions of Benzanthrone. ARTHUR GEORGE PERKIN 
and GEoRGE Dove tas Spencer (T., 1922, 121, 474—482). 


Cinchona Alkaloids. XXIII. Nomenclature and Isomerism 
Phenomena. Pavuxt Rape (Ber., 1922, 55, [B], 522—532; cf. 
A., 1921, i, 438)—For the parent substance (I) of the cinchona- 
alkaloids, the name “ruban” is suggested, as a basis of 
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nomenclature, indicative of their occurrence in the Rubiacee, 
mm whilst the compound (II) 
"CH CH”-CH ra 4 7 a from which the toxins are 
_? i derived is’ termed ruba- 
"(H-CH,*-CH,”* N® 4 >» toxan. Objection is taken 
ee =" to the extension of the term 
2 ° “‘quinatoxin’’ to those 4- 
(I.) uinolyl ketones (Ruzicka 
og ** > A 1921 i, 585) not derived 

(7 ———- -———- —— (' (8). (9)<a’ Vv "> 94> 
CH, a a from 9-rubatoxanone. Of 
“CH-CH,”*CH,”-NH” “> the thirty-two stereoisome- 
“CH by. 227 rides of’ 3-vinyl-9-rubanol 
2 Uttg . . se 
(IL) (cinchonine) to be antici- 
pated from the presence of 
fourasymmetric carbon atoms, with an asymmetric tervalent nitrogen 
atom, only sixteen are actually capable of existence, owing to the 
fact that the nitrogen atom and one of the carbon atoms constitute 
the terminals of the quinuclidine bridge. Similarly, only those 
9-rubatoxanones in which the configuration of the atoms and groups 
attached to the nitrogen atom of the piperidine ring is suitable 
can give rise to 9-rubanones. Probably for this reason, the yield 
of 9-rubanone from 9-rubatoxanone (see following abstract) is 
only 50% (a methoxyrubatoxanone gave a similar result), although 
those rubatoxanones derived from the alkaloids themselves by the 
Pasteur rearrangement, and therefore having the necessary con- 
figuration, under similar conditions furnish yields of at least 


80%. J. K. 


or oy 
7 


Cinchona Alkaloids. XXIV. Synthesis of Vinyl-free 
Quinatoxins and Quinaketones. Paunt Rape, Kari KInpD- 
LER, and Orro WaGNER (Ber., 1922, 55, [B], 532—541).—An 
account of the synthesis, previously foreshadowed (A., 1920, i, 
78), of 6’-methoxy-9-rubatoxanone and of 6’-methoxy-9-rubanone. 
Ethyl §-4-piperidylpropionate, for the preparation of which 
improvements are described, furnishes a 1-benzoyl derivative, 
C,,H,,0,N, a yellow oil, b. p. 240°/8 mm., from which, by con- 
densation with ethyl cinchonate and subsequent hydrolysis, 9-ruba- 
foxanone is obtained as a viscid, yellow oil, with a bitter taste, 
and showing the reactions of the cinchotoxins (platinichloride, 
C,7H»ON,,H,PtCl,,2H,O). From its 8-bromo-derivative (dihydro- 
bromide, yellow crystals, m. p. 184°), 9-rubanone is obtained in 
30% yield by the action of sodium carbonate solution; it forms 
a viscid, yellow oil, with a bitter taste (picrate, C,,H,,O,N;, yellow 
needles, m. p. 170—180°). A similar series of compounds follows 
from the replacement of ethyl cinchonate by ethyl quinate in 
the above reactions. 6’-Methoxy-9-rubatoxanone (platinichloride, 
C,sH,.0.N,,H,PtCl,,2H,O, sinters at 265° and melts at 278—285° 
ter drying in a vacuum; monopicrolonate, C,,Hs,0,N., m. p. 
152°; monopicrate, an oil) is a viscid, reddish-yellow oil, with a 


b 


bitter taste, and exhibits the reactions of the quinatoxins. 
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6’-Methoxy-9-rubanone, from 8-bromo-6’-methoxy-9-rubatoxanone 
in 40% yield, is an oil with a bitter taste and showing the reactions 
of quininone; it gives a picrate, C,,H,,0O,N,, sintering at 168° 
m. p. 173—174°. The monopicrolonate, C,H, ,0-N,, m. p. 148— 
150°, the platinichloride, C,gH)0.N,,H,PtCl,,2H,O, needles, m. p, 
300°, preceded by sintering at 260°. J. K. 


Strychnos Alkaloids. XXX. Reactions of Cacotheline. 
Hermann Levucus, Fritz OsTERBURG, and Hans KAruRn (Ber,, 
1922, 55, [B], 564—572; cf. A., 1921, i, 883).—The preparation of 
cacotheline [a name unfortunately given to the nitrate of a base] is 
described. Like methylcacotheline (A., 1920, i, 178), it contains the 
quinone grouping, CO... CO, a nitro-group, secondary and 
tertiary nitrogen atoms (the latter as nitrate), a carboxylic, and a 
secondary alcoholic group. Cacotheline base methyl ester hydro. 
chloride, Cy.H.,0,N,Cl,H,O, forms reddish-brown needles; the 
ethyl ester hydrochloride, Cy,H,g0,N,C1,3H,O, crystallises in small 
needles. The oxime of cacotheline base, G,,H O,N,,4H,O, forms 
yellow needles [sulphate, (C,,H,.0,N,4)o,H,SO,,xH,O, yellow 
needles ; acetate, C,,H,.0,N,,C,H,0,,4H,O, yellow needles ; nitrate, 
C,,H».0,N,,HNO,,H,0, prisms; hydrobromide, 

C,,H,.0,N,,HBr,3H,0 ; 
methyl ester, Cy,H,,O0,N,, brown needles; ethyl ester, gelatinous]. 
The oxime hydrochloride, C,,H,,0,N,C1,3H,O, prepared from 
cacotheline and hydroxylamine hydrochloride, crystallises in yellow 


needles and yields a methyl ester, C..H,,0,N,C1,4H,0, yellow prisms 


or needles, and a gelatinous ethyl ester. The oxime is recon- 
verted by nitric acid into cacotheline, and by reduction into a 
diaminophenol (trihydrobromide, C.,H,,O,N,Brz, brown needles or 
leaflets). The methyl ester of a nitrosoamine, C,.H,,O,N;, green 
prisms, results from the action of methyl alcoholic ammonia on 
the methyl ester of the oxime hydrochloride. Cacotheline base 
monophenylhydrazone, Co,H,,-0,N;,4H,O, brownish-yellow prisms, is 
prepared from its hydrochloride, Cy,H,,0,N;C1,3H,O, yellow leaflets, 
which is obtained from the corresponding oxime. Cacotheline mono- 
semicarbazone, Co>H,,0,N,,HNO;,3H,O, yellow needles, is con- 
verted by alkali into the monosemicarbazone of the free base, 
C.9H,,0,N,,4H,O, yellow needles or prisms. Cacotheline base 
methylmethosulphate, C.,H,,0,,N,8, yellowish-brown leaflets. “ 
J. K. 


Some Compounds of Piperidine with Haloids. CiirrorD 
S. Lzonarp (J. Amer. Chem. Soc., 1921, 43, 2618—2626).—A 
new series of haloid compounds may be prepared from piperidine 
by reaction with haloids of tervalent arsenic, antimony, and phos- 
abe and of quadrivalent silicon, tin, and titanium in normal 

eptane as solvent. These new compounds are considered to be 
piperidinium compounds and to correspond with Werner’s primary 
compounds. Confirmation of this belief is afforded by the fact 
that they themselves further unite with metallic salts as does 
ammonium chloride. Thus the piperidine—arsenic compound gives 
a crystalline additive complex with lead iodide and a pale yellowish- 
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een compound with mercuric iodide. The following compounds 
are described : Arsinetri-1-piperidinium chloride, As(C;H, )N,HCl)s, 
arystallising in white needles, m. p. 238°, giving additive compounds 
with lead iodide, mercuric iodide, and arsenic tri-iodide. Stibine- 
tri-l-piperidinium chloride, Sb(C,H, >N,HCl)s, m. p. 235°. Silicane- 
tetra-1-piperidinium chloride, Si(C;H, >N,HCl),,m. p. 238°. Dichloro- 
stannanedi-1-piperidinium chloride, SnCl,(C;HiN »HCl),, m. p. 201°. 
Titananetetra-1-piperidinium chloride, Ti(C;H, >N,HCl),, which was 
very unstable and could not be obtained pure. A phosphorus 
compound was also prepared, but could not be isolated in a sufficiently 


s the § pure state for analysis. 

and These compounds could be hydrolysed with dilute alkali and the 
nda | free piperidine distilled into standard acid and estimated. This, 
jdro. § coupled with the estimation of chlorine in the distillation residues, 


the served as the method of analysis, as carbon could not be estimated 
mall § by the combustion method. 
ms a-Methylamyl iodide reacts with piperidine in heptane to give 


a-methylamylpiperidinium iodide, CgH,,°C;H,)N,HI, m. p. 138°. 
This is considered to be analogous in structure to the piperidine— 
metalloid compounds described above. W. G. 


The Constitution of some Ferri-chloride(-thiocyanate, 


us]. nitrate) Compounds with Pyridine or Quinoline. R. F. 
rom WEINLAND and A. Kisstinea (Z. anorg. Chem., 1921, 120, 209— 
low 231).—A large number of new complex compounds containing ferric 
ame chloride and pyridine or quinoline, with or without other con- 


eal stituents, have been prepared and formule suggested for them. 
hoe It is pointed out that the constitution of such compounds is much 
bel more difficult to decide than that of similar cobalt and chromium 


compounds on account of the greater mobility of the constituents 
and the necessity for working in non-aqueous solutions. To account 
for the composition of the majority of the compounds under con- 
sideration, it is necessary to assume a complex anion containing 
two atoms of metal, each having the co-ordination number 6. 
Assuming that one, two, or three chlorine atoms may form a bridge 
between the two atoms of iron, complex anions of the following 
types are possible : 
(] Cl 
\ aij |G | ae NR + | 
¥e--Cl—Fe“C1 OS pec Ol >Re 4 CL SFe “C1 FeZ Cl 
ih a Nal (oe 
Ui cu, | gi 


The chlorine atoms can be replaced by other groups in the usual 
way. The following compounds are described. 

(1) Pyridinium tetrachloroferrate, [FeCl,JHC;H,;N, crystallises 
from a concentrated hydrochloric acid solution of its constituents 
in bright yellow needles, stable in dry air. 

(2) Tripyridinium-y-trichloro-hexachlorodiferrate, 

2FeCl,,3HC1,3C,H;N, 
is not new, and is the most readily prepared of these compounds. 
~The formula suggested is [Cl,?FeiCl,:FeiCl,JH,(C,H;N).. 
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(3) Tetraquinolinium-y-dichloro-octachlorodiferrate, 
[Fe,Cl,)]H4(CyHN),, ; 
forms olive-green crystals of rhombohedral habit from alcoholic 
or aqueous hydrochloric acid solution. 

(4) Tetrapyridinium-p-dichlorodinitratohexachlorodiferrate, 

[Fe,Cl,(NO3).JH4(C5H5N)q, _ 
crystallises from an aqueous solution of ferric nitrate and pyridine 
hydrochloride in yellow needles. The corresponding quinoline salt 
is similar, and both are stable in dry air. 

(5) Pentapyridinium-y-chlorodecachlorodiferrate, 

(FeCl, JH;(C5H,N),, ‘ 
was obtained in the form of green leaflets from an alcoholic solution 
of (2) and pyridine hydrochloride in the mol. ratio 1: 10 to 1 : 20, 
It is very hygroscopic and unstable. 

(6) Tripyridinium-hexachloroferrate, [FeCl,JH,(C;H;N)s, is ob- 
tained instead of (5) when a greater proportion of pyridine hydro. 
chloride is used, and forms unstable pale green leaflets. 

(7) Tripyridinium-p-dichloro-heptachloropyridinediferrate, 

[Fe,Cl,C;H;N]H,(C;H;N)a, 
is obtained by triturating (2) with 1 mol. proportion of pyridine in 
ether; it forms an orange, crystalline powder. The orange colour is 
characteristic of compounds containing pyridine in the complex anion. 

(8) Dipyridinium-p-dichloro-hexachlorodipyridinediferrate, 

[Fe,Cl,(C;H;N),JH,(C;H,N),,HCl, 
can be obtained from (7) by crystallisation from alcohol, together 
with (10), and is closely related constitutionally to (11); it forms 
square, orange leaflets. 

(9) Dipyridinium-p-dichloro-tetrachlorodinitratodipyridinediferrate, 
[Fe,Cl,(NO ).(C;H;N),JH.(C;H;N),, from an alcoholic solution of 
ferric chloride, pyridine, and lithium nitrate; brown aggregates of 
needles and prisms. By recrystallisation from alcohol,it reverts to(8). 

(10) Pyridinium-p-dichloro-pentachlorotripyridinediferrate, 

[Fe,Cl,(C;H;N),]H°C,H;N,HCI, 
is obtained in orange crusts from an alcoholic solution of (8) with 
pyridine. 

(11) Hexapyridine-u-dichlorodiferridi(tetrachloroferrate) 

[Fe,Cl,(C;H;N),][FeCl,]., 

is obtained from a dry alcoholic solution of (2) with pyridine. 
It forms irregular, six-sided leaflets or tablets, deep brown in colour, 
and when freshly prepared can be recrystallised unchanged from 
alcohol, ethyl acetate, or acetone. Its probable constitution is 
discussed at length and the conclusion is that it probably contains 
a complex kation containing pyridine combined with two [FeCl,] 
anions. 

(12) Dihydroxytetrapyridineferritetrachloroferrate, 

[Fe(OH),(C5H;N),][FeCl,], ; 
garnet-red, thick crystals from an alcoholic solution of ferric chloride 
(1 mol.) and pyridine (10 mols.). 

(13) Hydroxymethoxytetrapyridineferritetrachloroferrate, 

[Fe(OH)(OMe)(C;H;N),][FeCl,], 
forms a heavy, yellow, crystalline powder when (11) is crystallised 
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fom methyl alcohol, or it can be prepared from its constituents 
in methyl alcohol. 

(14) Hydroxymethoxytetrapyridineferritetrathiocyanatoferrate is con- 
tituted analogously to (13). It forms a heavy, reddish-black, 
aystalline powder. 

(15) Octapyridine-p-dichlorodiferrichloride, [Fe,Cl,(C,;H;N)g]Cl,, 
obtained from a solution of anhydrous ferric chloride in pyridine, 
fms deep red crystals, decomposed by alcohol. 

The electrical conductivities of some of the compounds in alcohol 
were determined and confirmed, in the case of those compounds 
stable in alcohol, the constitutions given above. E. H. R. 


Preparation of Hydrogenated N-Alkylpyridine-3-carboxyl- 
ates. RICHARD WOLFFENSTEIN (D.R.-P. 340873; from Chem. 
Tentr., 1921, iv, 1102).—N-Alkylhaloids of alkylpyridine-3-carb- 
nxylates are treated with metals and hydrogen haloids in the 
presence of non-hydrolysing solvents. For example, methyl 
pytidine-3-carboxylate-N-methochloride is dissolved in methyl 
alcohol. Tin is added and a current of hydrogen chloride is passed 
for three to four hours at 100°, whereby methyl 1-methylhexahydro- 
pyridine-3-carboxylate is formed as a liquid, b. p. 86—89°/21-5 mm. 
The 1-methochloride of methyl pyridine-3-carboxylate can also 
be reduced without warming by tin and hydrogen chloride, using 
frmic acid as a solvent. Ethyl pyridine-3-carboxylate-N-ethiodide 
dissolved in alcohol may be similarly reduced by magnesium and 


hydrogen chloride. The products have therapeutic uses. 
G. W. R. 


Preparation of N-Alkylhaloids of Methyl Pyridine- 
‘carboxylate [Methyl Nicotinate|. RicHarpD WOLFFENSTEIN 
.R.-P. 340874; from Chem. Zentr., 1921, iv, 1102).—Methyl 
wridine-3-carboxylate is treated with alkyl haloids. For example, 
nethyl pyridine-3-carboxylate is heated at 100° under pressure 
vith methyl bromide and methyl alcohol for forty-eight hours. 
After removal of methyl alcohol by distillation, the N-methobromide 
s obtained from the residue; it forms crystals, m. p. 71°. The 
\-methiodide forms light yellow crystals, m. p. 130°. The N-metho- 
tloride forms white crystals, m. p. 98°. The compounds have 
therapeutic uses. G. W. R. 


Free Ammonium Radicles. III. Existence of N-Benzyl- 
pyridinium. Ernst Weitz and RicHarp Lupwie (Ber., 1922, 
%, [B], 395—413).—In a previous communication (A., 1921, i, 
44), Weitz, Nelken, and Ludwig have described the isolation of 
ared, crystalline substance which gives deep blue solutions in 
methyl and ethyl alcohols from 1 : 1’-dibenzyltetrahydro-é4 : 4’- 
lipyridyl (cf. Hofmann, A., 1881, 921; Emmert, A., 1919, i, 455; 
1920, i, 331), which they considered to be 1-benzylpyridinium. 
This conception has been found to require modification, since the 
product formed by the iodination of the blue solution, C,,H,.Nol,, 
short, red needles, m. p. 232°, has been converted into a sparingly 
wluble perchlorate, slender needles, m. p. 257°, which is not identical 
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with 1-benzylpyridinium perchlorate, as the melting points of the 
the compounds differ by about 160°. Also, it has now been found 
possible to prepare the crystalline iodide (see above) by titration 
of solutions of the radicle, preferably in acetone or chloroform, with 
iodine; the compound contains the halogen in completely ionisable 
form, but is distinguished from 1-benzylpyridinium iodide by its 
much smaller solubility in water. Each pyridine nucleus requires 
approximately one atom of iodine. Formation of the deep blue, 
oxidisable solution from the iodide is effected readily by zinc dust 
(preferably in the presence of alcohol or glacial acetic acid); under 
these conditions, 1-benzylpyridinium chloride is known to remain 
unchanged. The phenomena are thus closely analogous to those 
observed with benzoylpyridinium (Weitz, Roth, and Nelken, 
A., 1921, i, 804), and the probability thus suggested that the 
radicle is a dipyridyl compound is confirmed by its production 
from 1 : 1’-dibenzyl-4 : 4’-dipyridinium dichloride and zinc dust; 
on the assumption, therefore, that the substance is a radicle, it 
must be regarded as | : 1’-dibenzyl-4 : 4'-dipyridinium, 
c,H,;nZ SZ Nwc,H,. 
ea 


(An alternative quinoid formula, CH NC Y=< »N *C,H,, is 
discussed which, although appearing rather less probable, cannot 
be discarded completely.) The new conception explains the 
necessity of the presence of oxygen for the production of the radicle 
from Hofmann’s dibenzyltetrahydrodipyridyl. The ready removal 
of two atoms of hydrogen from the latter appears nearly as difficult 
to explain as is its oxidation by silver nitrate to the unimolecular 
pyridinium salt as recorded by Hofmann; this observation is 
confirmed, but, on the other hand, it is shown that the new radicle 
gives exclusively a dibenzyldipyridinium salt when treated with 
silver nitrate. In addition, it is found that the freshly-prepared 
solution of Hofmann’s product is only moderately oxidisable and 
that only such solutions as have been heated in the absence of 
air are brownish-yellow and successively become immediately deep 
blue and ultimately colourless when treated gradually with air. 
Similarly, a cold, freshly-prepared solution of Hofmann’s com- 
pound immediately decolorises iodine in the absence of air, a pale 
green coloration being developed which is discharged by further 
addition of the halogen; that portion of the product of the reaction 
which is soluble in water consists almost entirely of unimolecular 
N-benzylpyridinium iodide which contains only the merest trace 
of dipyridyl derivative. When, on the other hand, a solution of 
iodine is added gradually to a boiling solution of Hofmann’s com- 
pound in the absence of air, a deep blue colour is developed which 
disappears on further addition of the halogen. The reaction is 
not smooth or quantitative. The product of the change, which 
is soluble in water, contains the iodides of dibenzyldipyridinium 
and of benzylpyridinium. The former is never produced except 
from solutions which have become blue, and therefore owes it 
origin to the formation of the radicle under the influence of halogen. 
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Since the formation of the di-iodide is invariably accompanied by 
that of the mono-iodide, it is clear that the original Hofmann’s 
compound is converted only gradually in hot solution into the 
parent substance of the bimolecular radicle; the constitution of the 
latter and of Hofmann’s compound is not yet definitely elucidated. 
The authors’ experience with benzylpyridinium indicates that, 
in spite of the results of determinations of the molecular weight, 
benzoylpyridinium (A., 1921, i, 804) is really a bimolecular product, 
particularly in view of its ready convertibility into 4 : 4’-dipyridyl. 
1: 1’-Diacetyltetrahydro-4 : 4’-dipyridyl (cf. Dimroth and Heene, 
this vol., i, 48) appears to resemble the benzyl derivative in requiring 
oxygen for the development of the blue colour in its solutions. 


H. W. 


Condensation of Acetophenone. III. C. Gasta.pi (Gazzetia, 
1921, 51, ii, 289—306; cf. A., 1916, i, 31)—The hydrocarbon, 
CysHo, obtained by condensation of acetophenone under the 
agency of potassium hydroxide (A., 1900, i, 603; 1901, i,604; 1904, 
i, 32) reacts with benzoyl chloride in presence of aluminium chloride, 
yielding 2 : 4 : 6-triphenylpyrylium chloride, OPh<or ope O-CL. 
Similar pyrylium derivatives are obtained also in the same way 
from the homologous hydrocarbon, C,,H,,, obtained from p-tolyl 
methyl ketone, and from the interaction of either of these 
hydrocarbons with other acid chlorides; certain of the latter, 
however, fail to react in this way, and in no case is the reaction 
quantitative. Sublimed aluminium chloride, but not ferric chloride 
or zinc chloride, serves as condensing agent. As diluent, carbon 
disulphide gives the best results and nitrobenzene may be used, 
but light petroleum cannot be employed. ‘he results obtained 
are explainable according to Delacre’s suggestion that the hydro- 
carbon C,;H,. is 1:3: 5-triphenyl-A'*-cycloheptadiene (A., 1920, 
i, 165, 236). 

The hydrocarbon, C,,H,., crystallises in colourless cubes, m. p. 
122°, and dissolves in concentrated sulphuric acid to a red solution 
showing green fluorescence. 

2:4:6-Triphenylpyrylium chloride gives: (1) with nitric acid, 
the corresponding nitrate, C.,H,,O°NO;, golden-yellow needles, 
m. p. 149° (decomp.), (2) with sodium acetate, «-hydroxy-e- 
keto-aye-triphenyl-A*7-pentadiene, and (3) with ammonia, 2: 4: 6- 
triphenylpyridine. 

4 : 6-Diphenyl-2-p-chlorophenylpyrylium chloride, obtained from 
the hydrocarbon C,;H». and p-chlorobenzoyl chloride (1) forms the 
nitrate, CPA< Cp Coal) >O-NO,, which crystallises in slender, 
yellow needles, m. p. 161° (decomp.), and dissolves in acetic acid, 
giving a solution showing green fluorescence and in concentrated 
sulphuric acid giving a non-fluorescent, orange-yellow solution; 
(2) when treated with ammonia solution, yields 4 : 6-diphenyl-2-p- 


chlorophenylpyridine, N <O(CoH Cl) ‘CHS Oph, which crystallises 


CPh——CH 
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in colourless needles, m. p. 137°, and in concentrated sulphuric 
acid gives a solution showing blue fluorescence; (3) when treated 
with sodium acetate, gives the yellow, flocculent pseudo-base, 


which was not obtained crystalline. 


4 : 6-Diphenyl-2-p-bromophenylpyridine, N<cp}—*— CH CPh,} 


prepared from 4: 6-dipheny]-2-p-bromophenylpyrylium chloride, 
forms colourless laminz, m. p. 154—155°, and yields a non-fluores- 
cent solution in concentrated sulphuric acid. 

4 : 6-Diphenyl-2-p-tolylpyrylium chloride, prepared from the 
hydrocarbon C,;H,, and p-toluoyl chloride, (1) forms the nitrate, 
oPh< oH OCs > O-NOs, which crystallises in lustrous, orange- 
yellow laminz, m. p. 155° (decomp.), and in acetic acid gives a 
solution showing green fluorescence and in concentrated sulphuric 
acid an orange-yellow coloration showing faint green fluorescence; 
(2) with sodium acetate, gives «-hydroxy-«-keto-«y-diphenyl-«-p- 
tolyl-A+y-pentadiene (cf. Dilthey, A., 1921,i, 188); (3) with ammonia 
solution yields 4 : 6-diphenyl-2-p-tolylpyridine, C.,H,)N, which 
crystallises in colourless needles, m. p. 111°, and in concentrated 
sulphuric acid solution shows blue fluorescence. 

2-Phenyl-4 : 6-di-p-tolylpyrylium chloride, prepared by: the inter- 
action of the hydrocarbon C,,H,, and benzoyl] chloride, (1) yields 


the ferric chloride compound, FeCl 0< Gia y Me):CH > C'CoH Mle, 
4 . 


which crystallises in brownish-yellow needles, m. p. 234°; (2) is 
converted by ammonia solution into 2-phenyl-4 : 6-di-p-tolyl- 
pyridine, C,;H,,N, which forms colourless lamine, m. p. 138°, 
and in concentrated sulphuric acid solution exhibits blue fluores- 
cence; (3) is converted by sodium acetate into the pseudo-base, 
which separates in pale yellow flocks, but undergoes almost immediate 
alteration. 

2-p-Chloropheny]1-4 : 6-di-p-tolylpyrylium chloride, from the hydro- 
carbon C,,H,, and p-chlorobenzoyl chloride, (1) yields the corre- 
sponding nitrate, C,;H,»0,NCl,, which crystallises in bundles of 
prisms, m. p. 190° (decomp.); (2) is converted by ammonia into 
2-p-chlorophenyl-4 : 6-di-p-tolylpyridine, Cy,H,)NCl, which forms 
colourless needles, m. p. 188°. 

2:4: 6-Tri-p-tolylpyridine, CygHogN, crystallises in long, colour- 
less needles, m. p. 177°, and in concentrated sulphuric acid solution 
shows blue fluorescence. zm 


The Halogenated Isatins. Hugine GranpMmovGIN (Compl. 
rend., 1922, 174, 620—623).—The halogenated isatins may be 
prepared by oxidising the corresponding halogenated indigotins 
in acetic acid solution by chromic acid. The crude isatin is dis- 
solved in warm dilute alkali to free it from unchanged indigotin 
and reprecipitated by acid. The following compounds are de- 
scribed: 5:7-Dichloroisatin, m. p. 223°, giving an oxime, m. P. 
255° (decomp.), and a phenylhydrazone, m. p. 296—297°. 4:7-Di- 
chloroisatin, m. p. 252°, and its oxime, m. p. 245° (decomp.), and 
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phenylhydrazone, m. p. 265°. 4-Chloro-5-bromoisatin, m. p. 273— 
274°, its oxime, m. p. 253—254° (decomp.), and phenylhydrazone, 
m. p. 278°. 5:7-Dibromoisatin, m. p. 250°, its oxime, m. p. 272° 
(decomp.), and phenylhydrazone, m. p. 297—298°. 4:5:7-Tri- 
bromoisatin, m. p. 257-—258°. 4:5:6:7-Tetrachloroisatin, m. p. 
294—295°, and its phenylhydrazone, m. p. 293°. The oximes and 
phenylhydrazones are in all cases $-substituted derivatives. The 


-} absorption of these compounds in the ultra-violet has been studied 


and some of the results are given, indicating that the absorption 
in the ultra-violet of these substituted derivatives is essentially 
of the same character as that of the parent substance. W. G. 


Isatogens. Gustav HELLER and WERNER BoESSNECK (Ber., 
1922, 55, [B], 474—482).—Treatment of certain highly-coloured 
isatogens (cf. Pfeiffer, A., 1916, i, 327) with alcoholic hydrogen 
chloride has led to the formation of less intensely coloured com- 
pounds, which, according to Ruggli (A., 1919, i, 221), can only be 


formulated in Baeyer’s original manner, O <N Fol, Further 
CR-CO 


investigation, however, has shown that they are additive com- 
; CO—-\, ~~ OR 
ds of the is « 
pounds of the isatogen and the alcohol, C,H, <N(OH)7 CS CO,R’ 
and that they are also formed in the complete absence of halogen 
acid. 

Methy] isatogenate is transformed by methyl] alcoholic hydrogen 
chloride (1%) at the atmospheric temperature into methyl 1-hydroxy- 
3-keto-2-methoxydihydroindole-2-carboxylate, 

oo a OMe 
CoHa<y(oH) C$ CO,Me’ 
pale, lemon-yellow crystals, m. p. 171° (decomp.), after previous 
darkening. In the presence of pyridine, it is converted by acetyl 
chloride into the acetyl derivative, almost colourless crystals, m. p. 
%—96°, and by benzoyl chloride into the benzoyl compound, 
(,sH,,0O,N, colourless crystals, m. p. 141° (decomp.). It is reduced 
by zine dust and acetic acid to methyl indoxylate, 
CoH, <Q) Sc-00,Me, 
which is obtained more readily from methyl isatogenate. Reduc- 
tion of the two substances by zinc dust and acetic acid in the 
presence of methyl alcohol gives a polymeride of methyl indoxylate 
of unknown molecular weight, prisms, m. p. about 245° (decomp.) 
after darkening at 225°. The 1-hydroxy-ester is converted by 
hydroxylamine hydrochloride into the oxime of methy] isatogenate, 
m. p. 221°, from which the corresponding acid, C,H,O,No, pale 
yellow crystals, m. p. 187° (decomp.), is obtained by hydrolysis 
with cold sodium hydroxide solution. The 1-hydroxy-compound 
8 isomerised by sodium hydroxide to N-oxalylanthranilic acid, 
200° -CO—-- OM 
m. p. 199—200° (decomp.) : CeHa<n(oHy?C< 7 
C0,H*C,H,*N(OH):CH(OMe)-CO,Me—>CO,H-C,H,*N(OH)-C-CO,H 
~—> CO,H-C,H,*-NH-CO-CO,H. j . 
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Ethyl isatogenate and ethyl alcoholic hydrogen chloride give 
ethyl 1-hydroxy-3-keto-2-ethoxydihydroindole-2-carboxylate, yellow 
prisms, m. p. 158—159°, with subsequent evolution of gas, after 
darkening at 150°; like ethyl isatogenate, it is converted by 
hydroxylamine hydrochloride into ethyl isatogenate oxime, yellowish. 
brown octahedra, m. p. 187° (decomp.). Ethyl isatogenate and 
methyl alcohol give ethyl 1-hydroxy-3-keto-2-methoxydihydroindole. 
2-carboxylate, pale yellow crystals, m. p. 142—143°, whereas methy| 
isatogenate and ethyl alcohol yield methyl 1-hydroxy-3-keto. 
2-ethoxydihydroindole-2-carboxylate, lemon-yellow crystals, m. p. 176°, 
with subsequent evolution of gas. Either compound is isomerised 
by sodium hydroxide to N-oxalylanthranilic acid. H. W. 


Equilibrium in the System: Lithium Chloride—Quinoline, 
JAMES H. WALTON and CLARENCE R. WISE (J. Amer. Chem. Soc., 
1922, 44, 103—-104).—The solubility of lithium chloride in quinol- 


ine has been determined from 0° to 96°; measurements were not §: 


possible beyond this temperature, for the very long time required 
for saturation at high temperatures brought about a decomposition 
of the quinoline. The following solubilities in grams of lithium 
chloride per 100 grams of solvent are recorded: 0°, 0-1515; 25°, 
0-3538; .40°, 0-6175; 45°, 1-0328; 50°, 1-1107; 56-4°, 1-1734; 
67°, 1-2353; 75°, 0-8180; and 96°, 0-4588. The solid phase in 
equilibrium with the solution is 2C,H,N,LiCl. This compound is 
very stable at all temperatures within the range measured. There 
is evidence of the formation of a second solid phase above 100°, 
but this was not investigated because of the decomposition of the 
quinoline. The solubility curve of lithium chloride is shaped like 
an irregular inverted U with the maximum at 67°. J.F.S. 


The Three Aminotriphenylamines. JEAN Piccarp and Ray 
Q. Brewster (J. Amer. Chem. Soc., 1921, 43, 2630—2631).— 
o- and m-Nitrotriphenylamines (cf. Piccard and Larsen, A., 1917, 
i, 644) were reduced by adding them gradually in acetic acid solution 
to a mixture of zinc and alcohol. o-Aminotriphenylamine, m. p. 
145°, gives an acetyl derivative, m. p. 130°. m-Aminotriphenylamine, 
m. p. 116°, gives a hydrochloride and an acetyl derivative, m. p. 167°. 

Attempts to reduce the nitrotriphenylamines to their corre- 
sponding aminophenols by the electrolytic method were not 
successful. W 


Tetra-substituted Carbamides. T.J. ALBert, jun. (U.S. Pat. 
1393597).—Tetra-substituted carbamides, for example, diphenyl- 
dimethylcarbamide are prepared by treating a secondary amine, 
for example, monomethylaniline, with carbonyl chloride in the 
presence of an aqueous solution of a basic inorganic compound 
such as sodium carbonate capable of neutralising the hydrogen 
chloride which results from the reaction. The reaction is conducted 
at 95—99° and is complete in two hours. CHEMICAL ABSTRACTS. 


Synthesis of Indigotin from Fumaric Acid and Aniline. 
G. C. Bamzy and R. S. Porrur (J. Amer. Chem. Soc., 1922, 4%, 
2t5—216).—Fumaric acid is brominated in acetic acid solution 
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and the resulting dibromosuccinic acid is converted into dianilino- 
succinic acid (cf. Reissert, A., 1893, i, 565). An equimolecular 
mixture of potassium and sodium hydroxides is dehydrated in a 
closed iron pot at 450° with stirring. Sodamide is then added and 


-f. stream of dry ammonia passed through the pot, and the sodium 


salt of dianilinosuccinic acid is slowly added, the mixture being 


* Ekept at 230—240° for one and a half hours. The fused mass is 


dissolved in water and air is blown through. The yield of indigotin 
is 60-4% and its purity is 96-5%. W.G 
New Syntheses in the Indole Group. VIII. B. Oppo and 
G, Sanna (Gazzetta, 1921, 51, ii, 337—342)—It has been shown 
(A. 1911, i, 488; 1912, i, 721) that pyrrole, in the form of its 


‘Emagnesium derivative, reacts readily with chlorides of dibasic 


acids, giving pyrrole derivatives with a double ketonic function 


-Banalogous to benzil, benzoylacetophenone, and diphenacyl. The 


indole and methylketole analogues of benzil have now been obtained. 
The action of oxalyl chloride on magnesium indolyl bromide 
yields: (1) Bis-1 : 3-indyl (bis-1 : 3- 
ve Se cae? di-indoyl) (annexed formula), which 
CH, SCH CH pests forms almost colourless, prismatic 
‘N—CO—CO—N crystals, m. p. 200°; (2) prin- 
cipally 3 : 3-indyl (3 : 3-di-indoyl), 

C,H, C,H ; 
NH<~ thf > C-CO-CO-C< fy ¢>NH, which forms yellow needles 


or prismatic plates, contracting at about 200°, m. p. 235° (decomp.), 


and is resistant to the action of boiling alkali hydroxide solution, 


‘Ebut yields indole-3-carboxylic acid when fused with potassium 


hydroxide; (3) a small proportion of 1 : l-indyl (1: 1-di-indoyl), 


; cH< Cea N-CO-CO-N <CeHs> on, which crystallises in colourless 


CH 
prisms, m. p. 218—220°, and yields indole when boiled with 10% 
potassium hydroxide solution. 
3:3-Methylketyl (3 : 3'-dimethylketoyl), 


NH<Catte>0-00-c0-0< Cet SNH, 


. | prepared by the action of oxalyl chloride on magnesylmethylketole, 


crystallises in colourless prisms, m. p. 256—257° (decomp.), and 
gives with phenylhydrazine a condensation product which crystallises 
insilky, yellow needles, m. p. 192°, and with o-phenylenediamine a 


‘condensation product, m. p. (crude) 149°. a 


Transformations of a Secondary Keto-base. C. MANNICH 
and G. HEILNER (Ber., 1922, 55, [B], 365—374).—Few secondary 
keto-bases have been prepared previously and their properties 
have been little studied. The comparatively ready availability 
of w-methylaminopropiophenone (this vol., i, 351) has led the 
authors to make an extended study of its reactions. 
o-Methylaminopropiophenone hydrochloride is converted by 
utrous acid into the corresponding nitrosoamine, 

CH,Bz-CH,-N(Nt)Me, 
large, colourless, prismatic rods or needles, m. p. 66°, which is 
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reduced by zinc dust and acetic acid in methyl alcoholic solution 
to 3-phenyl-1-methylpyrazoline, NMe<ye dps unctuous leaflets, 
m. p. 37° (hydrochloride, needles, m. p. 162°), the hydrazine, 
CH,Bz-CH,*NMe-NH,, 
being probably formed intermediately. 
w-Methylaminopropiophenone hydrochloride reacts normally 
with potassium cyanate, giving as-phenacylmethylmethylcarbamide, 
COPh-CH,°CH,*NMe’CO-NH,, colourless needles, m. p. 123—124°, 
which is insoluble in cold dilute acids, but readily soluble in solu. 
tions of alkali hydroxide, pointing thus to its existence in the 
enolic form, OH-CPh:CH-CH,*-NMe-CO-NH,. It is converted slowly 
in alkaline solution, more rapidly by regulated treatment with 
warm dilute acid into 2-keto-4-phenyl-1-methyl-1 : 2 : 5 : 6-tetrahydro- 
pyrimidine, NMe<Grt ar SOPh, m. p. 152—154°, after previous 
softening. The latter is transformed rapidly by an excess of warm 
dilute mineral acid into a mixture of equivalent amounts of 2-keto- 
4-phenyl-1-methyl-1 : 2-dihydropyrimidine, NMe< COON >CPh, 
matted needles, m. p. 217°, and 2-keto-4-phenyl-1-methylhexahydro- 
pyrimidine, NMe<bet ov >CHPh, m. p. 115—116°, the pheno. 
2 
menon being thus similar to that observed by Knoevenagel and 
Fuchs in the case of dihydrolutidinedicarboxylic ester. The 
relationship of the di- and tetra-hydropyrimidine derivatives to 
the hexahydro-compound is placed beyond doubt by the observ- 
ation that the latter is produced when either of the others is 
treated with hydrogen in the presence of palladised animal char- 
coal. The hexahydro-compound does not decolorise bromine. On 
the other hand, 2-keto-4-phenyl-1-methyl-1 : 2-dihydropyrimidine 
is converted smoothly by bromine in glacial acetic acid solution 
into 2-keto-4-phenyl-1-methyl-1 : 2-dihydropyrimidine 5 : 6-dibromide, 
eg >>OPh, pale yellow, lustrous leaflets, m. p. 260° 
(decomp.). The tetrahydropyrimidine derivative is transformed 
by two molecular proportions of bromine in glacial acetic acid 
solution into a colourless, unstable crystalline substance, decomp. 
260°, to which the constitution NMe<CO> NHS oprph is 
assigned; it is considered that the initial action of the bromine. 
consists in the conversion of the tetra- to the di-hydro-derivative 
which then unites with a molecular proportion of hydrogen bromide 
and bromine with formation of the tribromide. The yellow di- 
bromide readily loses hydrogen bromide under the action of sodium 
hydrogen carbonate, and passes into 6(?5)-bromo-2-keto-4-phenyl- 
1-methyl-1 : 2-dihydropyrimidine, colourless, slender needles, m. Pp. 
177°. This monobromide is converted by bromine in glacial 
acetic acid solution into a highly unstable, orange-coloured tetra- 
bromide, but the reaction appears to be complicated and not 
entirely due to simple addition of bromine. 
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As the salt of a secondary base, w-methylaminopropiophenone 
hydrochloride is able to condense with formaldehyde and ketones 
flets Jor substances with reactive hydrogen atoms; thus with anti- 
pyrine it gives a re ene 
(H,Bo-CHyNMe-CHy'C<n cunts thin, slender needles, m. p. 
§6°; the corresponding hydrochloride has m. p. 164°. H. W. 


94° Some Ketones of the Pyrazole Series. CU. A. RoJaun (Ber., 
ae 1922, 55, [B], 291—294).—It has been shown previously that very 
‘Ol Trarying yields of ketones are obtained by the application of 
1 the Friedel-Crafts method to 5-chloro-1-phenyl-3-methylpyrazole 
om | (Michaelis and Rojahn, A., 1917, i, 480). The influence of substi- 
tuents in the pyrazole ring on the reactivity of the hydrogen atom 
in position 4 with respect to the ketone synthesis has been 
ious Jinvestigated in greater detail, and it is found that only those 
thloropyrazoles which have an ary! group in position 1 yield 
ketones, whereas it is not very material whether the substituent 
in position 3 is an aryl or alkyl group. The synthesis cannot 
‘Ph, | be effected with 5-pyrazolones which yield O- or O- and N-benzoyl 
derivatives. 

The following individual substances are deseribed: 5-Chloro- 

__-N(C,H,Me):°Cl 

Lbenzoyl-1-p-tolyl-3-methylpyrazole, NGoy,————-Cp, (from 


The § chloro-1-p-tolyl-3-methylpyrazole, benzoyl chloride, and aluminium 
chloride in the presence of carbon disulphide), colourless, hexagonal 
sry. | Plates, m. p. 70°. 5-Chloro-4-benzoyl-1 : 3-diphenylpyrazole (from 
i-chloro-1 : 3-diphenylpyrazole, m. p. 56° instead of 49° recorded 
in the literature), needles, m. p. 127°, b. p. 340—345°/25 mm. 
)-Benzoxy-1-benzoyl-3-methylpyrazole, N cole” (from 3- 


‘ion | methyl-5-pyrazolone and benzoyl chloride in the presence of 
ide, {aluminium chloride or by the Schotten-Baumann method), long 
needles, m. p. 128°, which is converted by bromine in glacial 
acetic acid solution into 4-bromo-5-benzoxy-1-benzoyl-3-methylpyrazole, 
ned long needles, m. p. 167°. 4-Phenyl-1-p-tolyl-3-methyldipyrazole, 
y < NCH Me)-C-N H 

np. § ‘CMe -C-CPh 
methylpyrazole and hydrazine hydrate at 160—175°), colour- 
less, matted needles, m. p. 244°. 1:3: 4-Triphenyldipyrazole, 
ine, NPh:-C-NH 


ZN (from _ 5-chloro-4-benzoyl-1-p-tolyl-3- 


“ N<opp-t-cph2>N , needles, m. p. 233°. H. W. 
di- The Action of Diazomethane on the Ureides and Uric Acid. 


> J. Herzia (Z. physiol. Chem., 1921, 117, 13—27).—A number of 
y Ff weides and uric acids were methylated with diazomethane. Alloxan 
P. F yielded a syrupy substance, C,N,0,Me,*OMe. . From barbituric acid, 
ra- §° Crystalline substance, NMe<60.nape > COM, m. p. 164—166°, 
was obtained. Diethylbarbituric acid yielded an oily substance, 


i. 374 ABSTRACTS OF CHEMICAL PAPERS. 


C,H,,N,0,Me, which, after several months, crystallised in needles, 
m. p. 33—36°. Phenylethylbarbituric acid gave a compound, 
f CygH190,N,Meg, Lal ge 

a crystalline mass, m. p. 88—90°, dipropylbarbituric acid gave a 
crystalline compound, C, )H,,0,N,Me,, m. p. 80—83°, uric acid 
gave a tetramethyl uric acid, C;0,N,Me,, the four methyl groups 
being attached to nitrogen. On treating barbituric acid with 
methyl sulphate in sodium hydroxide, a compound, C,H,O,N,Me,, 
probably CO eer ee Ol m. p. 119—121°, was obtained. 


8.8. Z. 


Pyrimidines from Alkylmalonic Esters and Aromatic 
Amidines. ArtHuR W. Dox and LestER YODER (J. Amer. 
Chem. Soc., 1922, 44, 361—366).—Alkyl malonic esters readily 
condense with aromatic amidines in the presence of sodium ethoxide, 
the monoalkylmalonic esters yielding insoluble yellow pyrimidine 
derivatives and the dialkyl esters giving soluble colourless deriy- 
atives. The colour of the derivatives from the monoalky] esters 
is thought to be due to a tautomeric rearrangement to a compound 
of the structure OR<CloHy NCR’ With two exceptions, the 
5-monoalkyl derivatives of pyrimidine all melt at above 300°, 
whereas the 5: 5-dialkyl derivatives melt considerably below 300°. 
The pyrimidine derivatives described are all analogous to 4 : 6-diketo- 
2-phenyl-5 : 5-diethyltetrahydropyrimidine and are : 


Substituents. Substituents. 

5-Carbon. 2-Carbon. M. p. 5-Carbon. 2-Carbon. M. p. 

Methyl >300° Ethyl p-Tolyl >300° 
Phenyl Methyl >300° Ethyl p-Ethoxyphenyl >300° 
Benzyl Methyl >300° Dimethy: Phenyl 184° 

Phenyl >300° Diethyl Phenyl 207° 
Methyl Phenyl >300° Dipropyl Phenyl 164° 
Ethyl Phenyl >300° Dibutyl Phenyl 144° 
Allyl Phenyl 288-289° Dibenzyl Phenyl 234° 
Butyl Phenyl 296-—297° Diethyl p-Tolyl 181° 
isoAmyl Phenyl >300° Diethyl p-Ethoxyphenyl 165° 
Benzyl Phenyl >300° Diethyl B-Naphthyl 178° 


Dimethyl Phenyl 263° 
W. G. 


Pyrimidines. XCI. Alkylation of 2-Thiolpyrimidines. §: 


WittiaM JoHN Horn (J. Amer. Chem. Soc., 1921, 43, 2603—2611). 
—Experiments are described showing further abnormalities in the 
alkylation of 2-thiolpyrimidines (cf. Johnson and Haggard, A. 
1915, i, 88; Johnson and Moran, 1916, i, 78). A study has now 
been made of the alkylation of 2-p-nitrobenzylthiol-4-methyl- 
dihydro-6-pyrimidone. With methyl iodide substitution in the 
l-position first occurs, and then this compound apparently forms 
an additive product with another molecule of methyl iodide. With 
ethyl bromide or allyl bromide, however, the action is quite different, 
oxygen ethers being formed in each case and there is no indication 
of substitution of the alkyl groups on a nitrogen atom of the ring. 


nn 


and | 
tolow 
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edles,f 2-p-Nitrobenzylthiol-4-methyldihydro-6-pyrimidone, 
cH<CONE>CS-CH,-C,H,NO,, 


ave af m. p. 220°, is obtained by the action of p-nitrobenzyl chloride on 
acid the sodium salt of 2-thio-4-methyluracil. When treated with the 
roups§ calculated amount of methyl iodide in the presence of sodium 
with methoxide, it yields 2-p-nitrobenzylthiol-1 : 4-dimethyldihydro-6- 
2Me» I pyrimidone, CH<CO'NMO>0.8-CH,-CyHyNO,, m. p. 136°, which 
is hydrolysed by hydrochloric acid, giving 1 : 4-dimethyluracil 
YZ. [and p-nitrobenzylmercaptan, m. p. 58°. By further alkylation, 
_ I this dimethyl derivative gave an additive compound, some of 
natic § vhich was also isolated from the products of the first alkylation. Its 


adily § constitution is apparently <n 7 C-S-CH,°C,H,°NO,, 


xide, f and on hydrolysis it gives 1: 4-dimethyluracil and p-nitrobenzyl 
dine f disulphide, m. p. 126°5°, the latter being formed by oxidation due 
leriv- f to the presence of a trace of free iodine. 
sstels} With ethyl bromide the sodium salt of 2-p-nitrobenzylthiol-4- 
ound | methyldihydro-6-pyrimidone gives 6-ethory-2-p-nitrobenzylthiol-4- 
the nethylpyrimidine, CH<EOP-N>0-8-CH,-C,HyNO,, m. p. 104°; 
300°, Fon hydrolysis, this yields 4-methyluracil. In a similar manner 
‘| with allyl bromide, 6-allyloxy-2-p-nitrobenzylthiol-4-methylpyrimidine, 

keto- fn, p. 77—78°, is obtained. 

Strakosch’s observation (Ber., 1872, 5, 698) giving the m. p. 140° 
for p-nitrobenzyl mercaptan is incorrect (see above) and a repetition 
of his work did not yield any of this mercaptan. 


300" f Colouring Matters from 1:2: 4: 5-Tetrahydroxybenzene 
300 Jad Related Substances. Duimenpra Nata Mouxers (T., 
207° fy 1922, 121, 545—552). 


144 § The Cyanine Dyes. IV. Cyanine Dyes of the Benzothi- 
234 Bazole Series. Wutt1am Hosson Mus (T., 1922, 121, 455— 
466). 


1i8° § Ring Closure with Hydrazinedicarbonamides containing 
G Sulphur. II. Thiourazole. F. Arnpt, E. Mixpz, and F. 

' Qlscumnscuer (Ber., 1922, 55, [B], 341—356; cf. Arndt and Milde, 
A, 1921, i, 813).—Further investigation has established the general 
validity of the rule that ring closure with hydrazinedicarbonamides 
wntaining sulphur takes place in neutral or acid media by means 
of the sulphur atom, with formation of thiodiazoles, whereas in 
oe solution it occurs through the nitrogen atom, thus giving 

oles. 
The hydrazide, NHPh-CO-NH-NH:CS:NH,, loses successively 
line, ammonia, and hydrogen sulphide when boiled with sodium 
hydroxide solution. The first change constitutes the ne reaction 
af 

and leads to the production of thiowrazole, N natal small, 


tlourless crystals, m. p. 206° (decomp.). The substance is most 
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conveniently isolated from the products of the reaction as the 
monosodium salt (the trihydrate and anhydrous substance are 
described) from which free thiourazole is readily obtained by 
addition of acid. Elimination of ammonia gives 4-phenylihio. 


CO-NH 
urazole, NPh<og_ WH (see later), but the product derived by 


loss of hydrogen sulphide has not been isolated in this connexion. The 
constitution of thiourazole is established by the formation of a dark 
yellow tri-silver salt, C,ON,SAgs, by its oxidation by iodine in alco- 
disiphide, ho >OBBOS Le 
holic solution to thiourazole disulphide, éo-NH NH-(0? 
colourless, lustrous needles, m. p. 246° (decomp.) (the dihydrate 
is also described), and by the conversion of its monosodium salt 
by means of methyl sulphate into thiourazole methyl ether, 
——N 
eek colourless, anhydrous plates, m. p. 192—193°. 
The substance described by Freund (A., 1894, i, 97; 1895, i, 400) 
as thiourazole is actually iminothiodiazolone, ered 
(cf. Busch and Schmidt, A., 1913, i, 907; Busch and Lotz, A,, 
1915, i, 317). 

[With Fru. Brevicu.|—Thiourazole is more conveniently pre- 
pared by the action of boiling sodium hydroxide solution on the 
hydrazide, SMe-CO-NH-NH:CS:NH,; the latter, a colourless, 
crystalline powder, m. p. 208° (decomp.), is obtained by the action 
of methyl chlorothioformate on thiosemicarbazide in warm aqueous 
solution. 


CO NH 
3-I'mino-4-phenylurazole, N Pa<ocNH) NH colourless, lustrous 


leaflets, m. p. 231—232°, is obtained readily and exclusively by the 
action of boiling alkali hydroxide on phenylhydrazothiodicarbon- 
amide S-methyl ether, NHPh:CO-NH:-NH-C(-NH)-SMe, colourless, 
silky needles, m. p. indefinite 147° (decomp.). 

The hydrazide, NHPh-CS:-NH:NH-CO-NH,, small, lustrous needles, 
m. p. 198°, is prepared by the action of semicarbazide hydrochloride 
on phenylthiocarbimide in aqueous alcoholic solution; it is con- 
verted by boiling alkali hydroxide solution almost exclusively 
into 4-phenylthiourazole (see above), long, coarse, colourless prisws 
(+1H,0), m. p. (anhydrous) 196°. 4-Phenylthiourazole disulphide, 
needles, m. p. 284—285°, is most conveniently prepared by the 
oxidation of 4-phenylthiourazole with iodine in alcoholic solution. 
4-Phenylthiourazole methyl ether crystallises in colourless, lustrous 


needles, m. p.207—208°. The hydrazide, NHPh-CS-NH-NH-CO-NH,, § 
is transformed by methyl sulphate and sodium hydroxide into thef 
corresponding S-methyl ether which could not be obtained in thef 
crystalline form; it is converted by boiling hydrochloric acid intof 


phenylthiourazole methyl ether and by boiling sodium hydroxide 
lution into anili le, NHCOCNER) NE small, colourles 
solution into anilinouwrazole, CO NH? Small, colourless, 


anhydrous crystals, m. p. 238°. 


or = Ss 
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The hydrazide, NHPh-CS‘-NH:NH-CS:NH,, lustrous leaflets, 
m. p. 180°, is prepared from thiosemicarbazide and phenylthio- 
carbimide in aqueous-alcoholic solution. It is converted by boiling 
alkali hydroxide solutions with loss of ammonia and hydrogen 

CS-NH 
sulphide into 4-phenyldithiourazole, N Ph<ag. N H? colourless, coarse 


crystals, m. p. 216° (decomp.} (the substance described previously 
in the literature as 4-phenyldithiourazole is anilinothiodiazolethiol), 
and 3-imino-4-phenylthiourazole, m. p. 267—268° (the monohydrate, 
colourless needles, is also described). Both substances are acidic, 
but can be largely separated from one another with the aid of 
sodium carbonate solution, in which practically only phenyldithio- 
urazole is soluble. The latter substance is transformed by methyl 
sulphate in dilute ee. solution into 4-phenyldithiourazole 
e). 

dimethyl ether, NPh< og Me)-1 long, lustrous needles, m. p. 132°5° 
(the corresponding nitrate has m. p. 141°); it is oxidised by potass- 
ium ferricyanide in the presence of sodium hydroxide or by an 
alcoholic solution of iodine to a mixture of products, one of which, 
yellow crystals, m. p. 228°, gave analytical results in agreement 
with the formula C,,H,.N,S,. 3-Imino-4-phenylthiourazole is 
converted by methyl sulphate and sodium hydroxide into the 
corresponding methyl ether, m. p. 168° (the hydrate, 2C,H,)N,S,H,O, 
silky needles, is also described); it behaves somewhat anomalously 
when oxidised, since it is stable towards iodine in alcoholic solution, 
but is affected by potassium ferricyanide in the presence of ammonia 
or sodium hydroxide; probably, however, a disulphide is not 
thereby formed, since the same phenomena are observed with the 
methyl ether. H. W. 


Disulphides with Neighbouring Single and Multiple Link- 
ings. Syntheses of Triazoles and Thiodiazoles. Emin Fromm, 
with Erich Kayser, Kart BRIEGLEB, and Erich FOHRENBACH 
(Annalen, 1922, 426, 313—345).—The course followed by the 
reaction between bases and unsaturated disulphides of the type 
XCR‘S‘S‘CR:Y is, in general, that expressed by the equation 
X‘CR‘S‘S‘CR:Y+NH,Ph —> X:CR°‘SH+NHPh:CR:Y+S. The 
present paper shows that the reactions between hydrazines and 
similar disulphides are of an analogous kind and may be utilised 
for the synthesis of triazoles and thiodiazoles. For instance, 
phenyldithiobiuret may react with hydrazine in two ways, eliminat- 


| ing one atom of sulphur and yielding either aminophenylguanidino- 


thiourea or aminoguanidinophenylthiourea : 

—? 7 NH-NH, SH or fH NH-NH). 
NPhiC‘-NH-C:NH -s° NPh:C-NH-——C:NH NPhiC-NH-C:NH 
The former can pass into a triazole by elimination of either H,S 
or NH, but the latter can give only the first of the two following 


substances : 
C(NPh)'NH ig NHC C(NPh):NH 
NH<((yH)-NH ond NHS an 
VOL. CXXII. i. 


1. 378 ABSTRACTS OF CHEMICAL PAPERS. 


3-amino-5-anilino-] :2:4-triazole and  3-thio-5-anilino-1] : 2: 4. 
triazole. 

The principal product is actually 3-thio-5-anilino-1 : 2 : 4-triazole, 
which separates from hot water in needles, m. p. 268°. This shows 
that the main product of the initial ring-scission is the amino- 
phenylguanidinothiourea. The by-products obtained are 3-amino. 
5-anilino-1 : 2 : 4-triazole, which has m. p. 77° and gives a mono- 
benzoyl derivative of m. p. 142°, the sali, m. p. 70°, of the amino. 
anilinotriazole (basic constituent) with the thioanilinotriazole (acid 
constituent), and aminoguanidinophenylthiourea, which has m. p. 
155° and yields a benzylidene derivative crystallising in yellow 
needles, m. p. 223°. The thioanilinotriazole gives a dibenzoyl 
derivative (yellow needles, m. p. 130°), and on treatment with 
benzyl chloride and alkali yields 5-anilino-3-benzylthiol-1 : 2 : 4. 
triazole, which has m. p. 168° and gives a dibenzoyl derivative, 
m. p. 108°. On oxidation by means of ferric chloride, the thio- 


anilinotriazole gives a yellow disulphide, 8,(C<QH>CNHPA)., 
2 


m, p. 225°, which undergoes fission by means of sodium hydroxide, 
giving 3-hydroxy-5-anilino-1 : 2 : 4-triazole, m. p. 169° (the dibenzoyl 
derivative has m. p. 166°), and 3-thio-5-anilino-1 : 2 : 4-triazole. 
Aniline effects a similar fission, the products being the same thio- 
anilinotriazole and 3: 5-dianilino-1 : 2: 4-triazole, which is con- 
veniently isolated in the form of its dibenzoyl derivative, m. p. 88°. 

The action of phenylhydrazine on perthiocyanic acid has already 
been investigated by Fromm and Schneider (A., 1906, i, 714) and 
has been shown to proceed in directions analogous to the reactions 
described above, the products being 3: 5-dithio-1-pheny]l-1 : 2 : 4- 
triazole and 3-amino-5-thio-1-phenyl-1 : 2 : 4-triazole. The former 
compound is now subjected to a closer investigation with the 
view of establishing its constitution quite definitely. On methyla- 
tion by methyl] iodide and sodium hydroxide, it forms 3 : 5-dimethyl- 
thiol-1-phenyl-1 : 2 : 4-triazole, filamentous needles, m. p. 73°5°, 
which on oxidation by permanganate yields 3 : 5-dimethyldisulphon- 
1-phenyl-1 : 2 : 4-triazole, filamentous needles, m. p. 182°, together 
with a substance, CyygH,,0.N,8,, m. p. 104°5°, which may be either 
a monosulphone or a disulphoxide. The disulphone is unstable 
towards alkalis and loses one sulphone group, yielding 5-hydroxy- 
3-methylsulphone-1-phenyl-1 : 2: 4-triazole, m. p. 206°, identical 
with the substance obtained on oxidising Acree’s 5-hydroxy-3- 
methylthiol-1-phenyl-1 : 2 : 4-triazole (A., 1904, i, 351) by means 
of permanganate. 5-Hydroxy-3-methylsulphone-1-phenyl-1 : 2 : 4- 
triazole can be methylated by means of its silver salt, giving 
5-methoxy-3-methylsulphone-1-phenyl-1 : 2 : 4-triazole, which separates 
from alcohol in fine needles, m. p. 206°. The disulphone, in contrast 
to its behaviour towards alkalis, is very stable towards acids, and 
can be nitrated with the formation of 3 : 5-dimethylsulphone-|- 
nitrophenyl-1 : 2 : 4-triazole, m. p. 238°, which with alkalis is con- 
verted into a substance, 5-hydroxy-3-methylsulphone-1-nitrophenyl- 
1:2:4-triazole, m. p. 234°, identical with the product obtained 
on directly nitrating hydroxymethylsulphonephenyltriazole. 
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Some derivatives of 3-amino-5-thio-l-phenyl-1 : 2 : 4-triazole are 
described also. 3-Amino-5-methylthiol-\1-phenyltriazole, needles, 
m. p. 148°, is obtained with the help of methyl iodide and alkali; 
on benzoylation in the presence of pyridine, it yields 3-benzoyl- 
amino-5-methylthiol-1-phenyl-1 : 2 : 4-triazole, m. p. 141°5°, which 
may also be obtained by methylating Fromm and Sturm’s 5-thiol- 
3-benzoylamino-]-phenyl-1 : 2: 4-triazole (A., 1913, i, 204). A 
dibenzoyl derivative, m. p. 152°, is formed when 3-amino-5-methyl- 
thiol-1-phenyltriazole is heated with benzoy] chloride until hydrogen 
chloride is no longer evolved. 

The simplest members of the series to which the above substances 


ose S : Kdbithiel.} + 9 + 4.t0te 17 C(SH):N pen 
belong are 3 : 5-dithiol-1 : 2 : 4-triazole, NAS gH):W’ and 5-amino 
, < eg es C(SH)=N _,. is 
3-thiol-1 : 2 : 4-triazole, NAC NH, ):N’ which are both obtained 
as their hydrazine salts when hydrazine hydrate is allowed to react 
with perthiocyanic acid. They may be separated by taking 
advantage of the fact that the monothiol compound is the weaker 
acid and is liberated in the free condition when an aqueous solution 
of its hydrazine salt is evaporated. The hydrazine salt of the 
dithiol compound is stable in these circumstances, but may be 
decomposed by means of mineral acids or by benzaldehyde. 
5-Amino-3-thiol-1 : 2 : 4-triazole separates from water in small, white 
needles, m. p. 298° (decomp.) ; 3: 5-dithiol-1 : 2 : 4-triazole, m. p. 196° 
(decomp.), has strongly reducing properties; it first reddens blue 
litmus paper and then bleaches it, and quickly reduces iodine, ferric 
chloride, and ferricyanide; it gives a yellow lead salt, C,HN,S,Pb, 
and a hydrazine salt, C,H,N;S,, m. p. 268° (decomp.). On benzoyla- 
tion by the Schotten-Baumann method, aminothioltriazole gives 5- 
imino-3-thion-2 : 4-dibenzoyl-1 : 2 : 4-triazole, yellow crystals, m. p. 
178°, whilst the dithioltriazole yields 3 : 5-dithion-1 : 2 : 4-tribenzoyl- 
1:2: 4-triazole,m. p. 171°, which on treatment with benzyl chloride 
and sodium hydroxide gives 3 : 5-dibenzylthiol-1 : 2 : 4-triazole, m. p. 
112° (its hydrochloride has m. p. 157°), the product of the direct 
benzylation of dithioltriazole. The dibenzyl compound, on benzoyla- 
tion by the Schotten-Baumann method, yields 4-benzoyl-3 : 5-di- 
benzylthiol-1 : 2 : 4-triazole, which forms fine, white needles, m. p. 91°. 
The tribenzoate is readily hydrolysed by alkalis, all three benzoyl 
groups being eliminated. All these reactions are in harmony with 
the constitutions assigned to the original condensation products. 
An investigation of the substances, C,H,N,S, and C,H,N,S, 
obtained by Freund and Imgart (A., 1895, i, 400) from hydrazo- 
dicarbondithioamide leads the present authors to the conclusion that 
CS NH 


these substances are not triazoles, but thiodiazoles, S< 


; C(NH):-NH 
and er isomeric, therefore, with the substances obtained 
2 . 
from perthiocyanic acid and hydrazine. 5-Amino-3-thion-4 : 1 : 2- 
thiodiazole forms a lead salt, C,H,N,S,Pb, and on benzoylation 
gives 5-amino-3-thion-2 : 5-dibenzoyl-4 : 1 : 2-thiodiazole, m. p. 224°; 
02 
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on benzylation, fission of the ring occurs and benzyl benzylthiol-y. 
carbazinocarbothioxylate, C,H,*S:C(NH,):N-N:C(OH)-S:C,H,, is pro. 
duced. This substance forms palm-leaf-like crystals, m. p. 193°, 
N-C(S°C;H,):N 
O-C(S°C,H.):N’ 
m. p. 123°, which may also be obtained by benzylating the above 
dibenzoyl compound. Freund and Imgart’s melting points for 
5-amino-3-thio-4 : 1 : 2-thiodiazole and 3 : 5-diamino-4 : 1 : 2-thio. 
diazole are revised to 228—235° and 210° respectively. C.K. I. 


and on benzoylation gives an anhydro-benzoate, CPh< 


Aminonaphthatriazoles as Colour Intermediates. GILBzErr 
T. Morean and Hueu Griimour (J. Soc. Chem. Ind., 1922, 41, 
61—62T).—To compare it with 6-amino-2-p-tolyl-«8-naphthatri- 

azole (this vol., i, p. 181), the correspond. 

NH, TaN a, ing 9-aminotriazole (accompanying 
AN | DN, - Hy; formula) was prepared.  8-Nitro-é- 

N _— naphthylamine was coupled _ with 
a toluene-p-diazonium chloride, forming 
el 1-p-tolweneazo-8-nitro - 8 - naphthylamine, 
dark red prisms, m. p. 177—178°. When oxidised with chromium 
trioxide in glacial acetic acid solution, this gave 9-nitro-2-p-tolyl-«s- 
naphthatriazole, yellow needles, m. p. 187°. By reduction with 
stannous chloride and hydrochloric acid in acetic acid solution, 
9-amino-2-p-tolyl-«8-naphthatriazole hydrochloride was obtained, 
minute yellow needles decomposing at 220°. The 9-aminotriazole is 
much more reactive than the 6-isomeride, as it condenses readily 
with p-nitrobenzenediazonium chloride to give an aminoazo- 
derivative which can again be diazotised and coupled with 
8-naphthol or its sulphonic acids. 

Both 5-nitro- and 8-nitro-8-naphthylamines when coupled with 
p-nitrobenzenediazonium chloride yield triazoles which on reduc- 
tion give respectively 6- and 9-amino-2-p-aminophenyl-«$-naphtha- 
triazole. The hydrochlorides of these are readily diazotised, and 
the resulting bisdiazonium salts couple readily with naphthol- 
sulphonic acids to form disazo-dyes. 6-Nitro-2-p-nitrophenyl-a}- 
naphthatriazole crystallises from acetic acid in minute yellow 
needles, m. p. 242—243°; 6-amino-2-p-aminophenyl-«8-naphtha- 
triazole hydrochloride forms microscopic, yellow spicules decom- 
posing at 300°; the free base shows an intense green fluorescence 
in alcoholic and ethereal solution. 9-Nitro-2-p-nitrophenyl-a6- 
naphthatriazole separates from glacial acetic acid in yellow needles, 
m. p. 270—271°; 9-amino-2-p-aminophenyl-«8-naphthatriazole hydro- 
chloride forms yellow needles readily soluble in hot water. - 


7 : 9-Dialkyldeoxyuric Acids. I. Hetnricu Brirz (Annalen, 
1922, 426, 237—246).—7 : 9-Dialkyl-8-thiouric acids, which are 
obviously incapable of being converted into xanthines by the 
method previously employed (Biltz and Strufe, A., 1921, i, 612) 
and cannot readily be converted into the uric acids by oxidation, 
pass, in treatment with mild oxidising agents, into substances, 

termed deoxyuric acids, containing one atom of oxygen less than 
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the corresponding uric acids. They are more strongly basic than 
the uric acids and are characterised by forming sparingly soluble 
salts with the acid HI,. A convenient method of preparation 
consists in oxidising by means of iodine a solution of the sodium 
salt of the 7 : 9-dialkyl-8-thiouric acid, rendered alkaline by sodium 
hydrogen carbonate; usually the periodide of the deoxyuric acid 
is precipitated. Nitrous acid also converts the thiouric acid into 
the deoxyuric acid. 

The deoxyuric acids are very stable substances; in acid and in 
alkaline solution they are remarkably resistant to oxidising and 
reducing agents. However, the product obtained by the action 
of chlorine water gives the murexide test with ammonia, and 
the periodide when heated with sodium hydroxide decomposes, with 
the formation of a moderate quantity of the corresponding dialkyluric 
acid, from which it appears that the residue eo as C<, 

’ CO-NH-C-NR’ 

must exist in the deoxyuric acid. With aqueous barium hydroxide 
hydrolysis occurs; the product is a formyldialkyldiaminouracil, 
from which the formyl group may be eliminated with the aid of 
hydrochloric acid. The free dialkyldiaminouracil may be re- 
formylated, using formic acid, and the formyl compound de- 
hydrated with the formation of the original deoxyuric acid. If the 
dialkyldiaminouracil is treated with chloroformic ester, a urethane 
is produced, from which the uric acid may be prepared by the 
usual means. 

These reactions are represented as follows : 

‘He -C- ee ° “CNR-(* — JH. e( 
NH-CO-C NR» Co baon, NH-CO (-NR-CHO Gay »H-CO-C-NHR 
CO-NH-C-NR ~cho, CO-NH-C-NHR’ tg,005 CO-NH:C-NHR’ 

(,+Na0H) \ / Cl-CO,Et 

N ¥ 


NH-CO-C-NRSg «=. s- NH-CO-C-NR-CO,Et 
CO-NH-C-NR’ CO-NH-C-NHR 


The constitution suggested for the deoxyuric acids is a remarkable 
one, inasmuch as it involves a quinquevalent nitrogen and the 
presence of a triple linking in a ring, but it appears not to 
be without analogy. Possibly the above formula should be 
NH-CO-C-NRs. 
changed to im SC, but the formula 
eee OO-NH-C-NR”™ 
e 7 _ —- e 1 «N 

NH CO C NR o=ccNB C CO NH 

CO-NH-C:NR’ NR’-C-NH:-CO 
is out of the question by reason of the molecular weight and on 
obvious chemical grounds. ©. E. 2. 


7:9-Dialkyldeoxyuric Acids. II. 7 :9-Dimethyldeoxyuric 
Acid. Hetnricu Birrz and Hans Bitow (Annalen, 1922, 426, 
46—263 ; cf. preceding abstract).—7 : 9-Dimethyl-8-thio--uric acid 
is readily prepared from 7-methyluramil and methylthiocarbimide. 
It separates from warm water in four-sided prisms, m. p. 224° 
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(corr.; decomp.), after sintering at 215°. A small amount of 
7 : 9-dimethyl-8-thiouric acid is formed as a by-product in this 
condensation, and may be obtained in good yield from the y-uric 
acid by boiling with 10% hydrochloric acid. It forms needles 
which dissolve in about 600 parts of boiling water and melt with 
decomposition at 362°. 

7 : 9-Dimethyldeoxyuric acid may be prepared from the thiourit 
acid by either of the general methods previously described. It is 
soluble in about 4 parts of boiling water, from which it separates 
in needles which decompose at 385°. It has the stability and 
general properties characteristic of its class (preceding abstract) 
and forms a hydrochloride (decomp. 345—350°), a perchlorate 
(decomp. 270°), an acid sulphate (decomp. 265°), a nitrate (decomp. 
205°), an iodide (decomp. 350°), a periodide, C,H,O,N,,HI,, dark 
brown needles (decomp. 180—210°), an aurichloride, 

C,H,0O,N,,HAuCl, 

(decomp. 286—296°), a platinichloride, and an additive product 
with silver nitrate (? 2C,H,O,N,,AgNO,). 7 : 9-Dimethyldeoxy.- 
uric acid is converted by heating with sulphur into 7 : 9-dimethyl- 
8-thiouric acid, and by iodine and alkali hydroxides into 7: 9-di- 
methyluric acid. 6-Methylamino-5-formylmethylaminouracil (de- 
comp. 385°) can be crystallised from about 20 parts of boiling 
water, or from acetic acid, but in the latter case 2CH,°CO,H is 
retained. 5: 6-Dimethyldiaminouracil crystallises from acetic acid 
(with 2CH,°CO,H) as rhombic plates, m. p. 380° (decomp.), and 
gives a hydrochloride which decomposes at 261°. The methyl 
carbamate obtained from 5: 6-dimethyldiaminouracil and methyl 
chloroformate, dissolves in 60 parts of boiling water and decom- 
poses at 343°. The ethyl ester is soluble in 10 parts of boiling water 
and decomposes at 325°. C. K. I. 


7: 9-Dialkyldeoxyuric Acids. III. 7-Methyl-9-ethylde- 
oxyuric Acid. Hertnricnh Bittz and Hans Biitow (Annalen, 
1922, 426, 264—269; cf. preceding abstracts).—7-Methyl-9-ethy- 
8-thio-y-uric acid, prepared from 7-methyluramil and ethylthio- 
carbimide, forms hexagonal tablets, decomp. 206° (corr.). The 
thiouric acid dissolves in about 400 parts of boiling water, from 
which it separates in silky needles, decomp. 359°. 7-Methyl-9-ethyl- 
deoxyuric acid crystallises with 2H,O as leaflets, decomp. 325° 
-(corr.), and gives a hydrochloride, decomp. 277—278° (corr.); an 
iodide, decomp. 254° (corr.); a periodide, CgH,,O,N,,HI,, decomp. 
215° (corr.); an aurichloride, CgH,90,N,,HAuCl,, decomp. 190’, 
and a complex salt with silver nitrate. All these compounds are 
similar to the lower homologues previously described. C. K. I. 


7 : 9-Dialkyldeoxyuric Acids. IV. 9-Methyl-7-ethylde- 
oxyuric Acid. Herinricn Bittz and DorotHEa HEIDRICH 
(Annalen, 1922, 426, 269—283; cf. preceding abstracts).— 
9-Methyl-7-ethyl-8-thio-y-uric acid, leaflets, m. p. 212° (decomp.), 18 
difficult to isolate owing to the ease with which it undergoes con- 
version into 9-methyl-7-ethyl-8-thiouric acid, silky filamentous crys- 
tals,decomp. 344° (corr.). 9-Methyl-7-ethyldeoxyuric acid, separates 
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from water with 2H,O in rectangular leaflets, decomp. 340° (corr.), 
and gives a hydrochloride, decomp. 263° (corr.); an iodide, decomp. 
91° (corr.); a periodide, C,H,)O,N,,HI,, decomp. 215—222° 
(corr.); a periodide, C,H ‘O.N,HI,, decomp. 230—235° (corr.) ; 
a perchlorate, decomp. 238° (corr.); a nitrate, decomp. 194° (corr.) ; 
an aurichloride, decomp. 239° (corr.), and a complex salt with 
potassium tri-iodide, CgH,)0,N,8,KI;, decomp. 242° (corr.). 
6-Methylamino-5-formylethylaminouracil, best obtained by using 
lime-water in place of baryta, forms hexagonal crystals, decomp. 
262°, and is extremely soluble in water. 6-Methylamino-5-ethyl- 
aminouracil, forms long needles, m. p. 235° (decomp.), gives a 
hydrochloride, C,H,,0,N,,HCl, decomp. 280° (corr.), and a methyl 
carbamate, m. p. 326° (decomp.), on condensation with methyl 
chloroformate. 9-Methyl-7-ethyluric acid, forms small, lancet-like 
leaflets, m. p. 355° (corr., decomp.), and on treatment with chlorine 
and water yields 4: 5-dihydroxy-9-methyl-7-ethyl-4 : 5-dihydrouric 
acid, which crystallises as small elongated prisms, m. p. 240° 
(decomp., corr.). 4-Hydroxy-5-methoxy-9-methyl-7-ethyl-4 : 5-di- 
hydrouric acid, m. p. 131° (corr.), and 4-hydroxy-5-ethoxy-9-methyl- 
j-ethyl-4 : 5-dihydrouric acid, m. p. 193°, are prepared from the 
uric acid by means of chlorine and methyl or ethyl alcohol. 
C. K. I. 


7:9-Dialkyldeoxyuric Acids. V. 1:7: 9-Trimethylde- 
oxyuric Acid. Heinrich Bittz and Hans BiLtow (Annalen, 


1922, 426, 283—-290; cf. preceding abstracts).—1 : 7 : 9-7'rimethyl- 
8-thio-y-uric acid is readily prepared by condensation of 1 : 7-di- 
methyluramil with methylthiocarbimide. It forms small, thick 
crystals, decomp. 185°, and on heating with hydrochloric acid 
passes into 1:7: 9-trimethyl-8-thiouric acid, m. p. 317° (corr.), 
which may also be obtained from 7 : 9-dimethylthiouric acid by 
methylation with the help of methyl] sulphate. 
1:7:9-Trimethyldeoxyuric acid separates from water in small, 
thombic leaflets, with 1H,O, m. p. 348° (corr., decomp.), and forms 
a hydrochloride, filamentous needles, decomp. 231° (corr.), an iodide, 
glistening, rectangular leaflets, decomp. 249° (corr.), a periodide, 
CsH,,O.N,,HI,, sinters at 208°, a nitrate, sinters at 125°, and an 
aurichloride, CgH,jO,N,,HAuCl,, needles, decomp. 267° (corr.). 
6-Methylamino-5-formylmethylamino-3-methyluracil, forms rectangu- 
lar tablets which sinter at 267° and evolve water vapour, leaving a 
residue consisting of 1 : 7: 9-trimethyldeoxyuric acid. C.K. I. 


7:9-Dialkyldeoxyuric Acids. VI. 1:3:7:9-Tetra- 
methyldeoxyuric Acid. Herinricu Biitz and DororHeEa HEID- 
RICH (Annalen, 1922, 426, 290—299; cf. preceding abstracts).— 
1:3: 7: 9-Tetramethyl-y-uric acid, decomp. 165° (corr.), is prepared 
fom 1:3:7-trimethyluramil and methylthiocarbimide, or, 
alternatively, from 7 : 9-dimethyl]-8-thio-y-uric acid by methylation 
with methyl sulphate. It passes very easily into 1 : 3:7 : 9-tetra- 
methylthiouric acid, which forms fine needles, m. p. 255—258° 
(decomp., corr.). Methylation of 1 : 3 : 7-trimethyl-8-thiouric acid 
by means of methyl sulphate and sodium hydroxide leads to the 
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formation of the 8-methylthiol ether, m. p. 179—180° (corr.), which 
appears to possess no tendency to pass into the isomeric C-methy]l 
derivative. 
1:3:7:9-Tetramethyldeoxyuric acid, m. p. 282° (corr.), forms a 
hydrochloride, m. p. 110—115° (corr.), a perchlorate, decomp. 237° 
(corr.), an iodide, decomp. 238° (corr.), and a _ periodide, 
C,H,,0.N,,HI,, m. p. 195° (corr.), and on hydrolysis by barium 
hydroxide yields 6-methylamino-5-formylmethylamino-1 : 3-dimethyl- 
uracil, which separates from alcohol as small, elongated prisms, 
decomp. 259—260° (corr.). 5:6-Dimethylamino-1 : 3-dimethyluracil, 
decomp. 290° (corr.), is unstable in the presence of air and moisture. 
It forms a hydrochloride, prisms, decomp. 278° (corr.). These 
compounds are related like their analogues previously described. 
C. K. I. 


7 : 9-Dialkyldeoxyuric Acids. VII. 7 : 9-Diethyldeoxyuric 
Acid. Hernricu Binrz and Hans Bittow (Annalen, 1921, 426, 
299—305 ; cf. preceding abstracts).—7 : 9-Diethyl-8-thio-w-uric acid 
(prepared from 7-ethyluramil and ethylthiocarbimide), forms 
leaflets, decomp. 208° (corr.). 7 : 9-Diethyl-8-thiouric acid, decomp. 
340—369°, is sparingly soluble in boiling water, and does not give 
the murexide reaction. 7 : 9-Diethyldeoxyuric acid separates with 
1H,O from water as rectangular leaflets, decomp. 305—307°, and 
forms an iodide, rectangular leaflets, m. p. 262° (corr., decomp.), a 
periodide, C,xH,,0,.N,,H1,, brown needles, m. p. 225° (corr., decomp.), 
and an aurichloride, CyH,.0.N,,HAuCl,, decomp. 180—190°. 
6-Ethylamino-5-formylethylaminouracil, forms needles which decom- 
pose at 268° (corr.),eliminating water and leaving a residue consisting 
of the original deoxyuric acid. ee 


9-Methyl-8-iodo-A’ :®-isoxanthine. Hrrnricn Bivtz and 
Hans Bitow (Annalen, 1922, 426, 306—312; cf. preceding 
abstracts)—The sulphur atom in 9-methyl-8-thiouric acid is 
removed by iodine and sodium hydrogen carbonate, the product 
being a polyiodide of 8-iodo-9-methyl-A7:8-isoxanthine, which is 
obtained in the free state on subsequent reduction by sulphurous 
acid. It separates from 800—900 parts of hot water in short, 
thick crystals which begin to lose iodine at 280°. It forms an 
ammonium salt, C,H,O,N,1-NH,,2H,0, and a di-iodide, C,H ;O,N,l,, 
and on reduction by means of stannous chloride gives 9-methyl- 
A?:8-jsoxanthine, which is conveniently isolated in the form of its 
stannichloride, (CgHgO.N,).,H,SnCl,. 

Methylation of 9-methyl-8-thiouric acid by means of methyl 
sulphate and potassium hydroxide leads to the formation of 
8-methylthiol-9-methyl-A7*8-isoxanthine, which forms fine needles 
or four-sided leaflets, decomp. 335° (corr.). C. K. I. 


Oxonium Salts of Azo-substances. F. Keurmann and R. 
VAN DER Laar (Ber., 1922, 55, [B], 511—512).—p-Azoanisole unites 
slowly with acid-free methyl sulphate at 55—60°, yielding violet 
erystals which dissolve in water; addition of perchloric acid to 
the aqueous solution precipitates the corresponding perchlorate, 
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C,5H,7,N,ClO,, dark red leaflets with a violet, metallic glance, 
from which the platinichloride, (C,;H,,O,N,Cl),PtCl,, is obtained 
as a tile-red, crystalline powder. The constitution of the per- 
chlorate is in all probability represented by the formula 
0Me-C,H,°N Me(C1O,).N-C,H,°OMe ; the oxonium formula, 
OMe:C,H,*N:N-C,H,"OMe,'C10,, is improbable, but the quinonoid 
expression, OMe-C,HyNMe-N:C,H,0</1e, , is not disproved. 
p-Azophenetole gives precisely similar salts. . x. WW. 


Preparation of o-Hydroxyazo-colouring Matters. Society 
or CHEMICAL INDUSTRY IN BASLE (F.P. 22347; from Chem. Zentr., 
1921, iv, 1067—1068).—Diazotised anthranilic acid is combined 
with pyrazolones containing a hydroxyl group in the aryl portion 
of the molecule, or diazotised aromatic amines which do not contain 
a hydroxyl or carboxyl group in the ortho-position to the amino- 
group are combined with pyrazolones containing a hydroxyl or 
carboxyl group in the aryl portion of the molecule. Colouring 
matters are obtained :—From o-diazotised anthranilic acid and 1-5’- 
sulpho-2’ -hydroxyphenyl-3-methyl-5-pyrazolone-3’ -carboxylic acid, 
00,H-C,H,(SO,H)(OH)-C,N,H,O (from 5-sulpho-2-hydroxy-1-hydr- 
azinobenzene-3-carboxylic acid and ethyl acetoacetate). From diazo- 
tised chloroanthranilic acid (NH, : CO,H: Cl=1:2:4) and 1-5’-chloro- 
3'-sulpho-2-hydroxyphenyl-3-methyl-5-pyrazolone (from  5-chloro-3- 
sulpho-2-hydroxy-l-hydrazinobenzene and ethyl acetoacetate). 
From diazotised sulphoanthranilic acid (NH, : CO,H :SO,H=1 : 2: 5) 
and 1-5’-nitro-2’-hydroxyphenyl-3-methyl-5-pyrazolone (from 5-nitro- 
2-hydroxy-l-hydrazinobenzene and ethyl acetoacetate). From 
diazotised sulphoanthranilic acid and 1-4'-hydroxyphenyl-3-methyl- 


| 5-pyrazolone-3'-carboxylic acid. From diazotised sulphanilic acid 


and 1-4’-hydroxyphenyl-3-methyl-5-pyrazolone-3’-carboxylic acid. 
From diazobenzene and 1-5’-chloro-2’-hydroxyphenyl-3-methyl-5- 
pyrazolone-3’-carboxylic acid. From m-diazobenzoic acid and 
1-5'-sulpho-1’-hydroxyphenyl1-3-methy1-5 - pyrazolone - 3’ - carboxylic 
acid. From 1-diazonaphthalene-5-sulphonic acid and 1-4’-hydroxy- 
phenyl-3-methyl-5-pyrazolone-3’-carboxylic acid. 5-Chloro-2-hydr- 
oxy-1-phenylhydrazine-3-carboxylic acid (obtained by reduction of 
diazotised 4-chloro-2-amino-1-hydroxybenzene-6-carboxylic acid) 
gives with ethyl acetoacetate 1 : 5'-chloro-2'-hydroxyphenyl-3-methyl- 
)-pyrazolone-3'-carboxylic acid. Most of the compounds obtained 
are fast yellow dyes. G. W. R. 


The Preparation of Optically Active Hydrazines. II. The 
Preparation of dl-p-sec.-Butylphenylhydrazine. The Resolu- 
tion of dl-p-sec.-Butylaniline. J. W. KE. GiatrreLp and Epa@ar 
WertuEm (J. Amer. Chem. Soc., 1921, 43, 2682—2687; cf. A., 
1921, i, 63).—dl-p-sec.-Butylaniline was obtained by reducing 
il-p-nitro-sec.-butylbenzene with tin and hydrochloric acid. It has 
b. p. 112°/11 mm., and gives an acetyl derivative, m. p. 125—126° 
(cf. Reilly and Hickinbottom, T., 1920, 117, 120). The racemic 
butylaniline was resolved into its optically active components by 
converting it into its camphorsulphonates and separating these by 

o* 
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recrystallisation first from ether and then from a mixture of ethy| 
acetate and acetone. The 1|-p-sec.-butylaniline has b. p. 1165— 
118°/15 mm. and gives an acetyl derivative, m. p. 123—124°; 
[«]* +0°9301°. d-p-sec.-Butylaniline has b. p. 123—125°/20 mm.; 
[ap ]+0°26°. 

dl-p-sec.-Butylaniline was diazotised and the resulting product 
poured into a cold solution of sodium sulphite, giving a rich red 
solution. This was reduced by zine and acetic acid and ultimately 
dl-p-sec.-butylphenylhydrazine was isolated having b. p. 155— 
157°/18 mm. and giving a hydrochloride, a sodium sulphonate, 
and a crystalline derivative with d-galactose, m. p. 152—155°. 
Attempts to reduce the active butylanilines in a similar way were 
not successful. W. G. 


The Coagulation of Protein by Sunlight. Etrip Gorvon 
Youne (Proc. Roy. Soc., 1922, [B], 93, 235—248).—Sunlight or 
the are light when freed from ultra-violet and infra-red rays can 
effect coagulation of serum-albumin and ovalbumin when these 
have been recrystallised several times. The process consists of 
two separate reactions, (1) denaturation, (2) flocculation. During 
the primary reaction there is an increase of viscosity and specific 
rotation and a decrease of surface tension, and at the same time 
a convergence of the reaction of the solution towards neutrality 
independent of its initial P,. Serum-albumin is much more easily 
affected than ovalbumin. The role of light is similar to that of 
heat—catalysis of the primary reaction. Addition of certain sub- 
stances, for instance potassium thiocyanate or alcohol, accelerate 
the reaction. H. K. 


Deaminoproteins. J. Herzig and Hans Lizs (Z. physiol. 
Chem., 1921, 117, 1—1i2)—Deaminoglutin, deamino-ovalbumin, 
deaminocasein, and deaminogliadin yield, when treated by the 
Van Slyke and Sérensen methods, approximately the same amount 
of amino-nitrogen as the respective proteins from which they are 
derived. 8. 8. Z. 


Ultramicroscopic Investigation of Casein. B. Biryer and 
R. Serpu (Kolloid Z., 1922, 30, 117—118).—An ultramicroscopic 
examination and comparison of calciumcasein and_paracasein 
and of acid casein and acid paracasein. In the case of the calcium 
derivatives, it is shown that the Brownian movement of the para- 
casein compound is twice as rapid as that of the casein calcium 
compound. The individual particles of the paracasein compound 
are always smaller than those of the casein compound. This 
indicates that the viscosity of paracasein solutions will be con- 
siderably smaller and the electrical conductivity larger than in 
corresponding solutions of casein, a result which confirms the 
work of Laqueur and Sackur. . It also supports Van Slyke’s view 
that the molecular weight of paracasein is only half that of casein. 
The acid derivatives were prepared by shaking 1 gram of casein 
or paracasein with 100 c.c. of N/100 hydrochloric, sulphuric, lactic, 
or acetic acid. On examination in the luminous beam, it is found 
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that the particles are much larger than in the case of the calcium 
derivatives. As in the case of the calcium derivative, the casein 
particles are in more rapid motion than the corresponding para- 
casein particles. The lactic acid casein and hydrochloric acid 
casein particles are in the most rapid motion, but in all cases 
except lactic acid the velocity decreased markedly after keeping 
for twenty-four hours. The acid caseinates are shown to be 
adsorption complexes and not true chemical compounds. J. F.S. 


Crystallisation of Hemoglobin. G. AmAnTEA and C. Krzysz- 
KowskyY (Arch. Fisiol., 1920, 18, 87—92; from Chem. Zentr., 
1921, iii, 1324).—Crystallisation of hemoglobin from the blood of 
many animals can easily be effected if hemolysis is produced by 
saponaria-saponin (not, however, with human blood and blood of 
frogs and toads). The hemoglobin of nucleated corpuscles is crys- 
tallised with difficulty. Addition of gum arabic to red corpuscles 
may induce the formation of hemoglobin crystals. G. W. R. 


Pigment Metabolism. I. FrRomHoLpT and NERSESSOV 
(Biochem. Z., 1921, 125, 149—152).—Bilirubin prepared from a 
number of different sources and analysed by Pregl’s method for 
carbon and hydrogen, and nitrogen by that of Kjeldahl, gave 
values in agreement with the accepted formula. H. K. 


The ‘‘Coupled ’’ Nucleic Acid from the Pancreas. II. 
EmarR HAMMARSTEN and ERIK JoRPES (Z. physiol. Chem., 1922, 
118, 224—-232).—The nucleic acid from the pancreas previously 
described by Hammarsten yields guanylic acid and.a substance 
which consists of a pentose and most probably of only one purine 
base, namely, adenine, on alkaline hydrolysis. In the authors’ 
opinion, this reaction is characteristic of a nucleic acid resembling 
yeast-nucleic acid. 8. 8S. Z. 


The Isoelectric Point of Collagen. Artruur W. THomas 
and MarGARET W. Kewiy (J. Amer. Chem. Soc., 1922, 44, 195— 
1)—The swelling method of determining the isoelectric point of 
American hide powder as the source of collagen is applicable.only 
for the purpose of locating the approximate isoelectric region 
when solutions of widely differing hydrogen-ion concentrations are 
employed, and consequently large swelling differences are obtained. 
The dye method gives more consistent results, the values of py 
at the isoelectric point varying from 4°6 to 5:4, with an average 
of50. The results indicate that hide substance, generally referred 
to as collagen, is a mixture of proteins rather than one simple 
protein. ‘The isoelectric points of a number of different proteins, 
as reported in the literature, are tabulated. W. G. 


The Significance of the Isoelectric Point for the Preparation 
of Ash-free Gelatin. Jacqures Lors (J. Amer. Chem. Soc., 
1922, 44, 213-215; cf. A., 1919, i, 295, 296, 418; ii, 14, 399, 
497) —A reply to Smith (cf. A., 1921, i, 749). W. G. 

The Drying and Swelling of Gelatin. S. E. SHepparp and 
F. A. Exxiorr (J. Amer. Chem. Soc., 1922, 44, 373—379).—A pre- 


liminary note in which the authors consider the behaviour of 
*9 
o*2 
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gelatin in “ leaf’? form and in cubes on ordinary “ forced ” drying 
and subsequent swelling. They conclude that the “ case-harden. 
ing’ effect, in particular as initiated at edges and corners, is 
responsible for two important phenomena in the hydration. 
dehydration cycle of gelatin jellies. The first, noted with “ leaf” 
gelatin, is that the greatest shrinking and subsequent swelling 
takes place perpendicularly to the largest evaporating surface 
(cf. Shreve, A., 1919, i, 228). The second is the apparent influence 
of the original concentration of the gelatin jelly on its swelling 
limit subsequent to drying. This they regard as due to the initial 
case-hardening, which preserves an approximate “ skin extension” 
corresponding with the original figure. On this basis, any structure 
is not inherent in the gelatin, but is an environmental impress, a 
strain structure in the original mass. 


Swelling and Gelation of Gelatin. Ropert H. Bocvs 
(J. Ind. Eng. Chem., 1922, 14, 32—35).—When gelatin sols and 
gels are treated with sodium silicates of varying composition, 
the swelling and the viscosity increase with a decrease in the silica 
content and appear to be dependent on the py value, as this increases 
constantly with increase of the ratio Na,O:SiO,. The swelling 
and viscosity reach their maximum at py 8°5, and decrease slightly 
at higher values; the jelly consistence, however, is solid at p, 
values between 4°7 and 8:0, but becomes soft at 8°5 and is liquid 
at 9-0. W. P.S. 


Movement of Pepsin in Agar-agar Gels with and without 
Protein. C. A. PEKELHARING (Proc. K. Akad. Wetensch. Amsterdam, 
1921, 24, 269—279).—Pepsin (A., 1902, i, 411) from the gastric 
mucosa of pigs diffuses more rapidly in agar-agar gels containing 
proteins than in similar gels to which no protein has been added 
or which contain mixed amino-acids. The movement of pepsin 
through gels containing protein is held to be due to alternate com- 
bination of the enzyme with the protein substrate and decom- 
position of the substrate with liberation of the enzyme. This view 
is supported by the fact that in gels specially purified from nitro- 
genous substances, diffusion of pepsin is slower than in ordinary 
agar-agar gels. G. W. R. 


Uniformity in Invertase Action. J.M.Nxtson and Davin I. 
Hitcucock (J. Amer. Chem. Soc., 1921, 43, 2632—2655).—From 
a consideration of the results of Nelson and Vosburgh (cf. A, 
1917, ii, 252) and new data recorded, it is shown that all preparations 
of yeast invertase are not alike in their action, but that some of 
them are abnormal in allowing the hydrolysis of sucrose to slow 
more than others after the first 20% of the inversion. The 
following empirical equation has been deduced, which fits the 
experimental data for the hydrolysis of sucrose by normal invertase 
over an extreme range of invertase concentration of 12: 1. 
t=1/n [log 100/(100—p)+-0:002642p— 0-000008860p?— 

0-0000001034p*] 


where ¢ is the time, p the percentage of sucrose inverted and 1 is 4 
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constant which is proportional to the amount of active invertase 
present. It is shown that the hydrolysis-time curves for normal 
invertase are of the same shape for these different invertase con- 
centrations and can be made to superimpose if the time scale be 
multiplied by the proper constant. The hydrolysis curve with normal 
invertase has the same shape at temperatures varying from 15° to 
35°, and at hydrogen-ion concentrations from 4:0 x 10-° to 3-2 x 10°. 

One abnormal invertase preparation could be rendered normal 
by the addition of boiled normal invertase or of 0°1M-sodium 
chloride, but another was not affected by such treatment. Further 
dialysis or partial inactivation by heating or by submission to 
ultra-violet light did not render normal invertase preparations 
abnormal. 


The Law of Action of Saccharase: Velocity of Hydrolysis 
and Reaction of the Medium. H.Co in and (MLLE) A. CHauDUN 
(Compt. rend., 1922, 174, 218—220; of. A., 1918, i, 414; ii, 357).— 
In extension of the view that the inversion of sucrose by saccharase 
is a catalytic action in which the catalyst transitorily unites with 
the substance which it decomposes, the velocity of formation of 
the intermediate compound being infinitely great with respect 
to the velocity of decomposition, it is suggested that there is a 
weight, a, of sucrose which corresponds with a volume, n, of a 
given saccharase solution. It is shown that this, like the velocity 
of inversion, varies with the reaction of the medium, the value of a 
being smaller the greater is the acidity of the medium. Thus 
the addition of acid may be considered as causing a diminution 
of the amount of enzyme coming into action, and when the diminu- 
tion of velocity due to this cause becomes greater than the increase 
in velocity due to the greater instability of the complex, the variation 
of the velocity becomes negative, that is, the velocity of inversion 
diminishes. W. G. 


The Inversion of Sucrose by Saccharase. (MLLE) ANDREE 
CHauDUN (J. fabr. sucre, 1921, 62, No. 39).—The rate of inversion of 
sucrose by saccharase was studied. To a sucrose solution of known 
strength, a known amount of saccharase was added. At fifteen 
minute intervals the amount of invert-sugar formed was estimated 
inan aliquot part of the solution. When the enzyme was used 
inexcess the rate of inversion decreased from the start, the values 
found agreeing with the law of Wilhelmy, z=a(l—e-"), where x 
is the weight of sucrose inverted during the time ¢, a the initial 
concentration of sucrose, and e and & are constants. When the 
sucrose was used in excess and the solution was not more than 
10% in strength, the rate of inversion remained constant until a 
point B was reached where the sucrose and enzyme were present 
equivalent amounts, then decreased according to the above 
kw. In more concentrated solutions, a very slight decrease in 
the rate of inversion was noticed before the point B was reached. 
Other investigators have ascribed this to a supposed reversibility 
if the reaction, but it is here considered to be due to the hindering 
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of the reaction by the increase in viscosity as the inversion pro. 
gresses. CHEMICAL ABSTRACTS. 


Inhibition Phenomena in Amylases. II. UrRsan Otssoy 
(Z. physiol. Chem., 1921, 117, 91—145).—The optimum reaction 
for the action of a sample of ptyalin in the presence of sodium 
chloride and sodium acetate was found to be Py=6°4. Malt diastase 
is inactivated more readily than ptyalin. Iodine and fluorine ions 
have no inactivating influence on malt diastase. Ferric chloride 
in low concentration activates, in higher concentrations inactivates 
malt diastase. On dialysing ptyalin, an activator is removed 
which consists chiefly of salts the presence of which is necessary 
for the usual diastatic action. The action of various inhibiting 
reagents is given. It is suggested that the inactivating capacity 
of some of the heavy metals might be utilised as a means of detecting 
very small traces of these metals. S. 8. Z. 


Emulsin. Burckyarpt HELFERICH (Z. physiol. Chem., 1921, 
117, 159—171).—A satisfactory method for preparing emulsin 
from the kernel of the plum is to mill the stones, extract the paste 
with water under toluene for nine weeks, filter, and precipitate 
with 95% alcohol. Prolonged extraction and precipitation from 
dilute solution conduce to more potent preparations. The enzyme 
can be purified by dialysis. The conditions for the quantitative 
estimation of the activity of 8-glucosidases is also described. 

8.8. Z. 


Emulsin. RicHarp WILLSTATTER and WILHELM CsAnyi (Z. 
physiol. Chem., 1921, 117, 172—200).—The optimum reaction for 
the hydrolysis of amygdalin by emulsin lies in the neighbourhood 
of neutrality; that of lactose and raffinose more on the acid side. 
Emulsin preparations kept for about six months showed con- 
siderable loss of activity. From the difference of the quotients 
(a) of the hydrolysis of 8-methylglucoside, lactose, and raffinose 
from that of amygdalin, (6) of the hydrolysis of lactose from that 
of prunasin, (c) of the hydrolysis of 8-glucoside from that of prunasin 
by various preparations from sweet and bitter almonds and apricot 
kernels, it was concluded that the emulsin reactions were of the 
nature of independent enzyme reactions, and that the preparations 
were a mixture of numerous enzymes capable of degrading glucosides 
and polyoses. 8.8. Z. 


Castor Bean Lipase, its Preparation and some of its 
Properties. D. E. Hairy and J. F. Lyman (J. Amer. Chem. 
Soc., 1921, 43, 2664—2670).—An active lipase preparation is best 
obtained from castor beans by extracting the crushed, hull-free 
beans with light petroleum. Lipase zymogen is activated by acid, 
but the active enzyme is unstable and is rapidly destroyed in an 
acid medium in the absence of fats. In the presence of fats, the 
enzyme shows much greater stability. The zymogen form appears 
to be somewhat soluble in fats or in a mixture of fat and ethyl 
ether, but is insoluble in ether alone. The optimum hydrogen-ion 
concentration for castor bean lipase is 1x10-5. As the acidity 
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increases above this point, the lipolytic activity falls and stops 


iy entirely at a concentration of about 110°. The hydrolysis of 
hard fats by the castor bean lipase in the presence of water is 

SSON § accelerated by the addition of light petroleum. Similarly, the 

ction § hydrolysis of oils is somewhat hastened. W.G. 


dium 
Stase 


The Importance of the Medium in the Study of Catalase. I. 
UsaLDO SAMMARTINO (Biochem. Z., 1921, 126, 179—188).—Experi- 


ions 

oride § ments on the evolution of oxygen from hydrogen peroxide under 
vates @ the influence of a dilute solution of blood and addition of a vitamin 
oved § solution, for example, extract of yeast, show that a mercury surface 


and addition of sodium hydrogen carbonate greatly influence the 


sary 

iting reaction velocity. Using the Van Slyke apparatus to avoid mercury, 
acity the presence of the vitamin solution, whether the reaction of the 
sting § medium be faintly alkaline or made definitely alkaline by addition 
Z. of sodium hydrogen carbonate or sodium hydroxide solution, has 


a strong accelerating influence on the evolution of oxygen. H. K. 


Influence of Different Chemicals, of Kations and Anions, 


921, 
ulsin 


aste § and of Mixtures of Electrolytes, on the Ureolitic Power of 
itate § Urease. D. H. Wester (Pharm. Weekblad, 1922, 59, 173— 
trom § 190; Biochem. Z., 1922, 128, 279).—The enzyme was obtained by 
yme § extraction with equal volumes of water and glycerol of the seeds of 
tive § soja and canavalia beans, the solutions being stable. The course of 


the reaction was followed by titration of the ammonium carbonate 


L. formed, using N/10-acid and methyl-orange. 

(Z Tannin, iodine, and copper sulphate retard the action; chloro- 
for form, however, does not, and thymol, mercuric chloride, and oil 
cod § of mustard have practically no effect in concentrations sufficient to 
ide. hibit bacterial growth. Alcohols also have only slight retarding 
‘on. § ‘fects. Of the common kations, Ca** and Ba” have relatively 


great effect, K* least; Mg’ is irregular. Of the anions, Cl’, Br’, 
and NO,’ have almost equal effects, I’ greater and SO,” less. Mix- 
tures of electrolytes exert almost the same effect as would be 
exerted by that which has the strongest effect if it were present 
alone. 8. I L. 


Organo-derivatives of Thallium. V. The Preparation of 
Thallium Diaryl Salts. ArcurpaLD Epwin GoppaRpD and 
Dorotuy GoDDARD (T., 1922, 121, 482—488). 


Sodium 2-Nitro-4-hydroxymercuriphenoxide. J. F.Scuam- 
BERG, G. W. Ratziss, and J. A. Kotmer (U.S. Pat. 1390972).— 
Sodium 2-nitro-4- hydroxymercuriphenoxide i is formed when o-nitro- 


ants 
108e 
hat 


est B phenol and aqueous sodium hydroxide react with an excess of 
4. mercuric acetate in dilute aqueous solution containing a little 


acetic acid at a temperature which is gradually raised from 50° 
to 80°. The product is soluble in hot water, has a brick-red colour, 
and possesses antiseptic and therapeutic properties. 

CHEMICAL ABSTRACTS. 
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Physiological Chemistry. 


Respiratory Metabolism and Toxic Glycemia. A. Bory. 
STEIN and ELIsaBETH MULLER (Biochem. Z., 1921, 126, 64—76).— 
Experiments on dogs and man indicate that injections of pilo- 
carpine cause an immediate increase in the respiratory coefficient. 
This is attributed to combustion of sugar. Adrenaline, however, 
although it forms sugar from glycogen, does not bring about 
increased sugar combustion. H. K. 


The Degradation Products of Cholesterol in the Animal 
Organs. (Substances Associated with Cholesterol in the 
Blood.) I. Lirscniirz (Z. physiol. Chem., 1921, 117, 201—?11)— 
Some derivatives of cholesterol are associated with it in the 
unsaponifiable fraction of fat in the blood. Some of these substances 
are precipitated by digitonin, whilst others are not. The chemical 
properties of both fractions are given. 8. 8. Z. 


The Chemical Nature and the Transformation of the Fat 
of the Blood. [. Lirscuiirz (Z. physiol. Chem., 1921, 117, 212—- 
217).—On oxidation of the blood fat the relative proportion of 
the unsaponifiable matter increases whilst the ratio of crystalline 
cholesterol to cholesterol oxidation products diminishes. 

8. 8. Z. 


The Uric Acid of Human Blood. J. Lucien Morris and 
A. GARRARD MAcLEoD (J. Biol. Chem., 1922, 50, 65—75).—Certain 
discrepancies between the results obtained in the estimation of 
uric acid in human blood by the authors’ method (this vol., ii, 328) 
and by that of Folin and Wu (A., 1919, ii, 308) lead to the sug- 
gestion that there are two forms of uric acid present in human 
blood. E. 8. 


Blood Enzymes. I. Occurrence of Maltase in Mam- 
malian Blood. ArrHur Compron (Biochem. J., 1921, 15, 681— 
686).—Maltase is present in the blood-serum of the pig, dog, goat, 
sheep, rat, horse, and ox, and is absent from that of the cat, guinea- 
pig, rabbit, and man. The pig is particularly rich in the enzyme. 
Some variation occurs in different individuals belonging to the 
same species, especially in the case of the dog. 


The Ferment Numbers of Blood. I. Quantitative Estim- 
ation of Catalase, Protease, Peroxydase, and Esterase in a 
Drop of Blood. A. Bacu and Sopuie ZusKowa (Biochem. Z., 
1921, 125, 283—-291).—The blood solution used for the estimations 
is prepared by measuring 0-02 c.c. of blood by means of a capillary 
pipette and adding to it 20 c.c. of water. For the estimation of 
catalase and protease, use is made of the observation that the action 
of catalase on hydrogen peroxide falls off with rise of temperature, 
due to the action of the protease on the catalase, so that the 
catalase number is the number of milligrams of hydrogen peroxide 
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decomposed by 0-001 c.c. of blood at 17°, and the protease number 
is the difference between the catalase numbers determined at 17° 
and 37°. In man, the catalase number varies between 14 and 18, 
and the protease number between 3 and 5. 

As evidence for the existence of a peroxydase in blood, it is 
found that when blood is diluted 1000-fold, it accelerates the 
action of hydrogen peroxide on guaiacol, but is inactive when heated. 
The peroxydase number is the quantity of guaiacol in thousandths 
ofa milligram oxidised by 0-001 c.c. of blood in presence of hydrogen 
peroxide. The guaiacol is determined colorimetrically. For esti- 
mation of esterase, use is made of the observation that guaiacol 
eters are not attacked by peroxydase except in the presence of 
esterase and the esterase number of the blood is the number in 
thousandths of a milligram of guaiacol eliminated from guaiacol 
eters by 0-001 c.c. of blood. H. K. 


The Fermentative Properties of Blood. V. Appearance 
of Ferments in Blood after Various Operations. Lupwic 
PincussEN (Biochem. Z., 1921, 126, 93—96).—By transplantation 
of tissues or by interfering with the normal mechanism of the 
kidney of rabbits and dogs, the author finds evidence of the presence 
in the sera of specific proteolytic ferments. The results are in 
general complicated. H. K. 


Blood Clotting. IV. B. Sruper and A. Funcxk (Biochem. 
Z., 1921, 126, 142—146).—Fibrinogen in 6% sodium chloride 
solution is precipitated by kations in the order Cs>K >Na>Li>Rb. 
Dialysed fibrinogen dissolved in sodium hydroxide or hydrochloric 
acid of various strengths is precipitated by alcohol when the alkali 
or acid concentration is above 0-05N, but there is no precipitation 
between the range 0-05N to 0-005N. Dialysed salt-free fibrinogen 
has an isoelectric point at P,, 5-0. In acid solution, fibrinogen is 
precipitated by anions in the order SO,> citrate > acetate >Cl> 
N0,,Br>I>CNS. In alkaline solution, the bivalent kations are 
elective in the order Ba>Sr>Ca> Mg. 


Coagulation of the Blood. I. Some Physico-chemical 
Aspects of Coagulation. Joun WILLIAM PicKERING and JAMES 
ArtHuR Hewitt (Biochem. J., 1921, 15, 710—724).—The authors 
attempt to bring the facts known about the clotting of the blood 
into connexion with physico-chemical concepts. Alcohol precipi- 
tates a greater quantity of gelatin from solution when added slowly 
than when added all at once. This effect may help to explain the 
delay in coagulation following slow injection of tissue extracts or 
of synthetic colloids. In fact, a negative phase (delayed coagula- 
tion) can be obtained in vitro by adding tissue extract slowly to 
unsalted birds’ blood. The authors suggest that the injected 
colloids combine with the fibrinogen, and that there is no necessity 
for assuming the existence of antithrombin. In the same way, 
the slow disintegration of the platelets of the normal circulating 
blood helps it to maintain its fluidity. There is no conclusive 
tvidence that the liver produces an anti-coagulant. 
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Blood surrounded by paraffin exhibits an intermediate reversible. 
phase in the formation of a clot. A gel is first formed, which 
dissolves in tap water. This phase lasts for only a few minute; 
in mammalian blood, but for a day or two in frogs’ blood. At 37° 
birds’ blood clots rapidly in clean glass vessels without the addition 
of tissue extract. 

It is suggested that coagulation phenomena are largely physical 
and colloidal in nature, and that the effect of foreign substances 
may be due largely to surface effects and to the electrical charges 
of the particles concerned. W. 0. K. 


Solubility of Carbon Monoxide in Serum and Plasma. 
H. R. O’Brien and W. L. PARKER (J. Biol. Chem., 1922, 50, 289— 
300).—The solubility of carbon monoxide is practically the same 
in ox, sheep, and human serum and in ox plasma, and is about 
three-quarters of its solubility in water. E. §. 


Relation between the Viscosity of Blood and the Ratio of 
Uric Acid in Serum to that in Whole Blood. Rovzaup and 
Tuitry (Compt. rend. soc. biol., 1921, 85, 962—964; from Physiol. 
Absir., 1922, 6, 626)—The viscosity of blood, which depends on 
the number of red cells, determines the distribution of uric acid 
between plasma and corpuscles. In patients with excessively } 
viscous blood, the serum contains proportionally less uric acid 
than in patients with less viscous blood; in the latter, whether 
anemic or hydremic, the amount of uric acid in the serum may 
occasionally exceed that in the whole blood. E. S$. 


Relation between Viscosity and the Ratio of Cholesterol 
in Serum to that in Whole Blood. Rovuzaup and Tutfry 
(Compt. rend. soc. biol., 1921, 85, 964—965; from Physiol. Abstr., 
1922, 6, 627).—The ratio of cholesterol in the serum to that in whole 
blood varies directly with the viscosity. There is a larger fraction 
of cholesterol in the serum when the blood is rich, than when it is 
poor, in red cells. This is considered to be of importance in cases 
of hypercholesterinemia. E. S. 


The Action of Salvarsan on the Serum of Animals and on 
Blood-cells in Vitro. J. L. Kritscnrvsxy (Biochem. Z., 1921, 
126, 11—20).—Salvarsan in acid and in alkaline solution causes a 
pronounced decrease in the degree of dispersity of colloids, as is 
shown by its behaviour towards serum. Corpuscles of various 
species are strongly agglutinated to various degrees, depending on 
the species. The hemolytic action of salvarsan is inhibited by 
serum. H. K. 


Influence of Temperature on MHypotonic Hzmolysis. 
A. Jariscou (Pfliiger’s Archiv, 1921, 192, 255—271; from Physiol. 
Abstr., 1922, 6, 625).—The resistance of the red cells to hemolysis 
increases with rise of temperature between 0° and 45° to 50°, but 
then very rapidly falls off as temperatures are reached which are 
themselves capable of causing hemolysis. Different animals vary 
in the sensitiveness to temperature influence on hypotonic hemo- 
lysis; the differences are explained as dependent on different 
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phosphate content of the corpuscles, low phosphate content corre- 
sponding with a small temperature effect. By adding phosphate 
sf buffer mixtures to ox blood, the phosphate content of which is 
small, the temperature effect could be intensified. Sodium sulphate 
and sodium tartrate had no such effects. The phosphates probably 
act by keeping the hydrogen-ion concentration constant, so that 
with rise of temperature the concentration of hydroxy] ions increases. 
If the latter is kept constant by adding ammonium salts, the effect 
of temperature is diminished. E. S. 


Basal Metabolism in Menstruation. Marion O. P. Wixr- 
sHIRE (Lancet, 1921, 201, 388—389).—Basal metabolism is not 
appreciably affected by menstruation. A. A. E. 


Paradoxical Behaviour of the Sugar Metabolism on 
Simultaneous Administration of Pilocarpine and Adrenaline 
(‘Dissimilatory Reversal’’). R. VoceL and A. BORNSTEIN 
(Biochem. Z., 1921, 126, 56—63).—In the dog both adrenaline and 
pilocarpine cause an increase of blood-sugar. The simultaneous 
injection of both causes no change in the normal blood-sugar 
content. The mechanism of the two glyczemias is supposed therefore 
to be different. 


The Metabolism of Carbohydrates. II. On the Possible 
Occurrence of Stereochemical Changes in Equilibrated 
Solutions of Reducing Sugars Introduced into the Circulation. 
James ARTHUR Hewitt and Davip HENRIQUES DE Souza (Biochem. 
J., 1921, 15, 667—671; cf. A., 1920, i, 508, 648)—From estimates 
of the optical rotation of the urine of rabbits or dogs after the 
intravenous injection of equilibrated solutions of dextrose, d-fruc- 
tose, or d-galactose, it is concluded that the equilibrium of these 
sugars is unaltered as a result of their passage through the body 
and that no stereochemical changes take place. 

The polarimetric estimations of the sugar in the urine do not 
agree with Bertrand estimations, and so the former method may 
give fallacious results if uncontrolled. W. O. K. 


Influence of Radiation on Nucleic Acid Metabolism. 
Lupwia PrncussEN and KatTE MomFrerratos-Fioros (Biochem. Z., 
1921, 126, 86—92).—Exposure to Réntgen rays increases the 
katabolism of purine derivatives as shown in rabbits by increased 
oxalic acid excretion and as shown in vitro by a change of optical 
rotation. 


Accessory Food Factors. II. Importance of Water-soluble 
Extractives. RicHarpD GRALKA and Hans Aron (Biochem. Z., 
1921, 126, 147—152; cf. A., 1921, i, 475)—Experiments on rats 
indicate that a lack of fat-soluble vitamin is borne much better if 


copious water-soluble extractives, as, for example, of carrots and 
bran, be added. H. K. 


Chemistry of Blood and Spinal Fluid. Grerz EcrErer- 
Szuam and C. E. Nrxon (Arch. Int. Med., 1921, 28, 561—585).— 
About one hundred spinal fluids were analysed with the following 
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results: Sugar (Myers-Bailey method), 0-045—0-095, average 
0-069% in normal individuals; approximately the same in cases 
of syphilis, tabes, brain tumour, neurasthenia, arteriosclerosis, and 
other diseases; slightly increased in dementia paralytica and 
hysteria; decreased in tuberculous and epidemic meningitis and 
increased in diabetes with increase in blood-sugar; ratio of spinal 
fluid-sugar to blood-sugar variable in all groups. Creatinine, 
0-45—2-20 mg. per 100 c.c. in patients without renal disease; 
ratio to blood creatinine very variable. Urea, 9-87 mg. per 100 c.c. 
or 62% of that in blood, both values slightly increased in cerebro. 
spinal syphilis. Titration to bromocresol-purple, 2-11—2-63, 
average 2-49 c.c. 0-1 NHC! per 100 c.c. normal, practically the same 
in pathological cases except in acidosis and a few unexplained 
cases. Carbon dioxide capacity 46-5—61-7, average 53-1% normal, 
decreased in acidosis and few other cases; lipase present only in 
2 out of 26 cases; trypsin, absent in all; diastase 22% of blood 
diastase, variations unrelated to sugar-content of fluid; d 1-0086. 
CHEMICAL ABSTRACTS. 


The Action of Potassium and Calcium Ions on the Surviving 
Human Stomach. Orro Tezner and Max Turoxr (Z. ges. 
expt. Med., 1921, 24, 1—10).—The addition of calcium to Ringer 
solution inhibits stomach contractions. The inhibition is over- 
come by acetylcholine and barium chloride, but not by nicotine, 
and is probably due to stimulation of the sympathetic. The 
action of adrenaline is more marked in calcium-rich than in normal 
Ringer solution. The addition of potassium to Ringer solution 
increases automatic muscular action; this action is increased by 
papaverine, but not by atropine; with large doses it is increased 
up to muscle cramp. In addition to the action on the muscle, 
there is probably also a stimulation of the nerve-endings due to 
injury of the vasoconstrictors. Potassium behaves in every 
respect similarly to barium even in its antagonism to calcium. 
The addition of potassium does not affect the action of acetyl- 
choline, but decreases adrenaline action. Calcium-free media 
produce a reduction of stomach motility, owing to diminished 
vagus sensitivity. CHEMICAL ABSTRACTS. 


Relation of Histamine to Intestinal Intoxication. I. 
Presence of Histamine in the Human Intestine. JONATHAN 
MEAKINS and CHARLES RoBERT HarRineton (J. Pharm. expt. 
Ther., 1922, 18, 455—465)—Histamine was demonstrated in 
minute concentration in the human czecum and transverse colon, 
but could not be detected in feces possibly owing to oxidation during 
passage through the large intestine. The formation of histidine does 
not seem to depend on intestinal obstruction, and the amount 
present is too small to account for intestinal intoxication. G. B. 


Pharmacology of Selenium and Tellurium. III. The 
Action of their Acids on the Organs of the Circulation. 
Grore Joacutmocitu and W. Hirose (Biochem. Z., 1921, 125, 
5—11).—On the isolated frog’s heart, sodium tellurite is at least 
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two hundred times as toxic as sodium tellurate, and sodium selenite 
at least one hundred times as toxic as sodium selenate. The selenite 
isalso much more toxic than the tellurite. The heart musculature 
has a reducing effect on the first three salts mentioned. On the 
rabbit’s blood-pressure, sodium selenite and tellurite have a more 


powerful depressor action than sodium selenate and tellurate. 
H. K. 


Microchemical Recognition of Urea in the Kidney by means 
of Xanthydrol. H. Sripen (Anat. Anz., 1921, 54, 236—239).— 
Xanthydrol combines with urea to give insoluble crystalline 
dxanthylurea. By means of this reaction the presence of urea 
can be demonstrated in tissue. The tissue is immersed in small 
pieces in a 6% solution of xanthydrol and acetic acid for six to 
twelve hours, washed in absolute alcohol for forty-eight hours, 
with repeated renewal of alcohol, the tissue cleared in xylene, 
embedded in paraffin, and treated as other histological preparations. 

CHEMICAL ABSTRACTS. 


Secretin. I. and II. C. van Eweyxk and M. TENNENBAUM 
(Biochem. Z., 1921, 125, 238—245; 246—252).—I. Popielski’s 
observation on the stimulating effect of histamine on the flow of 
pancreatic juice in a Pavlov dog is confirmed. Tyramine, glycine, 
alanine, and glutamic acid are without action. By heating histidine 
at 300°, an active stimulant was obtained which gave a picrate 
identified as histamine picrate. The amino-acids formed on 


hydrolysis of casein, when heated at 280° or 300° give an active 
substance, in all probability histamine. 

II. The artificial secretin produced by the hydrolysis of spinach 
has no action on the blood pressure of the rabbit or on the isolated 
uterus of the guinea-pig, and is therefore not to be identified with 
histamine. H. K. 


Chemical Composition of the Thyroid Gland. EpcGarp 
Lunz (Arch. internat. Physiol., 16, 288—306; from Chem. Zentr., 
1921, iii, 1329).—The mean weight of thyroid glands examined 
was 26 to 30 grams. The moisture content was 75—76%. On 
the material dried at 105°, the following results were obtained : 
nitrogen, 13-82%; ash, 3:53%; phosphorus, 0-55%; iodine, 
0:2293%. (See also Zunz, Arch. intcrnat. Physiol., 1921, 15, 459.) 

G. W. R. 


Spleen and Digestion. W. Motiow (Z. physiol. Chem., 1921, 
117, 218—239)}.—Splenectomy did not affect the digestion of dogs 
with gastric and duodenal fistulas. S. 8. Z. 


The Pituitary Active Principles and Histamine. H. H. 
Date and H. W. Dubey (J. Pharm. expt. Ther., 1921, 18, 27— 
42)—Contrary to the suggestion of Abel and Nagayama (ibid., 
1920, 15, 347), the pituitary activity on the isolated uterus is 
almost completely destroyed by boiling with 0-5% hydrochloric 
acid. So little histamine is present in the gland, that its chemical 
identification is impracticable, and there seems no reason for 
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suggesting a relation between histamine and the specific action of 
pituitary extracts. The oxytocic principle (acting on the uterus) 
is slowly destroyed by erepsin, but not by papain (cf. Ann. Reports, 
1920, 17, 172). G. B. 


Pressure of Carbon Dioxide or Swelling of Protein as the 
Cause of Muscle Contraction. Orro Ftrru (Biochem. Z., 
1921, 126, 55).—The author, in reply to Wacker (ibid., 1921, 120, 
284), reaffirms his position. H. K. 


Osmotic Behaviour of Frog’s Muscle, Deficient in Water 
and Poisoned by Glycerol, and on the Shrinkage of Muscle 
Protein. Paut Dux and Artur Loéw (Biochem. Z., 1921, 125, 
222—237).—The muscles of frogs which have lost 20% of their 
weight by drying, when placed in physiological saline solution, 
swell more rapidly and eventually lose weight more rapidly than 
normal muscle. The muscles of frogs which have been poisoned 
by glycerol show a still sharper rise and fall, the muscles of such 
frogs being about one-fifth the weight of normal muscle. This 
very steep rise is partly due to accumulation of lactic acid in the 
tissue robbed of water. The results are held to support Fiirth’s 
hypothesis of muscle contraction. 4 * 


The Interconversion of Carbohydrate and Lactic Acid in 
Muscle. Dororuy Liuian Foster and DororHy Mary Moyte 
(Biochem. J., 1921, 15, 672—680).—This paper confirms various 
recent investigations on the function of lactic acid in the muscle. 
Exhaustive stimulation results in a minimum lactic acid content. 
During recovery in oxygen after fatigue, there is an increase in 
carbohydrate content and a corresponding decrease in lactic acid, 
confirming Meyerhof’s work in support of the view that the lactic 
acid formed during the first stage of excitation is partly recon- 
verted back into carbohydrate during recovery. In chopped 
muscle, the decrease in carbohydrate is quite parallel to the in- 
crease in lactic acid and does not lag behind it as found by Parnas. 
Chopped muscle is able, not only to break down hexosephosphate, 
but also to synthesise it from dextrose and phosphate. . 

O. K. 


The Distribution of Carnosine in the Animal Kingdom. 
WINIFRED Mary Cuirrorp (Biochem. J., 1921, 15, 725—735).— 
Using the colorimetric method previously described by the author 
(A., 1921, ii, 604), quantitative estimations have been made of the 
carnosine (f-alanylhistidine) in the muscles of a large variety of 
animals. It appears to be completely absent from the flesh of 
certain fishes, birds, and reptiles, but is present in all mammals 
so far examined, the highest figure being obtained in the case of 
the bull, the fresh muscle of which contains more than 1%. In some 
. eases (for example, salmon) the colour is not developed properly 
owing apparently to the presence of some inhibitory substance, and 
in such cases the observations were controlled by precipitating and 
isolating the carnosine. Ww. O. K 


PHYSIOLOGICAL CHEMISTRY. i. 399 


The Réle of Inorganic Salts in the Functions of the Cell. 
§. G. ZonDEK (Ber. deut. Pharm. Ges., 1922, 32, 7—15).—The 
inorganic salts in the living cell play an important part in the 
chemical mechanism by means of which it performs its functions. 
Apart from their functioning as catalysts, as, for example, iron as 
an oxygen carrier in hemoglobin, attention is directed to the 
influence exerted by the ions, particularly the kations, on the cell 
wlloids, including protoplasm. The determining factor in this 
case is not osmotic pressure, but the actual valency of the ions. 
Both univalent and multivalent kations alone inhibit the living 
functions, but if both are present together in suitable proportions, 
as, for example, sodium or potassium, and calcium as in Ringer’s 
slution, then the poisonous action is removed (cf. this vol., i, 296). 
This antagonistic action of uni- and bi-valent kations is observable 
in the higher organisms, so, for example, sodium salts, and still 
more pronouncedly potassium salts, lead to a stoppage of an isolated 
fog’s heart with relaxation of the muscles, whilst calcium salts 
kad also to a stoppage with contracted muscles. With a mixture 
of the two ions the heart’s action remains normal. These pheno- 
mena are attributable to the physico-chemical influence which the 


respective ions exert on the colloidal state of the cell protoplasm. 
G. F. M. 


The Function of the Vitamins in the Chemistry of the Cell. 
W. R. Hess (Z. physiol. Chem., 1921, 117, 284—308).—The 
diminution in the respiratory function of polyneuritic pigeons can 
be demonstrated in vitro to be due to the decrease in the various 
tissues of the enzymes associated with respiration. The poly- 
neuritic condition in birds can also be induced by inhibiting the 
respiratory functions of the tissues with hydrogen cyanide. Birds 
kept on a diet of polished rice were shown to be more susceptible 
to potassium cyanide intoxication than normal birds. 8.8. Z. 


Mode of Action of Potassium on Isolated Organs. A. J. 
(tarK (J. Pharm. expt. Ther., 1922, 18, 423—447).—Rubidium 
acts as a perfect and cesium as an imperfect substitute for potassium 
in all the isolated tissues examined (chiefly rabbit’s auricle, frog’s 
heart, uterus, intestine). Thorium and uranium do not act as 
substitutes to potassium, but act as irritants to the frog’s heart 
and will induce automatic beats in hearts arrested by lack of 
potassium (cf. Zwaardemaker, A., 1917, i, 70, 105, 241; 1918, 
ii, 182; Ann. Reports, 1919, 16, 148; Loeb, A., 1921, i, 145; Peters, 
A, 1921, i, 144). G. B. 


Copper in Tumours and Normal Tissues. CHARLES POWELL 
Warr (Lancet, 1921, 201, 701—703).—Copper was found to be 
present in all the animal and vegetable tissues examined, and to 
exist to a greater extent in degenerating tumours than in those 
which are not degenerated. The suggestion is made that copper 
may be of physiological importance in the higher animals and 
plants. A. A. E. 
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New Observations on the Venom of Ants. Roszrr 
STUMPER (Compt. rend., 1922, 174, 413—415; cf. ibid., 1922, 174, 
66).—The amount of formic acid in the venom from the ant, Formica 
rufa, varied from 21-35 to 72-°8%. Formic acid is invariably found 
in the Camponotine, but the Myrmicine and the Dolichoderine 
practically do not secrete this acid. The toxic action of the venom 
of the Camponotine is due to formic acid and there are two distinct 
actions, namely, a corrosive action due to the concentration of the 
acid and the toxic action proper, due to an injurious influence of 
the formate ion on the nervous system. W. G. 


An Organic Constituent of the Tube of Mesochetopterus 
taylori, Potts. C. BrerKeLey (J. Biol. Chem., 1922, 50, 113— 
120).—By extracting the tubes of Mesochetopterus taylori, a poly- 
chete worm, with warm 2% sodium carbonate, a furfuraldehyde- 
yielding substance is obtained which resembles chondroitin-sulphuric 
acid. On hydrolysis, it yields sulphuric acid, a volatile organic 
acid, a hexosamine which is probably galactosamine, and probably 
glycuronic acid. E. 8. 


Origin of Milk Fat, and its Relation to the Metabolism of 
Phosphorus. Epmonp Joun SuHeEny (Biochem. J., 1921, 15, 
703—709).—Carbohydrate and fat are equally efficient in the food 
of the cow for the production of milk fat. This indicates that the 
immediate source of the milk fat is some compound which can be 
produced from fat or from sugar, and may be a phosphatide. There 
is no parallelism between the quantity of phosphoric acid and of 
fat or caseinogen in milk, but this may be due to the inorganic 
phosphorus being partly returned to the blood from the mammary 
gland. W. O. K. 


The Diastatic Action of Cow’s Milk towards Various 
Starches. FERDINAND WELZMULLER (Biochem. Z., 1921, 125, 
179—186).—The diastatic action of cows’ milk was determined at 
various temperatures on a number of varieties of starch. The 
results show that a diastase is present in cows’ milk with an optimum 
temperature of 37°. This, together with its different behaviour 
towards a variety of starches, indicates a difference between the 
diastase of cows’ milk and other diastatic ferments. H. K. 


Ambard’s Urea Constant. ALFRED Lusiin (Biochem. Z., 
1921, 125, 187—201).—Experiments on the excretion of urea and 
urine in man in normal and pathological cases do not support 
Ambard’s laws (Compt. rend. Soc. Biol., 1910). 


Influence of Lecithin on the Excretion of Veronal. ©. 
BacueM (Biochem. Z., 1921, 126, 117—119).—After subcutaneous 
injection into rabbits of a mixture of lecithin and sodium veronal, 
the excretion of veronal in the urine is the same as when sodium 
veronal is injected alone. If, however, the lecithin be given intra- 
venously and the sodium veronal subcutaneously, the excretion of 
veronal decreases by 33 to 50%. H. K 
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Urochrome as a Derivative of Chlorophyll. HERBERT 
fupon Roar (Biochem. J., 1921, 15, 687—688).—Consumption 
of green plant pigment (chlorophyll) increases the output of uro- 
chrome in the urine, whereas with carrotene there is no such 
increase. W. O. K. 


Alcaptonuria and its Metabolism. R. B. Gipson and 
(, P. Howarp (Arch. Int. Med., 1921, 28, 632—637).—In a case 
ofalcaptonuria, high values were obtained for ammoniacal nitrogen, 


wic acid nitrogen, and undetermined nitrogen, whilst the urea— 
titrogen value was low. The excretion of sulphur appeared to be 
normal. CHEMICAL ABSTRACTS. 


Inflammation. I. Influence of Chemicals on the Chemo- 
taxis Of Leucocytes in Vitro. EizaBetu P. Wor (J. Expt. 
Med., 1921, 34, 375—-396).—The calcium ion is the only inorganic 
im which is found to be of itself positively chemotactic; the 
chemotaxis exhibited by magnesium and sodium salts is dependent 
m the negative ions. Sodium phosphates, morphine, amino-acids, 
md amines are positively, and all potassium salts negatively chemo- 
tactic; examples are also given of substances which act syner- 
gistically as regards chemotaxis. Although tyramine, for example, 
isan exception to the rule, it is suggested that the longer the carbon 
chain, the greater is the degree of chemotaxis. The conditions of 
the test appear markedly to influence the character of the results. 

CHEMICAL ABSTRACTS. 


The Total Non-protein Nitrogen Constituents of the Blood 
in Chronic Nephritis with Hypertension. J. LisLE WILLIAMS 
(drch. Int. Med., 1921, 28, 426—433; cf. ibid., 1921, 27, 748).— 
In chronic nephritis with hypertension, there is a retention of 
titrogenous products in the blood and a diminished ability to 
excrete phenolsulphonephthalein. The changes from the normal 


in these respects parallel the renal involvement but bear no definite 
ration to the increase in blood pressure. In cardiac insufficiency, 
without definite nephritis, there is a slight retention of nitrogenous 
products, particularly uric acid. Improvement in the cardiac 
condition is followed by a partial or complete return to the normal 
non-protein nitrogen of the blood. The presence of albumin and 
casts in the urine is not necessarily diagnostic of nephritis nor is 
their absence necessarily indicative of the non-existence of such 
disease. CHEMICAL ABSTRACTS. 


Blood Chemistry in Puerperal Infection. Pau. CovinauD 
ind REN& CLoGNE (Rev. mensuelle gynécol. et obstét., 1921, 3, 265— 
24)—In puerperal infection, blood urea is increased in proportion 
to the severity of the infection; the residual nitrogen of the blood 
8 increased; in the urine, Lantzenberg’s coefficient is increased, 
and the amount of urinary acetone is augmented as compared with 
values obtained in a normal puerperium. CHEMICAL ABSTRACTS. 


Tetany. H. Exvtas and E. A. Sprecen (Wiener Arch. Inn. Med., 
1921, 2, 447—460).—The phosphorus content of the blood serum 
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is increased in tetany. The increase in total phosphorus dependsirine 
on an increase in inorganic phosphorus, whilst the lipoid phosphorus{ites 
shows no characteristic change. In general, the phosphorus content 
shows a greater increase in the more severe cases of tetany. The 
change in phosphorus content cannot be attributed to increased 
muscular activity. A disturbance of phosphorus metabolism 
appears to be an important symptom of tetany, and is perhaps 
also an important factor in its occurrence. 

CHEMICAL ABSTRACTS. 


Pharmacology of Carbon Oxysulphide. Ricuarp Fiscuzr 
(Biochem. Z., 1921, 125, 12—24).—The action of carbon oxysulphide 
was investigated on frogs and rabbits and on blood in vitro. The 
gas is unstable and readily forms hydrogen sulphide. The frog is 
relatively resistant, an atmosphere containing 4:5% of the gas§- 
causing death in one hour. In the case of the rabbit, inhalation§ ,. 
of air containing less than 1% of the gas leads to death. In both 
cases death is due to respiratory failure. There is no apparent 
change in the blood in vivo; but in vitro, blood treated with carbon 


oxysulphide shows the absorption bands of thiohemoglobin. 
H. K. 


[Physiological] Action of Dimethyl Telluride Dihaloids. 
Dovetas V. Cow and W. E. Dixon (J. Physiol., 1922, 56, 42— 
52).—The stereoisomeric dimethyl! telluride dichlorides, TeMe,(,, 
described by Vernon (T., 1920, 107, 86, 889) behave quite differently 
when injected intravenously into cats, dogs, or rabbits. The «- or 
trans-compound is relatively inactive, the $- or cis-compound is a 
powerful stimulant of the spinal medulla and specifically excites 
the adrenal gland to excrete adrenaline; hence it causes rise of 
blood pressure and other effects. This new type of the effect of 
stereochemical arrangement on physiological action is considered 
to be due to the intramolecular strain of the 8-chloride. Ultimately 


both compounds are excreted in the breath as dimethy] telluride. 
G. B. 


Influence of Intravenous Sugar Injections on the Excretion 
of Lactic Acid, on the Blood-sugar, and on the White Blood- 
corpuscles. Wactaw MoraczEwski and Econ LINDNER 
(Biochem. Z., 1921, 125, 49—68).—The authors have examined 
the effect of the administration of dextrose or levulose orally or 
intravenously on the blood-sugar, the urinary content of lactic 
acid, phosphoric acid, and sugars, the body temperature, and the 
corpuscular content (red and white) of the blood, both in the case 
of normal persons and in pathological cases. The effect of simul- 
taneous administration of adrenaline and phloridzin was also 
examined, and the effect of injections of salvarsan, dextrin, deutero- 
albumose, etc. In general, the results vary from case to case. 
There is no apparent relation between phosphate excretion and 
lactic acid excretion, and although injection of dextrose produces 
little effect, levulose causes a large increase of lactic acid in the 
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ependsfyrine, a rise of body temperature of 3°, and a decrease of leuco- 


Phloridzin and adrenaline increase the lactic acid excretion. 
H. K. 


Behaviour of Oxalic Acid in the Animal Body. Lupwic 
PcusSEN (Biochem. Z., 1921, 126, 82—85).—About four-fifths of 


“the oxalic acid injected subcutaneously as sodium salt into rabbits 


wpears in the urine. This quantity shows a slight decrease when 
the animal is exposed to light in the presence of an activator (eosin 
ot dichloroanthracenedisulphonic acid). H. K. 


The Behaviour of some Cyclic Compounds in the Human 


ide md Animal Organisms. Erich Scuempp (Z. physiol. Chem., 


actic 
1 the 


921, 117, 41—47).—Phenylacetic acid administered as the sodium 
alt to a cat was excreted in the urine as phenaceturic acid. The 
ame compound given subcutaneously to a hen was excreted as a 
ubstance which did not quite agree with the properties of phen- 
xetornithuric acid which Totani identified in similar circumstances. 


‘Bthe sodium salt of o-nitrophenylacetic acid was excreted as the 


inchanged acid in the case of a man and a dog, as was also found 
to be the case with the p-nitro-compound except that a few deci- 
sams of hippuric acid were also found in the human urine. Pheny]- 
bromoacetic acid in the case of man and dog was excreted as man- 
ielic acid, whilst «-thiophenic acid was recovered in the urine in 
both cases as thiophenuric acid. A human patient who received 


pyromucic acid per os excreted it in the urine as pyromycuric and 
hippuric acids. S.S. Z. 


Action of Adrenaline on the Blood-sugar. Giza PETENYI 
ad Heinrich Lax (Biochem. Z., 1921, 125, 272—282).—In man 
at all ages, subcutaneous administration of adrenaline produces a 
hyperglyceemia followed by a state of hypoglycemia. In tetany, 
the behaviour is slightly different. The normal dextrose content 
shows greater variations and after adrenaline the hyperglycemia 
smaller and the hypoglycemia more pronounced and protracted 
than in normal persons. H. K. 


Physiological Action of N-Methylhistamine and of Tetra- 
hydropyrido-3 :4-iminazole (‘‘ Iminazoleisopiperidin '’ of 
Frankel) [1:3:5-Benztriazole|. H. H. Date and H. W. 
Duptey (J. Pharm. expt. Ther., 1921, 18, 103—110).—4-6-Methyl- 
aminoethylglyoxaline (N-methylhistamine), prepared by Fargher 
and Pyman (T., 1921, 119, 734), has 1/200 of the activity of 
histamine on the blood pressure and 1/80 of the activity of the 
uterus. The base prepared by Frankel and Zeimer (A., 1920, i, 
882) by condensing histamine with methylal by no means exceeds 
the latter base in activity, as was claimed by its discoverers, but 
has only 1/1500 of the activity of histamine on uterine muscle, 
and practically none on the blood pressure. The dihydrochloride 
nelts at 276—278°, and not at 253° as stated by Frankel and 
eimer, whose preparation must have been seriously contaminated 
vith histamine. G. B. 
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Pigment Metabolism. II. FromHotptr and NeErszssoy Che 
(Biochem. Z., 1921, 125, 153—157).—Bilirubin in quantities above 
0O°l gram is lethal when injected intravenously into rabbits and 
causes excretion of albumin. With dogs and rabbits, repeated 
injection of bilirubin leads to urobilinuria and in the case of dogs 
bilirubin appears in the urine. 


The Influence of Treatment with Alkali or Bromine on§: 
the Physiological Activity and Foaming Capacity of some 
Saponaceous Substances. Ernst SrepurG and Franz Bacu. 
MANN (Biochem. Z., 1921, 126, 130—141).—The biological activity 
of five saponaceous substances, cyclamin, digitonin, saponin pur. 
alb., Quillaia saponin, and Guaiak saponin, were compared before 
and after treatment with alkali or with bromine. As a rule, such 
treatment results in a depression of activity as exemplified by the 
property of foaming, by precipitation of cholesterol, by hemolysis 
of corpuscles, by toxicity on the frog’s heart, and by the toxicity 
on tadpoles. There is no close parallelism between these properties, #§ 
except in the action on the frog’s heart and the toxicity on tadpoles. 

H. K. 


Distribution of Chloride and Water after Poisoning with 
Mercuric Chloride. A. Bornstern and Jou. Kers (Biochem. Fl 
Z., 1921, 126, 120—129)—A comparison is made of the chloride - 
and water-content of the blood, kidneys, liver, lungs, brain, intes- 
tine, muscles, skin, and skeleton of normal rats, and rats which 
have received, subcutaneously, either sodium chloride, sodium 
chloride and mercuric chloride, or cantharidin. There is no 
parallelism between water and chloride retention. For the ashing 
of animal tissues the Hoppe-Seyler-Thierfelder method can be 
shortened by stronger ignition in a muffle furnace without loss of 
chloride. H. K. 


Chemotherapy of Antimony. Comparison of Antimony 
Tartrates with Organic Compounds of Antimony. RoszErt 
GEORGE FARGHER and WiLLIAM HERBERT GRay (J. Pharm. expl. 
Ther., 1921, 18, 341—360).—The toxicity to mice of a number of 
salts of antimonyltartaric acid and of phenyl-, of m-acetylamino- 
phenyl-, and of p-bromophenyl-stibinic acids has been determined. 
The paper contains a review of the literature of the chemotherapy 
of antimony, and describes a method for estimating antimony 1 
organic compounds. G. B. 


Effect of Hydrogen-ion Concentration on the Toxicity of 
Alkaloids for Paramecium. Martian M. Crane (J. Pharm. 
expt. Ther., 1921, 18, 319—339).—The limits of Py within which 
Paramecium can live for twenty-four hours are 5—9°6. The 
effect of Py on the toxicity of alkaloids varies with the dissociation 
constant of the latter, and the results seem to indicate that only 
the free undissociated base is toxic. Thus a change in Py scarcely 
influences the toxicity of quinoline, whereas with strychnine and 
piperidine, which have a much higher dissociation constant, the 
toxicity at P,, 5-9 is twenty-five times as great as at Py 80. G. B. 
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peated The Determination of Alkalinity in Culture Media. L. 
; K- MicwaELIs (Z. Immun. 1921, 32, 194—203)—A_ colorimetric 


method is described which indicates the p, of culture media in a 
imple and rapid manner. The method differs from that of Clark 
and Lubs in that an indicator with a single change in colour, from 


ne on 
some 


Bacu. wlourless to yellow, is used. The reagent is a solution of 0°3 gram 

tivity Bf m-nitrophenol in 100 c.c. of distilled water. 

b i CHEMICAL ABSTRACTS. 
efore 


The Ionisation Constants of Glycerophosphoric Acid and 
their Use as Buffers, especially in Culture Media. R. R. 
Yettons, S. F. AcrEE, P. M. Avery, and E. A. SLAGLE (J. Infect. 
Dis., 1921, 29, 1—6).—-Disodium glycerophosphate is a solvent for 
sme salts of calcium and magnesium and perhaps other metals, 
Jad when used in proper concentration prevents much of the 
objectionable precipitation of phosphates on the alkaline side of 
neutrality. This property suggests its employment in culture 
media, in the washing of agar, in the precipitation of casein, 
and for the study of the effect of the calcium and magnesium ions 
om the growth of various organisms. ‘The fact that the ionisation 
constants of the glycerophosphates are substantially the same as 
those of the non-glycerolated phosphates makes possible a sub- 
stitution of these salts as buffers, owing to their stability in the 
lower alkaline ranges where, for example, an initial py, of 8 has been 
maintained in broth after autoclaving. CHEMICAL ABSTRACTS. 
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Extracellular Bacterial Proteases. K.G. DrERNBy (Biochem. 
Z., 1921, 126, 105—108).—Bacteria were grown in a nutrient 
broth, then filtered through paper and a Chamberland candle. 
The sterile filtrate was examined for proteolytic activity by lique- 


BERT 
expt, puction of gelatin or hydrolysis of Witte’s peptone. Tubercle bacilli, 
ber of™’atious pneumococci, various streptococci, staphylococci, and 


mino-§¢tanus bacilli gave negative results. Active bacilli were Bacillus 
nined. Mtilis, B. pyocyaneus, B. proteus, B. prodigiosus, B. sporogenes, 
erapyg'"d B. histolyticus. These were active within the range Py 4 to 9 
ny in with an optimum zone of 6 to 7. H. K. 
B. 


: ; Endo’s Reaction, Biology of Bacillus coli. O. FERNANDEZ 
ity 0 


and T. GarmenpIA (Anal. Fis. Quim., 1921, 19, 313—319).—The 
harm.@ted colour produced by Bacillus coli in Endo’s medium (bouillon, 
whichBwith agar containing lactose, magenta, and sodium sulphite) is 
The§ probably produced, not by acetaldehyde, but by lower acids of 
jation#the fatty series. The production of acetaldehyde by the agency 
, onlyfof B. coli was studied, using different modifications of Endo’s 
arcely# medium and estimating the acetaldehyde produced by weighing 
> ands its p-nitrophenylhydrazone. Increase in the amount of lactose 
;, the for sodium sulphite and substitution of lactose and sodium sulphite 
B. {by dextrose and sodium phosphate respectively did not result in 
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any marked increases in the amount of acetaldehyde produced, 
With mannitol and sodium sulphite, however, increased amounts 
of acetaldehyde were obtained. The maximum production of 
acetaldehyde was obtained, using a medium containing alanine, 
lactose, sodium chloride, and sodium sulphite. G. W. R. 


Theory of Disinfection in the Light of the Meyer-Overton 
Lipoid Theory. P.G. F. Vermasrt (Biochem. Z., 1921, 125, 106— 


148).—Experiments conducted with Bacillus coli show that in acid or 
neutral media disinfection with benzoic acid depends on the con. 
centration of the undissociated acid. The benzoic acid anion and 
the hydrogen-ion concentration of the solution can undergo con. 


siderable variation without affecting the disinfection value, pro. 


vided that the concentration of undissociated acid remains the 
same. The results with benzoic and salicylic acids confirm the 
Meyer-Overton theory in neutral and acid media if the distribution 
coefficient be based on the concentration of undissociated acid, 
In alkaline media, the disinfection value is not apparently in 
agreement with the theory. H. K. 


Proteinogenous Amines. XII. The Production of Hist- 
amine and other Iminazoles from Histidine by the Action 
of Micro-organisms. Mitton T. Hanke and Kart K. Kogssiz 
(J. Biol. Chem., 1922, 50, 131—191).—A study was made of the 


action of a large number of micro-organisms on histidine, using the 
standard medium previously employed (A., 1919, i, 611). The 
results are presented in tabular form. In a few cases, evidence 
was obtained which suggested the rupture of the iminazole ring 
with the probable production of a triamino-carboxylic acid. Addi- 


tion of leucine to the medium facilitated the growth of all the, 
organisms, and, in those cases where decarboxylation occurred, ; 
increased the rate of production of histamine. The effect onfj 
Bacillus coli cystitis of additions of other amino-acids was alsof 


investigated. Alanine, leucine, arginine, glycine, and _ peptone 
augmented both’ the growth of the organism and the rate of pro- 
duction of histamine; tyrosine increased growth alone; glutamic 
acid and tryptophan increased growth, but diminished the yield 
of histamine; whilst cystine retarded growth and almost prevented 
the formation of histamine. E. 


Pharmacology of Selenium and Tellurium. II. Action 
of their Acids on Diphtheria Bacilli. Grora Joacuimoclt 
and W. Hirose (Biochem. Z., 1921, 125, 1—4).—The growth of 
diphtheria bacilli is inhibited by the oxy-acids of tellurium and 
selenium. The active concentrations of tellurium and selenium 
are, for tellurites 1 : 420, for tellurates 1 : 125, for selenites 1 : 1160, 
and for selenates 1 : 666. Diphtheria bacilli are much less sensitive 
than bacilli of the typhus-coli group, which latter are killed at 
dilutions of tellurium four hundred times the above. H. K. 


Fermentation of i-Inositol. James ArrHur Hewrrr and 
Dorotuy Breatty STEABBEN (Biochem. J., 1921, 15, 665—666).— 
The main products of the fermentation of inositol by Bacillus 
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lactis aerogenes are ethyl alcohol, acetic acid, succinic acid, and 
carbon dioxide, and small quantities of lactic acid and formic 
acid. Dextrose apparently is not an intermediate product. 

W. O. K. 


The Culture of Bacillus pyocyaneus on Definite Artificial 
Media. A. Goris and A. Lior (Compt. rend., 1922, 174, 575— 
318; cf. ibid., 1921, 172, 1622).—It has previously been shown that 
the ammonium salts of dibasic acids can serve as nutrients for 
B. pyocyaneus. It is now shown that the corresponding amides 
cannot serve as nutrients. Amino-acids may serve as nutrients 
for the bacillus provided that they have first been neutralised by 
sodium hydroxide, but, in general, they are less effective than the 
ammonium salts of the dibasic acids, particularly when they are 
wed without the addition of mineral salts. The nutritive value 
of a given amino-acid depends, not only on the presence of one or 
more amino-groups, but also on the structure of the chain to which 
these groups are linked. W. G. 


The Production of Hydrocyanic Acid by Bacillus pyocyaneus. 
F. A. Parry (J. Infect. Dis., 1921, 29, 73—81).—The optimum 
reaction for the production of hydrogen cyanide by most strains 
of B. pyocyaneus is py 5°4 to 5°8. The thiocyanate colorimetric 
method of estimating minute quantities of hydrogen cyanide is a 
satisfactory one, but control tests must be made, because in protein 
media there is sufficient thiocyanate formed on distillation to give 
a positive reaction. Oxygen is necessary for the production of 
hydrogen cyanide by B. pyocyaneus. Hydrogen cyanide is not 
produced by a filterable extra-cellular enzyme. Pigmentation, 
gelatin liquefaction, and hydrogen cyanide production, although 
independent functions, show a close relationship. Whole egg-broth 
is the most favourable medium for hydrogen cyanide production, but 
synthetic medium is second, indicating that a favourable synthetic 
medium may be devised. Contaminating organisms which do not 
produce hydrogen cyanide appear to be slightly inhibitive of its 
production. B. pyocyaneus does produce a measurable amount 
in the animal body. There is a marked variation among the 
different strains of B. pyocyaneus as regards the amount of hydrogen 
cyanide production. CHEMICAL ABSTRACTS. 


Trehalose Fermentation in the Differentiation of the 
Paratyphoid-enteritidis Group. S. A. Kosmr (J. Infect. Dis., 
1921, 29, 67—72).—Bacillus suipestifer is unable to attack trehalose, 
whereas B. paratyphosus, B. schottmulleri, the animal para B sub- 
group, and B. enteritidis ferment it with the production of acid 
and gas. Furthermore, it is possible to differentiate by cultural 
methods the B. schottmulleri strains from the closely allied animal 
para B group, hitherto separable only by serological means. This 
a been accomplished by employing small amounts of a serum- 
water medium containing 0°5°% trehalose and 1°/, Andrade indicator. 
In this medium, the animal para B strains produce a red coagulum 
after three to four days’ incubation, whilst the B. schotimulleri 
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cultures present a light pink or colourless coagulum. This separa. 
tion parallels the differentiation of these two groups by agglutinin 
absorption tests. B. enteritidis is similar in its reaction to the 
animal para B cultures and in contrast to B. schottmulleri. 
CHEMICAL ABSTRACTS, 


The Relation between Bacteria, Spores, and Formaldehyde, 
E. Hatter (Biochem. Z., 1921, 125, 69—83).—Anthrax spores 
and vegetative bacterial forms, for example, paratyphus bacilli 
and staphylococci, were treated with formaldehyde solution followed 
by sodium sulphite solution. In the case of the spores, the sodium 
sulphite inhibits the toxic action of the formaldehyde the greater 
its concentration, provided that the formaldehyde has not been 
allowed to act too long. The results are interpreted on the theory 
that the formaldehyde forms an additive product with the amino- 
groups which is decomposed by sulphite, but prolonged action of 
formaldehyde gives rise to an irreversible complex, ~N—CH,. The 
results with bacteria are less simple. H. K. 


The Bactericidal After-effect of Formaldehyde Solutions. 
E. Hater (Biochem. Z., 1921, 125, 84—96).—The toxic action of 
formaldehyde continues after removal of anthrax spores or vege- 
tative bacilli from the solutions if there be no nutrient material 
present. In the case of the spores, this after-effect is the more 
pronounced the drier the spores become, owing to loss of water 
and therefore increased formaldehyde concentration. H. K 


Yeast Protein. ALEXANDER KIESEL (Z. physiol. Chem., 1922, 
118, 304—306)—Yeast protein on hydrolysis yielded histidine 
2°97, arginine 3°15°%, lysine 3°63%. 8.8. Z. 


Stimulants of Alcoholic Sugar Fission. VIII. Cari 
NEUBERG and Marta SANDBERG (Biochem. Z., 1921, 125, 202— 
219).—Purines, their complex derivatives, or their degradation 
products accelerate the fermentation of dextrose by living yeast- 
cells just as they stimulate the action of press juice (this vol., i, 306). 


Caffeine and alloxan, however, retard the action of living yeast 
cells. H. K. 


Stimulants of Alcoholic Sugar Fission. IX. Cami 
NevuserG and Marta SANDBERG (Biochem. Z., 1921, 126, 153— 
178).—With few exceptions, a large number of substances, belonging 
to very varied groups, have a stimulating influence on the action 
of living yeast and in some cases on press juice. The groups 
examined were, bitter substances, bile acids (sodium salts inhibit), 


various varieties of charcoal, saponins, cystin and its derivatives. 
H. K. 


Proteinogenous Amines. XIII. The Electronic Inter 
pretation of certain Biochemical Phenomena. MILTON 
Hanke and Karu K. Korsster (J. Biol. Chem., 1922, 50, 193— 
233).—Electronic formule for a number of organic compounds 
are deduced from their known chemical properties. From a col 
sideration of these formule, the authors conclude that the decar!- 
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oxylation of pyruvic acid by yeast is a purely hydrolytic process, 
although no attempt is made to explain the mechanism of the 
action. Only those acids which contain quadruply positive carboxyl 
groups appear to be readily decarboxylated by yeast. Further, it 
is pointed out that, on the assumption that a quadruply negative 
carbon atom is only oxidised with difficulty, the behaviour of, at 
any rate, a number of acids in the animal body is readily explained 
by their electronic formule. E. S. 


Vitamins. II. Acceleration of Fermentation by Extracts 
of Animal Organs. SigMUND FRANKEL and JosEF HAGER 
(Biochem. Z., 1921, 126, 189—226)—The water-soluble extract of 
the alcoholic extract of a large number (31) of animal tissues was 
tested in its action on the evolution of carbon dioxide in yeast 
fermentation. All extracts except that of the bone marrow had 
a strong accelerating influence. H. K. 


Vitamins. III. Acceleration of Fermentation by Extracts 
of Plants and the Action of Choline and Aminoethyl Alcohol 
on Fermentation. SigmunD FRANKEL and ALBERT SCHARF 
(Biochem. Z., 1921, 126, 227—264).—The water-soluble portion of 
an alcoholic extract of a large number of grains and vegetables 
was examined in its action on yeast fermentation. Vegetable 
roots and grains were feebly active, leaves of vegetables were more 
active, but leek-like vegetables most active. Extract of celery 
and of yolk of eggs were very active, but both choline and amino- 
ethyl alcohol were inhibitory. ms Be 


Vitamins. IV. The Adsorption of Vitamins. SigmuND 
FRANKEL and ALBERT ScHaRF (Biochem. Z., 1921, 126, 265— 
268)—Using a purified water-soluble vitamin preparation from 
yeast (A., 1921, ii, 228), the authors have examined the adsorption 
of vitamin as determined by its accelerating influence on yeast 
fermentation, by Fuller’s earth, kaolin, and alumina. Kaolin 
adsorbs it completely, Fuller’s earth slightly less, and alumina 
not at all. H. K. 


Vitamins. V. Further Experiments on the Chemistry 
of Vitamins. SiagmMuND FRANKEL and ALBERT ScHaRF (Biochem. 
Z., 1921, 126, 269—280; cf. A., 1921, ii, 228)—Further experi- 
ments are described on attempts to isolate the water-soluble vitamin 
sp ftom yeast and rice polishings. By examining the activity of 


it) Preparations of vitamin on yeast fermentation, the vitamin was 


found in the mercuric chloride precipitate (choline fraction). In 
the case of rice polishings, the filtrate from the mercury precipitate 
was found inactive, the precipitate active but containing choline 
isolated as platinum salt), which was inhibitory. From 2°5 kilos. 
‘Bof dry yeast, the choline fraction was freed from choline by precipi- 
tation as platinum salt and the active substance precipitated from 
the filtrate by aqueous mercuric chloride. A small yield of ver 
‘Bxtive substance giving no carbohydrate reaction with Molisch’s 
‘Bagent was obtained. It contained N 4°75% (Pregl). H. K. 
VOL. OXXTI. i, Pp 


i. 410 ABSTRACTS OF CHEMICAL PAPERS. 


The Distribution of Urease in Plants. A. KiEsEL and 
TRoITzKI (Z. physiol. Chem., 1922, 118, 247—253).—Drying and 
autolysis diminish the urease activity of Aspergillus niger. This 
activity increases in the seeds and fruits of plants on ripening. 
Leaves contain more urease than stems and roots. On germination, 
the urease content increases, but the content of the enzyme 
diminishes again as the reserve material of the seeds is exhausted. 


S. 8. Z. 


The Invertase of Mucor racemosus. S. KostTyTSCHEV and 
P. ExvtasBerG (Z. physiol. Chem., 1922, 118, 233—235).—Muwcor 
racemosus— contains, whilst Mucor racemosus-+- does not contain, 
invertase. S.S. Z. 


Enantiomorphism of Matter, Pasteur’s Theory, and Life. 
S. ConDELLI (Gazzetta, 1921, 54, ii, 309—324).—The author has 
subjected various racemic acids and amino-acids in nutrient solutions 
to the action of different bacteria and moulds. The results obtained 
are briefly as follows. 

Both optically active malic acids are destroyed by the bacillus 
of fowl cholera, even at the ordinary temperature. With a solu- 
tion containing the two enantiomorphous tartaric acids and dextrose, 
Saccharomyces Pastorianus II (Hansen) attacks only the sugar; 
doubt hence arises as to the affinity between the spacial configur- 
ations of an enzyme and the enantiomorph it preferably attacks. 
In the case of fermentations by yeasts in acid media, the influence 
of the acid appears to be solely due to the acidity it produces. 
Results similar to those obtained with the bacillus of fowl cholera 
are given by Bacillus Fitzianus in presence of a racemate. In 
the action of various schizomycetes on glyceric acid, the degree 
to which one of the two enantiomorphs is selected in preference 
to the other varies with the different organisms from a minimum 
to a maximum, the pure levorotatory acid being left when B. 
Fitzianus is employed; these results confirm that of Frankland 
and Frew (T., 1891, 59, 96) and not that of Lewkowitsch (A., 
1883, 1124). 

Penicillium glaucum acts on the sweet dextrorotatory asparagine 
in preference to the natural insipid levorotatory enantiomorph. 
The bacillus of fowl cholera attacks levorotatory in preference to 
the dextrorotatory aspartic acid, although the latter is derivable 
from d-asparagine; the acid function appears to influence the 
choice in this case. With tyrosine, two different moulds exhibit 
slight selection, in one case for the one and in the other for the 
other isomeride; tyrosine is not attacked by the bacillus of fowl 
cholera. P. glawcum acts on l-leucine more rapidly than on the 


dextro-isomeride (cf. Schulze and Bosshard, Z. physiol. Chem., 

1892, 9, 100). 
The author contests the view that asymmetry is a characteristic 

of life. T..8. &. 


The Physiology of the ‘‘ Polyamyloses.’’ I. Hans PRINGS- 
HEM and Karu O. MiLuer (Z. physiol. Chem., 1922, 118, 236— 
240).—Spirogyra dubia which was previously freed from starch 
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was allowed to act on various substances with the purpose of 
ascertaining whether starch could be formed from them. Glycerol, 
dextrose, levulose, galactose, maltose, and cellobiose gave positive 


results. No starch was formed from the “ polyamyloses.” 
8. 8. Z. 


An Indicatory Method for Evaluating the Vitality of Seeds 
by a Biochemical Method. Antonin Nimec and FRANTISEK 
DucHon (Compt. rend., 1922, 174, 632—634; cf. this vol., i, 94).— 
The catalase activity of the seed is measured by determining the 
amount of oxygen liberated under definite conditions from hydrogen 
peroxide by a known weight of the seed previously ground to 
powder. Results with numerous different species show that the 
volume of oxygen liberated increases steadily with the germinative 
capacity of the seed, the curve showing their relationship being a 
smooth one. W.G 


The Alleged Development of Hydrogen Peroxide in Carbon 
Dioxide Assimilation. Hans Mo.iscu (Biochem. Z., 1921, 
125, 257—-261).—The author was unable to confirm the pro- 
duction of hydrogen peroxide in the assimilation of carbon dioxide 
by plants as described by Kleinstiick (A., 1918, ii, 107). H. K. 


Energy Exchange in Carbon Assimilation by Green Cells. 
(. MéLLER and O. Warsura (Ber. Physikal.-Techn. Reichsanst., 
1920; from Chem. Zentr., 1921, iii, 1205)—The utilisation of 
energy in the assimilation of carbon by Chlorella vulgaris in a 
nutrient solution saturated with 4% of carbon dioxide was studied 
for different wave-lengths. The percentage utilisation of energy 
in different parts of the spectrum was as follows: red (600— 
710up) 14%; yellowish-red (600—650pyn) 20%; orange (570— 
610yn) 239%; yellow (550—590pp) 21%; green (510—550pp) 
15%; blue (445—500up) 13%. G. W. R. 


Hydrogen-ion Concentration of Plant Cells. W. R. G. 
Atkins (Sci. Proc. Roy. Dubl. Soc., 1922, 16, 414—434)—A 
summary is given of earlier work on the reaction of plant cells 
and of the experimental methods used. Observations are recorded 
of the hydrogen-ion concentrations of a large number of plants. 
Varying reactions are found under differing cultural conditions and 
in different parts of the same plant. The values recorded range 
frém Py, 1:4 to Py8. The Py value in any tissue is generally 
hear to but rather less than the optimum for the characteristic 
enzyme at ordinary temperatures, which ensures that the enzyme 
is not destroyed at higher temperatures which may be experienced. 


Diethyl-red is recommended as a reagent for microchemical work. 
G. W. R. 


The Variation in the Manganese Content of Leaves with 
@. GABRIEL BERTRAND and (Mme) M. RosEensiatr (Compt. 
rend., 1922, 174, 491493; cf. A., 1921, i, 759; Jadin and Astruc, 
A., 1913, i, 948).—The plants examined may be divided into four 
groups according to the manner of the variation of the manganese 
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content of their leaves with age, but there are certain species which 
fall between two groups. In the first two groups, the manganese 
content of the leaves is at a maximum at the commencement of 
the leaf formation and then diminishes with age, the rate of dinmi- 
nution differing with the group. In the third group, the manganese 
content increases very rapidly with age to a maximum and then 
diminishes. In the fourth group, the manganese content increases 
continuously with age. W. G. 


Action of Soluble Lead Salts on Plants. EvuGine Bonner 
(Compt. rend., 1922, 174, 488—491).—Lead salts exert an wu. 
favourable influence on the growth of plants, their effect being 
most marked in the curtailment of root development and to some 
extent of stem development. The plants absorb lead and the metal 
is found entirely in the roots. W. G. 


The Presence of Ornithine in Plants. ALEXANDER KizszL 
(Z. physiol. Chem., 1922, 118, 254—266).—So far, experiments to 
prove the presence of ornithine in plants have yielded negative 
results; it appeared possible that this might be due to the reagents 
employed. Experiments on the precipitation of ornithine by 
phosphotungstic acid, silicotungstic acid, tungstic acid, phospho- 
molybdic acid, Stanék’s reagents, potassium bismuth _ iodide, 
potassium mercury iodide, and cadmium chloride show that they 
would fail to precipitate the small amounts of ornithine likely to 
be present in plant extracts. 8.8. Z. 


The Glutencasein of Buckwheat. ALEXANDER KIESEL 
(Z. physiol. Chem., 1922, 118, 301—303).— The glutencasein of 
buckwheat was found to yield on hydrolysis histidine 0°84%, 
arginine 7°13%, and lysine 1:48%. S. 8. Z. 


Digitalis purpurea Growing Wild on the Uplands of Desulo 
(Sardinia). R. Bryacut (Gazzetta, 1921, 51, ii, 284—288).— 
The Digitalis purpurea growing wild at Desulo contains sufficient 
digitoxin to render it of medicinal value. The best method of 
extraction on a large scale is that given by Nativelle (A., 1875, 
276), and Fromme’s modification of Keller’s method serves well 
for the rapid estimation of the content of digitoxin. 7. @. F. 


The Formation of Anthocyanin Pigments. Raovui ComBES 
(Compt. rend., 1922, 174, 240—242; cf. A., 1909, ii, 420).—A refly 
to Jonesco (this vol., i, 97), in which the author considers that the 
materials taken by Jonesco for y-pyrone pigments were only tannins 
and that, in consequence, his conclusions were false. W. G. 


The Hydrocyanic Acid Question. VII. Cornus sanguinea. 
L. RoseNTHALER (Schweitz. Apoth. Zeit., 1921, 59, 465—469; from 
Chem. Zentr., 1921, iii, 1247)—The leaves of Cornus sanguinea, L., 
do not contain hydrocyanic acid. The very rare occurrence of 
hydrocyanic acid and saponin together in the same plant suggests 
that there is no correlation between the occurrence of these 
substances, G. W. R. 
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Variations in the Chemical Composition of Fucaces. L. 
LapicguE and L. EmeErique (Compt. rend. soc. biol., 1921, 85, 
172—175; from Physiol. Abstr., 1922, 6, 645)—The composition 
of Laminareze shows an annual periodicity, the carbohydrate 
increasing in the summer and the ash constituents decreasing. 
Fucus serratus is similar, except that in June it contains a large 
quantity of mineral matter. /’. vesiculosus exhibits a minimum of 
soluble ash constituents in June. FF. platycarpus has a higher ash 
content. The analytical results are tabulated. E. S. 


Western Sneezeweed (Helenium hoopesii) as a Poisonous 
Plant. C. Dwicur Marsu, A. B. CLawson, James F. Covucn, 
and HapLEIGH Marsu (U.S. Dept. Agr. Bull., 1921, No. 947, 1— 
46)—H. hoopesii contains a glucoside, dugaldin, which is poisonous 
to cattle. Dugaldin is a bitter, white, amorphous solid which 
forms a sparingly soluble, relatively slightly toxic compound with 
tamic acid. Helenic acid, the active principle of H. autumnale, 
does not occur in H. hoopesii, nor do alkaloids, toxic saponins, or 
hydrogen cyanide. CHEMICAL ABSTRACTS. 


The Colouring Matter of the Scarlet Pelargonium. 
GEOFFREY SAUNDERS CuRREY (T., 1922, 121, 319—323). 


Lignin as it Occurs in Wood. PrtTeR Krason (Ber., 1922, 
55, [B], 455—456)—Fagerlind@and Klason (Schriften Vereins 
Lellstoff. Papier Chemiker, 2) have described the isolation of lignin 
from pine wood by repeated alternate extractions of the wood 
with boiling water and alcohol containing a small quantity of 
acetic acid. Re-examination of the product proves that it contains 
water which had been overlooked and, after the necessary correc- 
tions thus involved the analytical data are found to agree excellently 
with those calculated for lignin (A., 1920, i, 821). The substance 
gives the usual lignin reactions. As far as can be observed by 
reason of the colour of the solutions, lignin and lignosulphonic acid 
are optically inactive. H. 


The Colouring Matter of Red Roses. GrorrrEyY CURREY 
(Proc. Roy. Soc., 1922, [B], 93, 194—197)—An examination of 
the petals of the deep red rose “‘ George Dickson ’’ has shown the 
presence of the anthocyanin pigment cyanin (A., 1915, i, 282) to 
the extent of 10°% of the dried petals. An unidentified yellow sap 
pigment is also present. It yields an anthocyanin on reduction. 


H. K. 


The Enzymic Degradation of Arginine in Plants. II. 
ALEXANDER KirsEx (Z. physiol. Chem., 1922, 118, 267—276).— 
The presence of arginase has been established in ergot (Secale 
cornutum) and in Vicia sativa by demonstrating the formation of 
ornithine from arginine. Ammonia was also formed in the reaction. 
Traces of ornithine are evidently also produced by Angelica silvestris 
and Trifolium pratense. 8. 8. Z. 

The Action of Arginase on Agmatine and Tetramethylen- 


anidine. The Specificity of Enzymes. ALEXANDER 
Ktzsei (Z. physiol, Chem., 1922, 148, 284—300).—The action of 
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Aspergillus niger, Secale cornutum, Agaricus campestris, Vicia 
sativa, Lupinus albus and Trifolium pratense on agmatine and tetra. 
methylenediguanidine has been studied. Agmatine is not de. 
composed by these organisms, whilst tetramethylenediguanidine 
is only acted on by Aspergillus niger with the formation of agmatine. 
S. 8. Z, 


The Tryptophan Content of Important Foodstuffs. Tosnio 
IpE (Z. expt. Med., 1921, 24, 166—207).—The tryptophan content 
of cereals was estimated indirectly from that of the three seed 
components (sodium chloride-soluble protein, alkali—soluble protein, 
and alcohol-soluble protein), Firth and Nobel’s method being 
employed. The figure for maize is about half that for wheat, rye, 
barley, oats, and rice, but great individual variations were observed. 
In the case of legumes, a 10° sodium chloride extract of the pro. 
teins of the different flours yielded relatively high results (more 
than 0°5%) which were unaffected by removal of the germ. The 
direct method showed that raw white of egg protein contains 
2-56%, and dried white of egg 3-18%, greater hydrolysis taking 
place when the latter is dissolved, whilst raw and dried yolk both 
contain about 2.45%. Cow’s milk gave results between 0-068 and 
0-094°%, whereas human milk yields a higher figure. The proteins 
of cheese contain 2-48°% of tryptophan; of unsweetened condensed 
milk, 2-28°%; of sweetened condensed milk, 2-35%; and of dried 
milk, 2-71%. CHEMICAL ABSTRACTS. 


The Chemical Composition of Maize Oil. Watrer fF. 
BAUGHMAN and GEorGE 8S. JAMIESON (J. Amer. Chem. Soc., 1921, 
43, 2696—2702).—The sample of maize oil examined had d 
0°9185; n*® 14717; iodine number (Hanus), 117:2; saponification 
number, 187°3; unsaponifiable matter, 1:7°4; saturated acids, 
11:2%; unsaturated acids, 82°5%. Detailed analysis showed its 
composition to be as follows: Glycerides of oleic acid 45°4%, of 
linoleic acid 40°9%, of palmitic acid 7°7%, of stearic acid 3°5%, of 
arachidic acid 0°4%, of lignoceric acid 0°2%, and 1°7% of un- 
saponifiable matter, total 99°8%. There was no evidence of the 
presence of any hypogzic acid (cf. Leathes, ‘‘ The Fats,” 93 

W. G. 


Nitrogen Compounds in Lucerne Hay. Harry G. MILLER 
(J. Amer. Chem. Soc., 1921, 43, 2656—2663).—Non-protein nitro- 
genous compounds to the extent of about 28% of the total nitrogen 
were easily extracted with hot water from lucerne hay regardless 
of the fineness of the hay. Alkali hydroxides extracted more protein 
from the finely ground than from the coarse material. Such 
protein extracted by dilute alkali had a nitrogen content of 130% 
and contained the basic amino-acids arginine, histidine, lysine, 
and cystine. As compared with the seed (cf. A., 1921, i, 486), 
the leaf protein contained smaller amounts of arginine and amide 
nitrogen and this may account for the difference in the total 
nitrogen of the two proteins. 

The purine fraction contained 3°2% of the total nitrogen, and 4 
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crystalline salt corresponding with the hypoxanthine silver salt 
was isolated. W.G 


The Manganese Content of Potatoes. G. Bop and K. 
Hemp (Biochem. Z., 1921, 124, 84—89).—The manganese content 
of twenty varieties of potatoes grown without addition of fertilisers 
containing manganese was determined colorimetrically as_per- 
manganate by Marshall’s method (A., 1901, ii, 350) and simultane- 
ously the silica and phosphate content. The mean manganese 
content of 1-4 mg. per 100 grams of dried material does not show 
any extreme variations. There is no parallelism between the 
manganese content and the silica or phosphate content or with the 
content of protein or starch, the melanin number, or yield of tubers. 


H. K. 


Composition of Wild Beetroots. E. Sam.arp (Compt. 
rend., 1922, 174, 411—412).—The wild beetroots from Finisterre 
which were analysed were found to contain higher percentages of 
dry matter, insoluble marc, total nitrogen, mineral matter, chlorine, 
sodium, magnesium, and phosphoric acid than the cultivated 
varieties. Their sugar content varied from 14 to 20%, but their 
juice, as a source of sugar, was rather impure. W.G 


Progressive Disappearance of Free Sulphurous Acid in 
a Preserved Apple Juice. WarcoLLier and Lz Moat (Compt. 
rend., 1922, 174, 634—637)—The sulphited juices examined were 
made from rotten apples, and the conversion of free added sulphurous 
acid into combined acid was investigated. It was found to be 
due to the action of oxidising enzymes present in the moulds of 
the juice. These enzymes formed, at the expense of the sugars 
and pectins of the juice, substances having aldehydic or ketonic 
structure, which fixed the sulphurous acid. At the same time, 
there was a marked increase in the acidity of the medium. Such 
juices should not, in consequence, be used for preserving and 
sweetening cider. W. 


Copper Sprays. G. VILLEDIEU and (MME) G. VILLEDIEU 
(Compt. rend., 1922, 174, 707—709; cf. A., 1920, i, 704).—It has 
previously been shown that the traces of copper which can be 
dissolved by the rain from the deposits on the leaves of plants 
could not prevent the germination of the zoospores of mildew. 
It is now shown that a 2% solution of sodium sulphate or a 15% 
solution of sodium or potassium chloride completely prevents the 
bursting of the conidia of phytophthora. A similar result is 
obtained by using a saturated solution of calcium sulphate. The 
authors consider that the anticryptogamic power of copper sprays 
may be explained as due to the presence of these alkali or calcium 
salts, without considering the possible conversion of the copper into . 
a soluble form. W. G. 

Relation of the Hydrogen-ion Concentration of the Soil to 
Plant Distribution. W. R. G. Arxins (Nature, 1921, 108, 
80—81; cf. following abstract)—Wherry’s (Proc. Acad. Nat. Sci. 


df Philadelphia, 1920, 113) observation that the distribution of a 
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species is closely related to the py of the soil, has been tested and 
found applicable to the distribution of a number of plants in India 
and the British Isles, the limiting py values being given in each 
case. Although plants may survive, or even thrive, in cultivation 
outside their normal limits, yet in free competition with their 
neighbours, a sufficiently great divergence from the normal p, 
value for the species is always a deciding factor. A.A. E, 


Relation of the Hydrogen-ion Concentration of the Soil 
to Plant Distribution. Norman M. ComBer (Nature, 1921, 108, 


146—147; cf. preceding abstract).—In view of the fact that some”). 


plants which are usually very susceptible to acidity will thrive in 
certain soils of py 4—5, and will show no response to liming, it is 
inferred that the effect of the hydrogen-ion concentration of the 
soil on plants is indirect, and that there is some ulterior factor, 
the fluctuations of which are commonly, but not invariably, 
accompanied by fluctuations of hydrogen-ion concentration. For 
instance, in mineral soils variations in the concentrations of certain 
multivalent ions, particularly aluminium ions, will roughly corre- 
spond with variations in the hydrogen-ion concentration. 
A. A. E. 


Chemistry of the Oxidation of Sulphur to Sulphuric Acid 
by Micro-organisms, and Transformation of Insoluble 
Phosphates into Soluble Forms. Sretman A. WAkKSMAN and 
JacoB S. Jorre (J. Biol. Chem., 1922, 50, 35—45).—The sulphuric 


acid produced in the soil by sulphur oxidising bacteria converts 
insoluble into soluble phosphates (cf. Lipman, McLean, and Lint, 
A., 1916, i, 784). Using cultures of the organism in a liquid] 
medium to which tricalcium phosphate has been added, it is shown 
that the acidity of the medium increases to about Py 2°8, at which 
value it remains constant until all the phosphate has been converted 


into a soluble form. E. § 


Practical Significance of the Organic Carbon: Nitrogen 
Ratio in Soils. J. W. Reap (Soil Scz., 1921, 12, 491—495).— 
The results of analyses are recorded showing the carbon : nitrogen 
ratio and crop yields of a number of soils. In general, the lower 
ratios are associated with low percentages of organic matter, but 


no correlation between the ratio and crop yields is apparent. 
A. G. P. 


Nitrification in Acid Soils. R. E. SrepHENson (Iowa Expi. 
Sta., Research Bull., 1920, 58, 331—349).—Nitrification may take 
place in acid soils. The addition of lime produced no measurable 
effect on the nitrification of the original soil nitrogen, but it caused 
- @ marked increase in the_ nitrification of ammonium sulphate 
added to the soil. Although very large amounts of lime may 
increase the nitrifying power of a soil, only that necessary to 
neutralise the most active acids (as shown by an estimation of the 
lime requirement) is essential for adequate nitrification and maximum 
crop production. CHEMICAL ABSTRACTS. 
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Natural System of Carbon Compounds. I. General 
Statement of Mendeléev’s Law on the Numerical Relation- 
ships between Primary, Tertiary, and Quaternary Carbon 
Atoms. Herman Decker (Helv. Chim. Acta, 1922, 5, 201— 
05)—If qu represents the number of quaternary, te that of the 
tertiary, and pr that of the primary carbon atoms in the hydro- 
earbon C,Hon+,, pr—p=2qu-+te, or the relation between pr, te, 
ad gu in every homologous series is determined by the series- 
constant ». For compounds composed entirely of benzene nuclei, 
the expression becomes —p=2qu-+te. If the number of the 
mclei be KR, R*°—qu/2+-1, or the number of nuclei exceeds by 
me the number of quaternary carbon atoms. J. K. 


The Action of Nitrosyl Chloride on Normal Heptane. 
I. V. Lynn and O. Hinton (J. Amer. Chem. Soc., 1922, 44, 645— 
(48)—In confirmation of previous work (A., 1919, i, 245), it is 
shown that nitrosyl chloride reacts with normal heptane in sun- 
light, giving di-n-propylnitrosomethane, which suffers rearrange- 
nent with formation of dipropyl ketoxime. When distilled with 


steam, the oxime decomposes, giving the ketone and hydroxylamine. 
W.G. 


A New Heptane: Trimethylisopropylmethane [($y-Tri- 
methylbutane|. G. CHAvVANNE and B. Lesnune (Bull. Soc. 
chim, Belg., 1922, 31, 98—102).—66y-T'rimethylbutane is prepared 
fom pinacolin by the action of magnesium methyl iodide. The 
additive compound is decomposed by dilute acetic acid, yielding 
pentamethylethanol [Byy-trimethylbutan-8-ol] (cf. Henry, A., 1906, 
477). This, on dehydration with p-toluenesulphonic acid, is con- 
verted into a heptylene, Byy-trimethyl-A+-butylene, CMe,*CMe:CH,, 
which, when treated in acetic acid solution with hydrogen in 
presence of platinum black, yields the heptane, a liquid of camphor- 
like odour, b. p. 80-75°/760 mm., m. p. —25°, dl’ 0-6945, d} 0-7065, 
i; 13903, np 1-3923, nz 1-3971, ni? 1-4008. The following con- 
stants were determined for the heptylene: d}? 0-7101, d} 0-7235, 
Wm 14032, nj 1-4059, ng 1-4119, mY 1-4164. H. J. E. 


The Influence of the Elements of the Oxygen Group on 
Paraffin Wax. H. SreBENECK (Petroleum, 1922, 18, 281—286). 
—Paraffin wax is fairly readily attacked by air or oxygen if the 
gas is bubbled through the material heated at about 135°. After 
tn hours, acid vapours are evolved, and after twenty-two hours 
the product remaining contains from 30—40% of saponifiable 
substances, according to whether pure oxygen or air is used. By 
continuing the experiment, a product containing 52-65% of saponi- 
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fiable substances was obtained having an acid value 59-03 and ay 
ester value 93-91, corresponding with about 30% of free and 70° 
of esterified acids. The acids belong to the acetic acid series 
lower members of which series are also present in the volatile 
portion of the product of oxidation together with water, amounting 
in all to about 7% of the paraffin employed. When paraffin wax 
is heated with sulphur, evolution of hydrogen sulphide commences 
at 150°, and at 230° this gas is liberated freely together with carbon 
disulphide. After seventy-two hours’ treatment at this tem. 
perature, a brownish-black, fatty mass remained, from which, 
after extraction with carbon disulphide and then with ether, an 
amorphous, black substance was isolated containing only a neglig. 
ible percentage of hydrogen and having a composition agreeing 
closely with the formula (C,S),. The substance is indifferent to 
alkalis and organic solvents, but is attacked by concentrated 
sulphuric and nitric acids. Similar dehydrogenation of the 
paraffin was observed under the action of selenium and tellurium, 
but higher temperatures (300—370°) were necessary, and no pro. 
duct corresponding with the sulphurised paraffin could be isolated. 
The presence of small quantities of sulphur or selenium apparently 
completely inhibited the action of oxygen on the paraffin. 
G. F. M. 


Chemical Reactions Induced by the Silent Discharge. I. 
Ethylene and Nitrogen. II. Benzene and Carbon Dioxide. 
Susumu Miyamoto (J. Chem. Soc. Japan, 1922, 43, 21—48)— 
I. A mixture of 1 volume of ethylene and 2 volumes of nitrogen 
was submitted to the electric field given by an alternating current 
of 10,000 volts and 50 cycles, in an apparatus cooled with water. 
The following substances were isolated: (1) A nitrile, C,.H,,-CN, 
a light yellow liquid having a stimulating odour, b. p. 82—85°/10 
mm., the hydrolysis of which gave an oily acid, C,,H,,-CO,H, 
and a silver salt, C,,H,,-CO,Ag, a yellow precipitate, m. p. 100° 
(approx., decomp.). (2) An amine, C.9H,,N,0,, which formed the 
following salts: platinichloride, yellow crystals, darkening at about 
150°, aurichloride, yellow crystals, darkening at about 180°; picrate, 
yellow crystals, melting and darkening at about 170°. (3) The 
substances C,,H.0, b. p. 58—65°/11 mm.; C,,H,.0, b. p. 73— 
79°/11 mm.; C,,H,,0, b. p. 87—93°/11 mm.; a mixture of C,;H,,0 
and C,;H,,0,, b. p. 97—103°/11 mm.; and C,,H,,0, b. p. 112— 
115°/11 mm.; these are presumed to be produced by the oxidising 
action of air on the unsaturated hydrocarbons, C,9H5, C,H», 
C,3H,, C,;H2, and C,,H,,, respectively, formed initially. (4) A 
substance, (Cy.H,,0.),, a yellow powder, which does not decompose 
at 300°, (5) hydrogen cyanide, (6) acetylene, (7) hydrogen, and 
(8) ethane; the last two gases and a compound, C,,H,.N,, have 
been isolated by Berthelot in the same reaction (A., 1899, i, 657). 

II. When a mixture of carbon dioxide and benzene vapour was 
passed through the apparatus under like conditions, the phenol, 
(Cj9H 903), a yellow powder, decomposing and darkening at 
about 100°, was isolated. K. K 
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Photochemical Studies. XIII. Photopolymerisation of 
Vinyl Chloride and the Problem of Caoutchouc. Jon. 
ProtNrikOoW (Z. wiss. Photochem., 1922, 21, 117—134; cf. A., 
1921, ii, 146).—Solutions of vinyl chloride in 99% ethyl alcohol, 
acetone, carbon disulphide, benzene, methyl alcohol, ethyl ether, 
toluene, and carbon tetrachloride have been subjected to ultra- 
violet light for periods of six hours at temperatures between 25-2° 
and 15-2°. In all solvents except benzene and carbon disulphide, 
a polymerisation occurs easily when the extreme ultra-violet is 
used, and a white, amorphous compound separates. In the case 
of carbon disulphide, there is no action, and with benzene an oily 
product is formed. In the normal action, the chlorine atom acts 
as an internal catalyst. The process has a temperature coefficient 
103. Of all the solvents employed, methyl alcohol and ethyl 
alcohol are the most suitable. Salts of manganese, cobalt, nickel, 
copper, and vanadium act catalytically in the sense that they 
cause the reaction to take place in visible light. Carbon tetra- 
chloride accelerates the reaction in ultra-violet light. Uranyl 
salts are the strongest catalysts, and a process for the preparation 
of the product by the action of sunlight in the presence of uranyl 
salts has been worked out and will be published later in the patent 
literature. The product of the reaction is described as a pure 
white, light powder resembling rice powder, which is slightly soluble 
in acetone, methyl alcohol, and ethyl alcohol, more soluble in 
benzene, chlorobenzene, carbon tetrachloride, and carbon disulphide, 
and very soluble in phenyl acetate. It separates from the solvents, 
in which it is fairly soluble, as an elastic film which loses its elasticity 
on keeping. By suitably mixing with vaselin, aniline, balsam of 
Peru, and similar substances, waxes, jellies, and solid elastic masses 
may be obtained. J.F.S. 


The System Water-Ethyl Alcohol-Carbon Disulphide. 
Miscibility of the Three Components in Different Proportions 
and some Practical Applications. N. Scnoort and (MLLE) 
A. REGENBOGEN (Rec. trav. chim., 1922, 44, 125—134).—The 
diagram is given of the ternary system showing the limits of homo- 
geneous mixtures at temperatures of 0°, 10°, 20°, 40°, 60°, and 80°, 
also diagrams for binary mixtures, of ethyl alcohol and carbon 
disulphide showing critical temperatures at which separation takes 
place. The results are applicable to the estimation of the water con- 
tent of alcohol, especially for high percentages of the latter, by the 
determination of the temperature of homogeneous mixing of two 
volumes of the alcohol with five volumes of carbon disulphide. 

H. J. E. 


The Composition of the Residue on Distillation of Crude 
Glycerin. KE. Lewis (J. Soc. Chem. Ind., 1922, 41, 97—100T).— 
An average sample of glycerin residues contained 19-56% of di- 
glycerol (or polyglycerois). The polymerised glycerols are produced 
from glycerol under the influence of heat and pressure, and their 
formation is accelerated by the presence of alkaline salts, and by 
such catalysts as iodine and bromine. No simple means was found 


q2 
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for depolymerising these substances and recovering the glycerol, as 
even when a certain amount of depolymerisation was effected by 
means of high pressures at various temperatures further pabrens 
isation occurred on distilling the mixture owing to the salts present, 
In addition, a considerable proportion of the depolymerised product 
was converted during the process into glyceric acid, glyceraldehyde, 
and a hexose sugar. Pure diglycerol was prepared by heati 
glycerol for two hours at 210° with 0-05% of iodine. On distillation 
in a vacuum, an 85% yield of a water-white, viscous, and very 
hygroscopic fluid, b. p. 257—260°/30 mm., d3}-=1-3215, di —|. 3183, 
was obtained. 

During the investigation, the b. p. of anhydrous and aqueous 
solutions of glycerol were determined at 760 mm. pressure, the 
following being selected from the results recorded: 100% glycerol 
290°, 99%, 225-5°, 98% 196-0°, 95% 160°, 90% 137-5%, 80% 
121- B°, 50% 106-0°, 10% 101-0°.. The specific gravities of mixtures 
of glycerol with diglycerol, and with water in various proportions, 
were also determined and the results are recorded in tabular form, 

G. F. M. 


The Constitution of Glycerides from the Point of View of 
the Co-ordination Theory. Ap. Grin (Oesterr. Chem. Zig, 
1922, 25, 37—38).—In reply to Klimont, it is pointed out that 
the hypothesis of the existence of glycerides in the two forms, 


RCO,R, and RC<O}Ry is not advanced solely with the object 


of explaining the double melting point of certain glycerides, but 
mainly to account for their unusual reactivity, which frequently 
resembles that of salts except in the greater slowness of reaction. 
Reasons are advanced for considering the isolation of co-ordination 
forms less probable in the cases of methyl and ethyl esters than 
of glycerides. The author does not consider that dimorphism 
adequately explains the occurrence of glycerides in forms with 
different melting points, and regards the dimorphism as the outward 
expression of difference in internal structure. H. W. 


Production and Reactions of 68’-Dichlorodiethyl Sulphide. 
FREDERICK GEORGE MANN and WILLIAM Jackson Pops (T., 1922, 
121, 594—603). 


Preparation of Esters of Dihydroxydiethyl Sulphide. 
FARBWERKE VORM. MeEIsTER, Lucius, & Brinine (Brit. Pat. 
154907).—The esters are obtained by the interaction of organic 
acids or their anhydrides and dihydroxydiethyl sulphide. Thus, 
diacetoxydiethyl sulphide is prepared by slowly dropping 5 parts 
of dihydroxydiethyl sulphide on to 6 parts of acetic anhydride 
heated at 120°. It isa stable, mobile liquid, b. p. 142—150°/12 mm. 
The corresponding diformyl compound boils at 130—137°/7 = 

G. F. 


Sesqui-mustard Gas or Bis-f-chloroethyl Ether of 
Ethylene Dithioglycol. RaprHarL Rosrn and E. Emmet ReIp 
(J. Amer. Chem. Soc., 1922, 44, 634—636).—The work recorded is 
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ol, as § in complete agreement with that of Bennett (T., 1921, 119, 418, 
d by | 1860), except in so far as the melting point of ethylene bis-8-hydr- 
mmer. § oxyethyl sulphide is concerned. In a footnote the authors state 
sent, § that their product was probably impure. W. G. 


A Homologue of Ethylene Sulphide: Trimethylethylene 
[e-Methyl-A*-butylene] Sulphide. G. Catincarrt (Bull. Soc. 
chim. Belg., 1922, 34, 109—111; cf. Delépine, A., 1920, i, 526; 
1921, i, 156).—6-Methyl-A*-butylene dibromide is transformed into 


188 the corresponding dithiocyanate and this is shaken in the cold with 
’ # sodium sulphide solution, the product being distilled with steam. 
eous 3-Methyl-A®-butylene sulphide so obtained is a mobile, colourless 
the @ liquid, b. p. 145—150°, d} 0-927. H. J. E. 
ne The Action of Selenium Monochloride on Propylene, 
307 Butylene, and Amylene. C. E. Boorp and F. F. Cope (J. 
‘ures B Amer. Chem. Soc., 1922, 44, 395—401).—The action between 
ons, # ethylene and selenium monochloride resulting in the formation 
. of 88’-dichlorodiethyl selenide dichloride (cf. Bauser, Gibson, and 
: Pope, T., 1920, 117, 1453) really takes place in two stages: 
v of @ 2C,H,+Se,Cl, = (C,H,Cl),Se+Se; and (C,H,Cl)Se + Se,Cl, = 
Zig., @ (C.H,Cl),SeCl,+2Se. The action may be stopped at the first 
that | stage by adding the selenium monochloride to the ethylene. These 


two stages have been obtained with propylene, butylene, and 
amylene, but with the last two it is not easy to complete the second 
stage. The compounds described are $'-dichlorodipropyl selenide, 
b. p. 184°/10 mm., and its dichloride, m. p. 81°; -dichlorodibutyl 
selenide, b. p. 138°/8 mm., and its dichloride ; 88'-dichlorodiamyl 
selenide, b. p. 158°/10 mm., and its dichloride. These results are 
taken as further evidence in favour of the unsymmetrical structure, 
Se‘SeCl,, for selenium monochloride. 


th | Action of Carbon Disulphide on Mercuric Acetate. A. 
wd BERNARDI and G. Rossi (Gazzetta, 1922, 52, i, 139—140).—The 


action of carbon disulphide on cold, saturated mercuric acetate 
solution, even in the dark, proceeds according to the equation : 
(S,+2(CH,CO,),Hg + H,O=S(Hg-CO,°CH3), + COS + 2CH;°CO,H. 
The compound, S(Hg*CO,°CH,),., forms a crust of white, silky 
needles, begins to decompose without melting at 215°, appears 
to be insoluble in all solvents, is decomposed by hot mineral acids, 
and yields mercuric sulphide when treated with either water or 
sodium thiosulphate. ee 


Mangani-acetates and -benzoates. RK. F. WEINLAND and 
Grora Fiscuer (Z. anorg. Chem., 1921, 120, 161—180).—Com- 
plex salts derived from ferric and chromic acetates have been 
described, particularly those containing pyridine in the complex 
kation, for example, [Cr(OAc),Py,(OH),|I, (A., 1910, i, 503) and 
[Fe,(OAc),Py,0]Cl, (A., 1913, i, 644). Derivatives of manganic 
acetate have now been prepared containing pyridine in the com- 
plex kation. These are more nearly related to the iron than to 
the chromium compounds, and appear to contain four atoms of 
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metal in the inner complex. They are generally brown in colour, 
are decomposed by water, and are soluble in alcohol. 

Perchlorates. [Mn,(OAc),Py4.5(OH),|(OAc),°C10,, long, narrow, 
rectangular tablets; [Mn,(OAc)gPy,(OH)3](OAc),°ClO,, well-formed, 
long, thin tablets, also crystallises with 2H,O; 

[Mn,(OAc),Py,(OH),](OAc)-C10,,2H,0, 
aggregates of thin needles; [Mn,(OAc),Py. (OH)3](OAc),-5(C10,),.;, 
thin needles which recrystallise unchanged from alcohol. 

Nitrates. _[Mn,(OAc),Py,](OAc),(NO3),, thin, _—srrectangular 
needles; [Mn,(OAc),Py,(OH)](OAc)s.,(NOg),-5, oblique tables; 
[Mn,(OAc),Py,(OH),](OAc).(NOg)5+ 

2[Mn,(OAc),Py,(OH) ](OAc),*NO, 
very thin, long, rectangular tables, and 
[Mn,(OAc),.Py,(OH),](OAc),.5(NO5),-5, 
very thin, rectangular tables. 

Acetates. [Mn,(OAc),Py,0,](OAc),, lustrous, octahedral crystals 
from a solution of manganic acetate in pyrid’ne; recrystallised 
from alcohol, it gives [Mn,(OAc),Py,(OH),](OAc),, of similar 
crystalline form; a more complex compound crystallising in 
brownish-black columns with a well-marked cleavage appears to 
have the constitution 

[Mn,(OAc),Py(OH),],[Mn,(OAc),(OH),]. 

Other more complex nitrates and perchlorates of doubtful consti- 
tution were also obtained. Red manganic acetate probably has the 
constitution [Mn,(OAc),(H,O),](OAc)3,4H,O. 

A new manganic benzoate with alcohol of crystallisation was pre- 
pared, [Mn,(OBz),(OH),EtOH], large, red crystals. Two pyridine 
compounds were isolated, both apparently containing a tetra- 
mangani-kation : [Mn,(OBz),(OH),;Py,JOBz, and 

[Mn,(OBz),(OH),Py,4](OBz),. E. H. R. 


The Action of Alumina, Titania, and Thoria on Ethyl 
and isoPropyl Acetates. Homer Apxrins and A. C. KRavsE 
(J. Amer. Chem. Soc., 1922, 44, 385—392).—Contrary to a state- 
ment of Sabatier, it is shown that alumina, titania, and thoria 
are not specific in so far as the mode of decomposition of ethyl 
acetate by them is concerned. In determining the order of effici- 
ency of these catalysts for these reactions, the method of preparation 
of the catalyst is of an importance equal to, if not greater than the 
particular metal present in the oxide. Further, it is shown that 
the course of the decomposition of the ester is not determined by 
the relative instability of the intermediate compounds formed 
between the catalyst and the acid and the catalyst and the alcohol. 
The probability is that saponification of the ester precedes the 
decomposition. A sample of unignited alumina prepared from 
the hydroxide was found to exert a marked condensing action 
on acetone at 455°. W.G 


The Successive Stages in the Hydrolysis of Triacetin. 
E. YAMAZAKI (J. Amer. Chem. Soc., 1922, 44, 426; cf. A., 1920, 
i, 591)—The author acknowledges the priority of Meyer’s work 
(A., 1907, i, 819; 1909, ii, 391, 803) on this subject. W. G. 
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The Formation of Salts of Sulphocarboxylic Acids. I. 
Cobaltous and Cupric Salts of Sulphoacetic and «-Sulpho- 
ropionic Acids. H. J. Backer and J. V. Dussxy (Rec. trav. 
thim., 1922, 41, 145—151)—The cobaltous and cupric salts of 
silphoacetic and «-sulphopropionic acids show almost complete 
imilarity in behaviour, the only differences observed being in 
respect of the quantity and stability of water content. . One 
molecule of the water of crystallisation of the neutral and acid 
copper salts is very strongly bound and the suggestion is made 
that this is linked to the sulphonic group. The neutral salts of 
both metals combine with two molecules of pyridine and the 
additive products also retain a molecule of water, probably linked 
in a similar manner to the above; the water is lost more easily 
by the additive products than by the neutral salts. The authors 
consider that the metal, rendered:more positive by the presence 
of pyridine, may show greater affinity for the sulphonic group. 
The following have been prepared: Cobalt sulphoacetate, reddish- 
violet crystals; with two molecules of pyridine gives a light reddish- 
violet crystalline powder and, with a second molecule of the acid, 


in 
to § light orange-red crystals of the acid salt; cobalt «-sulphopropionate 
was obtained only as a syrupy solution; with two molecules of 
pyridine, light violet crystals of the additive product crystallised ; 
sti. § with a second molecule of the acid hygroscopic crystals of the 
the @ acid salt of a light orange-red colour were obtained. Copper 
sulphoacetate forms small bluish-green crystals; with two molecules 
re. ff of pyridine it yields a deep blue, crystalline precipitate; with 
ine & excess of acid, light bluish-green crystals of the acid salt. Copper 
ra- § «-sulphopropionate forms light blue crystals, which give with two 


molecules of pyridine deep blue crystals of the additive compound 
and, with a second molecule of the acid, light blue, hygroscopic 
crystals of the acid salt. H. J. E. 


Studies of the Constitution of Soap Solutions. Solutions 
of Sodium Palmitate, and the Effect of Excess of Palmitic 
Acid or Sodium Hydroxide. James Wiii1am McBarn, MILt1- 
cent TayLor, and Mary Evetyn Larne (T., 1922, 121, 621— 
633). 


Colophenic Acids. W. Faurion (Ber., 1922, 55, [B], 709; 
cf. Fahrion, A., 1907, i, 329; 1921, i, 792; Aschan, A., 1912, i, 
512; this vol., i, 221)—The different varieties of colophony contain 
a large but unknown number of resin acids, all of which, in so far 
as they have been isolated, possess the formula C,,H,)0, and are 
soluble in light petroleum. They are all converted by atmospheric 
oxygen into darker coloured, amorphous autoxidation products 
which are insoluble in light petroleum and are classed as oxyabietic 
acids. H. W. 


The Catalytic Decomposition of Oleic Acid. ALPHONSE 
MaitHE (Compt. rend., 1922, 174, 873—874).—When oleic acid 
vapours are passed over a copper-aluminium alloy at 600—650°, 
they are decomposed, giving gases rich in hydrocarbons of the 
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series C,Hon+. and C,H,, and in hydrogen, and also a liquid rich jp 
unsaturated hydrocarbons, which when hydrogenated by passage 
over nickel at 180—200° give a mixture of aliphatic and aromatic 
hydrocarbons, among the latter of which benzene, toluene, and 
m-xylene were identified. W. G. 


The Catalytic Decomposition of Shark Oil. ALPuons,; 
MaitHeE (Bull. Soc. chim., 1922, [iv], 341, 249—252)—The method 
used for vegetable oils has been applied to shark oil as an example 
of animal oils (cf. A., 1921, i, 706, 841). The vapours of shark oj] 
were passed over a mixture of aluminium and copper at 600—650° 
and gaseous and liquid products were obtained. The former 
consisted of some acraldehyde together with hydrocarbons and 
hydrogen. The latter contained acids, after the removal of which 
a yellow oil was left which, on hydrogenation over nickel at 180— 
200°, gave a mixture of paraffins, cyclic hydrocarbons of the type 
of cyclohexane and methylcyclohexane, and aromatic hydrocarbons, 
of which benzene, toluene, and m-xylene were identified. The 
acids referred to above were unsaturated, and after hydrogenation 
of the mixture over nickel at 230—240° heptoic, pelargonic, and 
lauric acids were identified. W. G. 


The Unsaturated Fatty Acids of Liver Lecithin. P. A. 
LEvVENE and H. 8. Sms (J. Biol. Chem., 1922, 54, 285—294).— 
From the product of bromination of the fatty acids obtained from 
liver lecithin, an octobromoarachidic acid was isolated. When 
reconverted into a tetra-unsaturated acid, this yielded arachidonic 
acid, whilst the latter, on reduction, gave arachidic acid. The 
residue from the bromination, on similar treatment, gave first 
oleic and then stearic acid. On the assumption that arachidonic 
and oleic acids are the only unsaturated acids present in liver 
lecithin, it is calculated from the iodine numbers that lecithin 
obtained by extraction of liver with acetone contains oleic and 
arachidonic acids in the ratio 1:3:1, whilst the ratio for that 
extracted by ether is 4-3: 1 (cf. A., 1921, i, 842). E. S. 


Geometrical Isomerism in Unimolecular Films. N. K. 
Apvam (Nature, 1921, 107, 522; cf. A., 1921, ii, 488 and Langmuir, 
A., 1917, ii, 525).—In the case of certain fatty acids containing 
an ethylenic linking, the properties of films (considered to be one 
molecule in thickness) formed on the surface of water exhibit 
striking differences between cis- and trans-forms. It is thereby 
indicated that oleic and erucic acids are cis-forms, whilst elaidic 
and brassidic acids are trans-forms. It is considered that the 
molecules of saturated acids, such as palmitic acid, are attracted 
to the water by the carboxyl groups, whereas unsaturated acids 
are also attracted, although less powerfully, by their ethylenic 
linkings. The tendency of cis-forms to yield films of smaller 
area than those of the trans-forms is ascribed to the ability of 
the double bond in the former case to approach as closely as desired 
to the water, whilst in the latter case the saturated portion of the 
chain must be forced among the water molecules. Hence, owing 
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to the resistance produced by the limited flexibility of a hydro- 
carbon chain, the double bond of the trans-form will be unable 
to approach the water so closely as that of the cis-form. The 
area occupied by one molecule of a film of oleic acid on water 
under a compression of about 1-4 dynes per sq. cm. is of the order 
of 40X 10726 sq. cm., the area decreasing with time; elaidic acid 


ONSE Ff occupies about 30x 1076 sq. cm., also diminishing with time. 
thod A. A. E. 
m 

ye Preparation of Sodium Silver-thioglyco'late. CHEMISCHE 


Fasrik Frora (Brit. Pat. 156103).—Thioglycollic acid is treated 
with an equivalent quantity of a water-soluble silver salt and an 
excess of a solution of sodium hydroxide. Either reagent may 


te be employed first, but if the former, the yellow precipitate of 
30. f silver-thioglycollic acid, AgS-CH,:CO,H, which is formed, is separated 
‘ype and washed, and then dissolved in the soda solution. The sodium 
ons § salt, AgS*CH,°CO,Na, is exceedingly soluble in water, and is 
The § isolated by precipitation with alcohol as a heavy, yellow powder. 
tion §| lt is of value for the therapeutic treatment of gonococci diseases. 

and G. F. M.. 


8-Halogen-substituted Fatty Acids and $-Lactones. Hyat- 
MAR JOHANSSON and SrpNeEy M. Hacman (Ber., 1922, 55, [B], 
647—658).—In continuation of the study of $-lactones (cf. Johansson, 
Diss., Lund., 1916), «-methyl-8-butyrolactone and «-ethyl-$-butyro- 


oo lactone are now described. The formation of @-lactones appears 

nic @ 10 occur much more commonly than was supposed formerly. 
¢ : ; agg 

The @ From the preparative point of view, it is important to note that 


the hydrolysis of $-lactones to the hydroxy-acids is an irreversible 


a process, whereas with y-lactones the change is reversible; the 
ver | Successful production of the former from the @-halogenated acids 
. depends, therefore, on their removal from solution before the 
nin sf 


have been converted to the hydroxy-acids. It has been observed 
previously (loc. cit.) that the hydrolysis of $-lactones (propio- 
lactone, isobutyrolactone, and 8-butyrolactone) is influenced but 
little if at all by the hydrogen-ion concentration. The behaviour 
of the present lactones is very analogous, but the action is not 
strictly unimolecular, and distinct evidence of hydrogen-ion catalysis 
is obtained. Apparently the process is complicated by simul- 
taneous or consequent actions. In the presence of the resultant 


it | hydroxy-acid, the change appears to be uniformly unimolecular, 
by | but towards its end carbon dioxide and a gas resembling coal gas 
lic — in odour are evolved; the full description of the experiments is 
he — reserved for a subsequent communication. 

od The preparation of 8-bromo-«-methylbutyric acid, m. p. 63—64°, 


from tiglic acid and hydrogen bromide is described in detail. The 
hydrolysis of its sodium salt by water has been studied by arresting 
the reaction at definite intervals by pouring an aliquot portion of 
the solution on pure ice and titrating rapidly, first with sodium 
hydroxide and phenolphthalein and subsequently with silver 
nitrate and potassium chromate. The results show that no acid, 
with the exception of carbonic, is produced. Direct estimation of 
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when ethyl benzoate is added to finely divided sodamide covered 
with ether, but the gradual introduction of ethyl acetate causes 
vigorous evolution of ammonia; the precipitate contains sodium 
benzoate, sodium acetate, and benzamide, but the isolation of 
ketenacetal from the filtrate is difficult. The accomplishment of 
the latter depends on the observation that the decomposition of 
the sodium salt can be effected more conveniently by means of 
water than by spontaneous fission in ethereal suspension; the 
use of ethyl benzoate and ether is thereby rendered unnecessary, 
and it is more practical to operate with ethyl acetate alone, the 
excess of which plays the part of solvent. Powdered sodamide is 
therefore added in small portions to freshly distilled ethyl acetate 
cooled in a powerful freezing mixture; after some hours, the 
temperature is allowed to rise to 20°. The product is diluted with 
ether and gently warmed on the water-bath, after which the 
solvent and unchanged ethyl acetate are removed in a vacuum. 
The residual salt is gradually added to a small quantity of water 
at 20°, whereupon sodium acetate separates gradually. The 
ketenacetal is extracted from the filtrate with ether. It is a volatile 
liquid with a faint ethereal odour, b. p. 77-5—78°/760 mm., d™ 
0:7938, [R,]}2 32-54, LRz]} 32-65, [Rz}7 33-05. It is readily oxidised 
by alkaline permanganate and rapidly decolorises bromine dissolved 
in carbon tetrachforide. It is comparatively stable towards alkali 
hydroxide, but is decomposed by mineral acids into ethyl acetate 
and ethyl alcohol. It reacts very readily in ethereal solution with 
the alkali metals or their amides. Its relationship to the keten- 
acetals appears to be purely formal, since it differs widely in its 
properties from substances such as acroleinacetal and behaves 
rather as unsaturated ether. H. W. 


Trihalogenmethyl Reactions. IV. Reaction of Trichloro- 
acetic Acid with Copper. Howarp Waters Dovcuty and 
BENJAMIN FREEMAN (J. Amer. Chem. Soc., 1922, 44, 636—645; 
ef. A., 1918, i, 57; 1919, i, 513; 1921, ii, 414)—When ethyl tri- 
chloroacetate is warmed on a water-bath with copper powder, it 
gives diethyl tetrachlorosuccinate, b. p. 156°/13 mm. Attempts to 
hydrolyse the ester were not successful. Trichloroacetic acid 
reacts very vigorously with copper powder, but tetrachloro- 
succinic acid could not be isolated in the pure state, only its aniline 
salt, m. p. 149—150° (corr.) being prepared. In benzene or water 
as solvent, trichloroacetic acid reacts with copper, giving a good 
yield of dichloroacetic acid and this method is recommended as a 
means of preparing dichloroacetic acid in any desired quantity. 

There is some indication that these reactions involve the forma- 
tion of a relatively unstable intermediate compound in which 
copper is directly linked to carbon, and that the course of the 
reaction is determined by the manner in which the copper is 
eliminated from this intermediate compound. W. G. 


The «-Alikyl-levulic Acids. H.Gauitrand T.SaLtomon (Compt. 
rend., 1922, 174, 754—756).—«-Alkyl-levulic acids may readily 
be prepared by the following series of reactions. The sodium 
q* 2 
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derivative of diethyl malonate reacts with bromoacetone in ether 
to give diethyl acetonylmalonate, COMe-CH,°CH(CO,Et),, b. p 
150°/20 mm., giving a phenylhydrazone, m. p. 108—109°, and a 
semicarbazone, m. p. 125—127°. At the same time, a certain 
amount of ethyl ethanetetracarboxylate is also formed. The 
sodium derivative of the acetonylmalonic ester readily condenses 
with alkyl iodides to give alkylacetonylmalonic esters, of which 
the following are described: Hthyl ethylacetonylmalonate, giving a 
phenylhydrazone, m. p. 99—100°; and ethyl isobutylacetonylmalonate, 
giving a phenylhydrazone, m. p. 72—73°. These esters saponify 
more or less readily, giving the free acids. Hthylacetonylmalonic 
acid, m. p. 122—123°, gives a phenylhydrazone, m. p. 136—137°, 
but the isobutyl acid was not obtained pure owing to the difficulty 
of removing the second ester group. The free acids, when heated, 
readily lose a molecule of carbon dioxide, giving the corresponding 
a-alkyl-levulic acid, and the ester acids also lose carbon dioxide, 
giving ethyl «-alkyl-levulates. W. G. 


Diglycollic Acid or Anhydroglycollic Acid. Ricuarp 
AnscuttTz and SIEGFRIED JAEGER (Ber., 1922, 55, [B], 670—679).— 
In connexion with the recent publication by Sido (A., 1921, i, 447) 
on cyclic imide ethers of diglycollic acid as sweetening agents, the 
authors describe a series of similar products. ° 

The following diglycollarylamic acids are prepared by treating 
a solution of diglycollic anhydride in chloroform with an equivalent 
quantity of the requisite amine dissolved in the same solvent. 
Diglycollanilic acid, m. p. 118°; diglycoll-o-, -m-, and -p-toluidic acids, 
slender needles, m. p. 120°, needles, m. p. 131—132°, and leaflets 
or long needles, m. p. 148°, respectively; diglycoll-p-xylidic acid, 
flat plates, m. p. 106°; diglycoll-as-m-xylidic acid, slender needles, 
m. p. 116—117°; diglycoll-1:2:4:5-p-cumidic acid, slender 
needles, m. p. 133—135°; diglycoll-«-naphthalidic acid, needles, 
m. p. 165°; diglycoll-8-naphthalidic acid, microscopic needles, 
m. p. 153°. Treatment of the arylamidic acids with boiling acetyl 
chloride results in the formation of the corresponding arylimides, 
of which the following are described: diglycollanil, m. p. 195°; 
o-tolil, m. p. 126°; m-tolil, m. p. 114°; p-tolil, m. p. 180°; 
diglycoll-p-xylil, flat, hexagonal plates, m. p. 127°; diglycoll-as-m- 
rylil, needles, m. p. 102°; diglycoll-a-naphthil, m. p. 176°; diglycoll- 
8-naphthil, four-sided rods, m. p. 172-5°. 

Diglycollic anhydride is converted by hydrazine into the hydr- 
azidic acid, NH,*NH-CO-CH,:0-CH,°CO,H, slender needles, m. p. 
113—114°; the corresponding hydrazine and silver salts have been 
prepared. 

Methyl diglycollate, b. p. 130°/13 mm., m. p. 36°, is prepared 
by dissolving diglycollic anhydride in an excess of methyl! alcohol 
and subsequently saturating the mixture with hydrogen chloride. 
Methyl hydrogen diglycollate, a colourless, viscous liquid which 
solidifies in a freezing mixture, b. p. 173—174°/12 mm., is pre- 
pared from the anhydride and methyl alcohol and is converted 
by thionyl chloride into the corresponding chloride, a mobile liquid, 
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b. p. 107—108°/12 mm., 114—115°/15 mm., from which the follow- 
ing derivatives are prepared : anilide, a pale yellow oil, b. p. 175— 
180°; o-toluidide, a yellow liquid, b. p. 185°/13 mm.; p-toluidide, 
slender, colourless needles, m. p. 41°. The chloride is transformed 
by silver cyanide into the corresponding cyanide, 
CO,Me-CH,°0-CH,°CO-CN, 

a colourless, heavy liquid, b. p. 165—170°/16 mm., which is hydro- 
lysed by fuming hydrochloric acid at the atmospheric temperature 
to the acid, CO,H*CH,°O-CH,°CO-CO,H, m. p. 129—130°, b. p. 
160°/13 mm.; the silver salt of the latter is described. H. W. 


The Reaction between s-Dichlorodimethyl Ether and 
Ethyl Malonate. ArtHur W. Dox and LzsterR YopDER (J. 
Amer. Chem. Soc., 1922, 44, 649—650).—Dichlorodimethyl ether 
reacts with the sodium salt of ethyl malonate to give ethyl propan- 
axyy-tetracarboxylate together with some methylene dimethyl 
ether (cf. Kamm and Waldo, this vol., i, 105). It is probable 
that in this reaction the sodium functions as sodium ethoxide 
and not as the sodium salt of ethyl malonate, the reaction occurring 
in three stages. 

CH,Cl-O-CH,Cl + NaOEt=CH,Cl-O-CH,-OEt+NaCl 
CH,Cl-O-CH,°OEt +NaOEt=EtO-CH,-OEt+CH,0+NaCl 
CH,0+2CH,(CO,Et),=CH,{CH(CO,Et),], +-H,0. ~— 


Sulphur in Proteins. I. The Effect of Acid Hydrolysis 
on Cystine. Water Frep Horrman and Ross AIKEN GORTNER 
(J. Amer. Chem. Soc., 1922, 44, 341—360).—-Pure cystine, crystal- 
lising in hexagonal plates, was boiled for varying lengths of time 
up to one hundred and ninety-two hours with 20% hydrochloric 
acid. The analytical data indicate that cystine is only slowly 
decomposed or destroyed during prolonged boiling with 20% 
hydrochloric acid and there would not be any appreciable decom- 
position during an ordinary protein hydrolysis. During the one 
hundred and ninety-two hours’ boiling there was but little decarb- 
oxylation. Similarly, the sulphur of the cystine was not eliminated 
to any appreciable extent. A small amount of hydrogen sulphide 
was evolved, some elementary sulphur separated, but no sulphates 
were formed, and about 90% of the original sulphur was still 
unchanged and unoxidised at the end of the period of boiling. 
The amount of cystine precipitable by phosphotungstic acid 
decreased rapidly during the first forty-eight hours of boiling, 
after which it remained practically constant. The nitrogen of 
the cystine was not appreciably changed during the boiling. The 
amount of total nitrogen remained constant, the amount of amino- 
nitrogen slowly decreased and there was a corresponding slowly 
progressive increase in the amount of ammonia nitrogen. The 
optical rotation of the cystine solution rapidly fell during the 
boiling to complete inactivity at the end of ninety-six hours. 
From the residual hydrolysate an isomeric cystine was isolated. 
It crystallised in small, microscopic prisms and differed in its 
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physical and chemical properties from the original cystine. It 
was approximately 2-5 times as soluble in water, and its phospho. 
tungstate was four times as soluble. It was optically inactive. 
A number of derivatives of the two forms of cystine were pre- 
pared, and in every instance the isomeric derivatives possessed 
different properties from those prepared from the natural “ plate ” 
cystine. The authors suggest that this isomeric cystine which 
they have isolated is identical with that synthesised by Fischer 
and Raske (A., 1908, i, 325) and by Erlenmeyer and Stoop (A., 
1905, i, 119), and that the “ plate”? cystine obtained by protein 
hydrolysis has never been synthesised. W. G. 


Resolution of Hydroxyaspartic Acids [Aminohydroxysuc- 
cinic Acids] into Optically Active Forms. H. D. Dakin (J. 
Biol. Chem., 1922, 50, 403—411).—Resolution of the anti-acid 
(cf. this vol., i, 143) was effected by fractional crystallisation 
of its strychnine and quinine salts, which yielded strychnine 
d-anti-aminohydroxysuccinate (4H,O, [«]>} —19-1°) and quinine 
l-anti-aminohydroxysuccinate (4H,O, [a] —95-5°), respectively. 
By regeneration of the acids from these salts, d-anti-aminohydroxy- 
succinic acid, wedge-shaped prisms, [«] +12-1°, and l-anti-amino- 
hydroxysuccinic acid, wedge-shaped prisms, [a]? —11-9°, were 
obtained. Both active forms gave mesotartaric acid on treat- 
ment with nitrous acid, whilst heating with water at 125° pro- 
duced a partial conversion into the inactive para-acid. Attempts 
to resolve the para-acid were unsuccessful. Fractional crystallisa- 
tion of the following alkaloid salts: strychnine (3H,O, prisms, 
[a«]i} —23-2°), cinchonine (aq., hexagonal prisms, [«]; -+122-5°), 
brucine (4H,O, thin plates, [«]} —23-4°), quinine (2H,O, felted 
needles, [«]j} —116°), and the action of Penicilliwm glaucum on the 
sodium salt, were tried but without result. A partial resolution 
appeared to be effected by fermenting yeast, the levo-acid being 
preferentially consumed. The amount of resolution, however, was 
too small to render possible the isolation of the active acid. 

From an investigation of the products obtained by the tryptic 
digestion of casein it is concluded that aminohydroxysuccinic acid 
does not occur in this protein (cf. Skraup, A., 1904, i, 539). 

E 


Preparation of Acetaldehyde and Acetic Acid. A. WouxL 
(Brit. Pat. 154579.—In the catalytic hydration of acetylene to 
acetaldehyde, mercury salts may be replaced by salts of heavy 
metals which are not appreciably volatile and are not transformed 
into oxides at temperatures below a red heat. The best results are 
obtained with basic zinc salts deposited on pumice and maintained 
at about 360°, the basic vanadate being preferably employed, but 
the molybdate or chromate may be used, as also may the correspond- 
ing salts of copper, cobalt, nickel, or cadmium, but not with such 
good results. The acetylene is mixed with a considerable excess 
of air and steam, and under favourable conditions 75—80°% of the 
theoretical yield of acetaldehyde together with 5% of acetic acid are 
obtained. G. F. M. 
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Synthesis and Properties of a '-Hydroxyaldehyde. Burck 
qARDT HELFERICH and THEopoR Matxkomes (Ber., 1922, 55, [B], 
702—708).—8-Hydroxyhexaldehyde has been synthesised in a 
manner similar to that used previously for y-hydroxyvaleraldehyde 
(Helferich, A., 1920, i, 11). Like the y-hydroxyaldehydes de- 
scribed previously, the new aldehyde appears to be stable in the 
cyclic form, CH< GH. CH(OH)>° but to pass readily in the 
course of various reactions into the true aldehyde form, 
0H-CHMe-CH,°CH,°CH,°CHO. The observations appear to be of 
considerable importance for the chemistry of the sugars, since 
the possibility of the formation of 1: 5-rings (in place of the 
generally assumed 1 : 4-structures) must be taken into account. 
A®-Hexenoic acid is prepared from cyclohexanone oxime by 
Wallach’s method (a lactone, CgHj)0., b. p. 96-5—97-5°/15 mm., 
is obtained as by-product) and is converted by thionyl chloride 
into A*-hexenoyl chloride, a colourless, mobile liquid, b. p. 
49°/17 mm., d}® 1-0113, n° 1-4471. The latter is transformed by 
magnesium methyl iodide into methyl A*-amylenyl ketone, 
CH,:CH-CH,°CH,"CH,-COMe, a colourless liquid of unpleasant 
odour, b. p. 41—43°/10 mm., d}° 0-8673, nj} 1-4350 (semicarbazone, 
aggregates of needles, m. p. 108°), which is reduced to methyl-A’- 
amylenyl-carbinol, a colourless liquid, b. p. 64—65°/13 mm., di*° 
08484, nif° 1-4387. Ozonisation of the latter and subsequent 
reduction of the ozonide in ethereal solution with zinc dust and 
glacial acetic acid give 6-hydroxy-n-hexaldehyde (or 6-hydroxy-2 
methyltetrahydropyran, b. p. 71—78°/11 mm., di§ 1-0065, nif° 1-4452. 
The cyclic structure of the aldehyde is established by its physical 
constants and the observation that it reduces ammoniacal silver 
solution and colours magenta-sulphurous acid solution gradually. It 
gives a p-bromophenylhydrazone, small, pale yellow needles, m. p. 
85° (slight decomp.), and is oxidised by silver oxide in the presence 
of water to 6-hydroxy-n-hexoic acid. It is converted by methyl 
alcoholic hydrogen chloride (1°%) into 6-methoxy-2-methyltetrahydro- 
pyran, a colourless, mobile liquid with an odour of peppermint, 
b. p. 71-5—76°/110 mm., dj 0-9232, nj} 1-4211. The latter does 
not reduce Fehling’s or ammoniacal silver solutions, and does not 


appear to be hydrolysed by emulsin or «-glucosidase from yeast. 
m. We 


Preparation of Aldehydes from Acid Chlorides. V. (Di- 
aldehydes. II.) Synthesis of Decanedial. Kari W. RoseEn- 
MUND, Fritz ZetTzscue, and Fi. ENDERLIN (Ber., 1922, 55, [B], 
609—612; cf. A., 1921, ii, 320; this vol., i, 39). Decanedial 
(sebacic dialdehyde), CsH,,(CHO),, is prepared in at least 80% 
yield by the action of hydrogen on a solution of sebacyl chloride 
in xylene at 150° in the presence of palladised kieselguhr and 
“sulphured ” quinoline; it is a colourless, oily liquid with a 
pleasant odour, b. p. 142°/15 mm., which polymerises rapidly to 
a vitreous form. Both varieties give the usual aldehydic reactions 
with Fehling’s solution, magenta-sulphurous acid and ammoniacal 
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silver solution. The sodium hydrogen sulphite compound and thd 
barium salt, CgH,.(CH:N-C,9H,*SO,).Ba, formed from the aldehyde 
and barium naphthionate, are described. The aldehyde yields 
di-p-nitrophenylhydrazone, tile-red crystals, m. p. 104—107° (decomp, 
after softening at about 95°), and a dioxime, slender, colourless 
needles, m. p. 124—127° (corr.) after previous softening; the 
latter does not appear to be identical with the similar compound 
described by von Braun and Sobecki (A., 1911, i, 830). H. W. 


Spontaneous Condensation of Ethoxyacetone ; Formation 
of the Corresponding Aldol, «-Diethoxy-§-methylpentan- 
B-ol-d-one. Victor DauprELt (Bull. Soc. chim., 1922, [iv], 31, 
265—268).—Ethoxyacetone, as prepared by the action of magnesium 
methyl bromide on ethoxyacetonitrile, slowly undergoes condensa- 
tion on keeping, probably due to traces of ammonia present. 
The principal product is  ae-diethoxy-f-methylpentan-8-ol-3-one, 
OEt-CH,°CO-CH,*CMe(OH)-CH,°OEt, b. p. 126—128°/21 mm; 
d®° 1-011. The condensation is, however, more complex and 
resinous products are formed which could not be identified. A 
compound, b. p. 170—180°/16 mm.; d® 1-0164, was isolated. 

W. G. 


Influence of Sodium Chloride on the Mutarotation of 
Dextrose in Alkaline Solution. I and II. Hans Murscn. 
HAUSER (Biochem. Z., 1922, 128, 215—228, 229—244)—I. In 
N /2000-sodium carbonate solution the velocity of mutarotation 
of dextrose solutions is retarded by the presence of sodium chloride. 
The retardation is proportional to the square root of the concen- 
tration of the sodium chloride. 

II. The velocity constants of the mutarotation of dextrose at 
20-4° have been determined in aqueous solution, in 2N- and 
4N-sodium chloride solution, in increasing concentrations of hydro- 
chloric acid from 0-046 to 0-54% and in 2N- and 4N-sodium chloride 
solutions containing increasing amounts of hydrochloric acid from 
0-046 to 054%. All follow the unimolecular law, and although 
at concentrations of acid below 0-089%, 2N- and 4N-sodium 
chloride lower the velocity of mutarotation compared with hydro- 
chloric acid solutions below 0-089%, yet in all cases the velocity 
constants of the mutarotation, whether in hydrochloric acid solu- 
tion alone or in 2N- or 4N-sodium chloride, increase proportionally 
to the concentration of hydrochloric acid. H 


The Law Governing the Constants of Mutarotation of 
Dextrose and the Concentration of Acid. Hans Murscu- 
HAUSER (Biochem. Z., 1922, 128, 245—250).—It has been shown 
(preceding abstract) that at constant temperature the increase in 
the velocity constant of the mutarotation of dextrose in the 
presence of increasing amounts of hydrochloric acid is proportional 
to the concentration of the acid, Kua—Ku,o=48°5 Cua at 20-4°. 
If, however, the velocity constant in the presence of hydrochloric 
acid, Kya, be divided by the square root of the concentration of 
the hydrochloric acid (or the hydrogen-ion concentration), another 
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constant is obtained. The first equation given enables either the 
strength of a hydrochloric acid solution from the velocity constant 
or the reverse to be determined. H. K. 


The Formation of Formic Acid during the Decomposition 
of Dextrose in Alkaline Solution. H. I. Waterman and 
M. J. van TuSSENBROEK (Chem. Weekblad, 1922, 19, 135—136).— 
Solutions of dextrose in N-sodium hydroxide solution containing 
barium hydroxide were treated with ordinary air and with air 
containing ozone. In all cases formic acid was formed; 10 grams 
of dextrose after one hundred and forty-two and a half hours 
ielded 1-66 grams of the acid. No carbon dioxide was formed 
except when the temperature was kept below normal. S. I. L. 


The Function of Phosphates in the Oxidation of Dextrose 
by Hydrogen Peroxide. ArtHuR HarpzN and FRancis 
RopeRT HeniEy (Biochem. J., 1922, 16, 143—147).—The chief 
function of phosphates in the oxidation of dextrose by hydrogen 
peroxide appears to be the regulation of the hydrogen-ion con- 
centration as other buffer mixtures (NaHCO,+CO,; Na,HAsO,+- 
NaH,AsO,; NaC,H,0,; K,HPO,+KH,PO,) can replace the 
phosphates. Hydrogen peroxide is more stable in presence of 
phosphates than at the same Py in their absence. W. O. K. 


Preparation of Mannose. E. P. Ciark (J. Biol. Chem., 1922, 
51, 1—2).—The method described is simpler and gives better 
yields than those of Hudson and Sawyer (A., 1917, i, 321) and of 
Horton (J. Ind. Eng. Chem., 1921, 13, 1040). Sifted ivory-nut 
shavings are added to ten times their weight of boiling 1° sodium 
hydroxide and left for half an hour with occasional stirring. They 
are then thoroughly washed with water and dried. The material 
(600 grams) so obtained is mixed with an equal weight of 75% 
sulphuric acid and left for a day, after which the resulting mass 
is dissolved in water, diluted to 5} litres, and boiled for two and 
a half hours. The solution is then neutralised with barium car- 
bonate paste and filtered through a thin layer of active carbon, 
the last traces of barium being removed by adding a few c.c. of 
dilute sulphuric acid and again filtering. The filtrate is concen- 
trated until it contains 87—88°%, of total solids, mixed with an 
equal volume of glacial acetic acid, seeded, and frozen. Finally, 
it is allowed to thaw slowly in a refrigerator, when crystallisation 
of the mannose takes place. 


Crystalline Chlorotetra-acetylmannose. D. H. Brauns (J. 
Amer. Chem. Soc., 1922, 44, 401—406 ; cf. Fischer and Hirschberger, 
A., 1889, 480, 687).—Chlorotetra-acetylmannose was obtained in a 
crystalline form by applying the method of von Arlt (cf. A., 1901, 
i, 369). Phosphorus pentachloride was allowed to act on 8-penta- 
acetylmannose in the presence of aluminium chloride in chloroform. 
The product was obtained in crystals, m. p. 81°; [«]} +89-50°. 
With methyl alcohol and silver carbonate, chlorotetra-acetyl- 
mannose gives a mixture of methyltetra-acetylmannoses, thus 
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resembling in this respect bromotriacetylrhamnose, but differing 
from the corresponding derivatives of dextrose and galactose. 


W. G. 


The Constitution of Polysaccharides. J.J. Lisnst Zwixxzup 
(Rec. trav. chim., 1922, 41, 152).—A correction is made in the 
formulz given in the author’s paper (this vol., i, 230); it is main. 


tained that it necessitates no change in the suggested molecular f§ 


structure. H. J. E. 


New Observations on the Constitution of the Carbohydrates, 
L. DE Hoop (Chem. Weekblad, 1922, 19, 106—107).—The conclusions 
of Karrer, based on methylation and acetylation, that the starch 
molecule is really simpler than the earlier molecular-weight deter. 
minations (5,000 to 20,000) indicate, are criticised as being based 
on insufficient evidence. B. i. &. 


Preparation of Inulin, with Special Referece to Artichoke 
Tubers as a Source. J. J. Wmwaman (J. Biol. Chem., 1922, 
51, 275—283).—The ground and washed tubers are boiled for 
fifteen to twenty minutes with water containing calcium carbonate 
(1,300 c.c. of water and 30 grams of calcium carbonate to each 
kilo.) and the juice is then expressed in a press. After repeating 
the process on the residue, the combined extracts are clarified by 
means of lead acetate, any excess of the latter being removed by 
addition of ammonium oxalate. The clear liquid is then evaporated 
until it contains 40—60°% of solids, cooled slowly, and maintained 
at Q—5° for crystallisation. Recrystallisation from water is 
repeated until the specific rotation reaches —38° or —39°. A study 
of the optical rotation during successive recrystallisations confirms 
the view that inulin is a mixture of substances. Artichoke tubers 
are not a good source of true inulin. E. $. 


Alleged Adsorption of Alumina from Aluminium Sulphate 
Solutions by Cellulose. Atrrep Tinete (J. Ind. Eng. Chem., 
1922, 14, 198—199).—Neither acid-washed filter-paper nor well- 
washed bleached sulphite pulp removes any analytically appreciable 
amounts of alumina from a basic solution of aluminium sulphate, 
and the observed withdrawal of alumina from solutions of the 
sulphate in presence of cellulose is due to chemical precipitation 
by non-cellulose material present as an impurity. In no case 
could adsorption of alumina by cellulose of reasonable purity be 
observed. Methods of investigation which depend on attempts 
to separate aluminium salts from cellulose by repeated washing 
can only be employed when great caution is used as to the nature 
of the materials, and when basic solutions are in question they can 
never be trusted, as mere dilution of a basic aluminium sulphate 
solution will cause precipitation. G. F. M. 


Action of Iodine on Celluloses, Silk, and Wool. J. HurEBNner 
and J. N. Suvua (J. Soc. Chem. Ind., 1922, 44, 93—947T).—Celluloses, 
natural and artificial silk, wool, and other like substances give 
varying but appreciable yields of iodoform when treated with 
dilute aqueous solutions of iodine and potassium iodide. The 
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saction was most marked with poplar wood cellulose, and by dis- 
ling with steam poplar cellulose pulp to which iodine and sodium 
hydroxide had been added pure iodoform was readily obtained. 
The operation could be repeated and even after twenty successive 
reatments appreciable yields of iodoform were obtained. The 
results seem to indicate that the amount of iodoform produced has 
some definite relation to the solubility of the different celluloses 
in alkali hydroxide solutions. G. F. M. 


Effect of Water and certain Organic Salts on Celluloses. 
J. Hursner and F. Kaye (J. Soc. Chem. Ind., 1922, 41, 947).— 
Distilled water in which purified cotton or cellulose has been soaked 
at 35° for twenty-four hours readily gives a silver mirror and the 
characteristic aldehyde reaction with rosaniline, whilst if it is 
steeped in sodium acetate solution under similar conditions the 
amount of aldehyde produced is so considerable that it can be 
separated by distillation. If the cotton is merely placed over 
distilled water in a closed vessel for several days, the water, without 
having come into contact with the cellulose, contains traces of 
aldehydic substances. If cellulose or starch remains for several 
days in contact with distilled water at 35° to which sodium acetate 
and resorcinol have been added, the solution becomes fluorescent 
and aldehydic substances can be separated by distillation, whilst 
the addition of lead acetate to the residue after distillation causes 


a greyish-brown precipitate. When cellulose is steeped in water 
there is a rise of temperature accompanied by a contraction of 
the total volume. G. F. M. 


Polysaccharides. XIV. The Amyloses. P. Karrer and 
ELISABETH BiURKuIN (Helv. Chim. Acta, 1922, 5, 181—187; cf. 
this vol., i, 229)—The behaviour of Pringsheim’s “ triamylose ” 
towards acetyl bromide at 0—5° is similar to that of «-diamylose 
and $§-hexamylose, since it furnishes the same quantities of aceto- 
bromomaltose and heptacetylmaltose as the corresponding amount 
of maltose. - No glucose could be detected among the products. 
“Triamylose ”’ is therefore either a simple or a polymeric form of 
maltose anhydride. Its identity with @-hexamylose is established 
by a comparison of their solubilities, specific rotatory powers, 
crystalline form, contents of water of crystallisation, indifference 
to pancreatic juice, and compounds with sodium hydroxide. So 
far, therefore, all methods of degrading starch have furnished 
either maltose or simple or polymeric forms of its anhydride. 
Also the fact that the acetylation of $-hexamylose with acetic 
anhydride and zine chloride proceeds without depolymerisation 
opens up the possibility of avoiding such degradation in the cases 
of starch, cellulose, etc., in which more or less complete breaking 
down has hitherto been accepted. J. K. 


Polysaccharides. XV. Constitution of Diamylose and of 
the Anhydro-sugar (Cellosan) of Cellulose. P. Karrer and 
Atex. P. Smirnov (Helv. Chim. Acta, 1921, 5, 187—201; cf. 
preceding abstract)—Treatment of penta-acetyl-glucose with 
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phosphorus pentabromide (5 parts) for twelve minutes at 109' 
yields considerable amounts of tetraceto-l1-bromoglucose, but noflJ 
1 : 6-dibromo-derivative. In agreement with this, the same produciff; 
is obtained from octa-acetylcellobiose, whilst from octa-acetyl. 
maltose aceto-1:6-dibromo- and _  aceto-l-bromo-glucose ap 
obtained. From acetylated diamylose, on the other hand, acetp. 
1 : 6-dibromoglucose, unaccompanied by any monobromo-deriy. 
ative, is produced. Hence, in diamylose, the anhydro-oxygenf, 
atom connects the 1- with one of the 8-, 9-, 11-, or 12-carbon atoms§ jj 
of the maltose molecule. Since starch is a polymeric diamylose§j; 
its acetyl derivative also furnishes aceto-1 : 6-dibromoglucose ag 
sole product. ‘ Triacetyl-cellulose ’ (Ost, Z. angew. Chem., 1919, 
67) behaves similarly, a result irreconcilable with the view that the 
cellulose molecule consists of a chain or cyclic structure of cellobiose 
molecules, but in accordance with its conception as a polymeric 
anhydrocellobiose (Cellulosechemie, 1921, 2, 125). This anhydride, 
now termed cellosan, must therefore have the constitution (I), 
This formula at once explains the formation of 2 : 3 : 6-trimethyl- 
glucose, instead of tetramethylglucose, from methylated cellulose, 
Further, it also represents cellosan as an anhydride of maltose 
(or isomaltose), so that its degradation may occur in two ways— 
to cellobiose or to maltose. Hence it is that only 40—43% (or, 
allowing for that portion which suffers further degradation, at A 
most 50—60%) of acetocellobiose is obtainable by acetolysis of 
cellulose (Karrer and Widmer, A., 1921, i, 310; Freudenberg,§’ 
A., 1921, i, 400). The easy hydrolysis of maltose by acids explains§. 
the failure to detect its formation either in this reaction or among 
the products of the action of acetyl bromide on cellulose (A., 1921, 
i, 771). Of the three remaining possible formule for diamylose, 
that of the 1—12 anhydride (II) is alone acceptable. It explains 


| O | | aera 95°. 
0.<CH,"CH(OH)-CH-[CH(OH)],"CHy, 9 9 ¢CH,"CH(OH)-CH-[CH(OH)},-Ciygm._ 


CH*[CH(OH)],"CH*CH(CH,"OH) CH*[CH(OH)],"CH-CH(OH)-CH, Paci 
0 ll eae 162 

(I.) (II.) anil 

Unc 


the complete conversion of starch and diamylose into maltose, 
since the same result must follow from the rupture of either of 
the two glucosidic linkings. Steric influences may possibly 
influence the stabilities of diamylose and cellulose, but the easier§ § 
hydrolysis of the former is adequately explained by the fact that§am 
in it the alcoholic groups concerned in the glucosidic linkings are§fxc 
both primary. It now only remains to determine what degrees§The 
of polymerisation of cellosan and diamylose are respectively repre- fear] 
sented by cellulose and starch. vert 

The aceto-mono- and -dibromo-glucoses obtained in the above whi 
reaction are always accompanied by oily products, consistingand 
probably of the isomeric acetodibromoglucoses, the formation offdes 
which is to be anticipated, other bromination (cf. Brigl, this vol.,fequ 
i, 225) and decomposition products, and also undecomposed disacch-j the 
aride complexes. J. K. gna 
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Structure and Formation of the Humic Acids and Coal. 
J, Marncusson (Z. angew. Chem., 1922, 35, 165—166; cf. this vol., 
i, 326)—Polemical. The author maintains that humic acids 


Mcontain condensed furan and benzene rings and stand in close 


relationship to, if they are not identical with, the synthetic acids 


prepared from sugars. Contrary to Eller’s views (loc. cit.), these 
iv-aacids are carboxylic acids, as are also most probably the acids 


gnthesised by Eller from phenols, and both probably contain a 
dibenzofuran nucleus. Eller’s acids are, however, in no way 


‘identical with the natural humic acids, as evidenced by their 


hydrogen content and their behaviour towards soda. In the 
enversion of humic acids into brown coal, anhydride formation 
accompanied by loss of carbon dioxide occurs, and this so-called 
yrohumic acid was isolated from brown coal after the extraction 
of the humic acids with ammonia by boiling the insoluble residue 
vith 10° sodium hydroxide, and the lesser number of carboxyl 


jgoups found expression in the lower saponification value, 253, 
-Scompared with 300 for humic acid. In coal formation, the author 
considers that cellulose as well as lignin plays a part, and although 


s portion is undoubtedly destroyed by bacterial action, this cannot 


apply to the whole of the cellulose associated with the lignin in 
wood. G. F. M. 


Amides and Anilides of some Saturated Fatty Acids. 
Mrz Asano (J. Pharm. Soc. Japan, 1922, 97—105).—As the 
amides and anilides of fatty acids are of use in the detection and 


identification of these acids, whilst the melting points given in 
the literature are discordant, the author has prepared some of 
them together with the isobutylamides from the pure acids (from 
heptoic acid to lauric acid) and determined their melting points, 
the result being as follows: Heptoic acid: amide, m. p. 94— 
95°; anilide, m. p. 64°. Octoic acid: amide, m. p. 104°; anilide, 
m. p. 51-5°; isobutylamide, b. p. 154—155°/7 mm. __ Pelargonic 
acid: amide, m. p. 99°; anilide, m. p. 57:5°; isobutylamide, b. p. 
162°/6 mm., m. p. 37—38°. Decoic acid: amide, m. p. 98°; 
ailide, 67—68°; isobutylamide, b. p. 171°/6 mm.; m. p. 37—38°. 
Undecoic acid: amide, m. p. 96—97°; anilide, m. p. 68°; iso- 
butylamide, m. p. 51°. Lauric acid:- amide, m. p. 98—99°; 
milide, 75°; isobutylamide, m. p. 51°. K. K. 


Syntheses from Cyanamide. Preparation of Thiocarb- 
amine Cyanides, Carbamine Cyanides, and Biurets. Emm 
Fromm [with HERMANN WENZL] (Ber., 1922, 55, [B], 804—813).— 
The product of the action of sodium cyanamide on pheny!lthio- 


"Jarbimide has the constitution NPh?C(SNa):NH-C:N, since it is con- 


mn. of 
vol., 

acch- 
K. 


verted by benzyl chloride into the compound NPh:C(S:C,H,)-NH:CN, 
vhich has been obtained from phenyldithiobiuret, benzyl chloride, 
aid sodium hydroxide. The benzyl haloid has, in addition, a 
desulphurising action which is due to the disturbance of the 
equilibrium, X°C(7NH)-SNa == X-C!N+-NaSH, by the removal of 
the sulphide. This desulphurising effect is considerably more 
narked with ethylene chlorohydrin, which, with phenyldithio- 
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biuret or the product of the action of sodium cyanamid 
and phenylthiocarbimide, gives phenylearbamine cyanide 
NHPh:-CO-NH-CN, s-diphenylearbamide, and triphenylisomelamine 
(NHPh-CN),. The initial change is doubtless expressible by the 
equations NHPh-CS-NH-CS-NH,+2Na0H — NHPh-CS-NH-CN+ 
Na,S+2H,0 and 20H-CH,-CH,Cl+ Na,S=(OH-CH,-CH,),8 
2NaCl. The sulphur-free compounds are therefore derived from 
phenylthiocarbamine cyanide, but the obvious hypothesis that 
the next stage of the reaction occurs by a further elimination of 
hydrogen sulphide is negatived by the observation of a similar 
reaction with phenylethyldithiobiuret, with which this loss i 
impossible. It is much more probable that phenylcarbamine 
cyanide is produced from its thio-analogue by simple hydrolysis, 
NHPh-CS:NH-CN+H,O0=NHPh:CO-NH-CN +H,S. The phenyl. 
carbamine cyanide is hydrolysed in boiling alkaline solution to 
phenylearbamide, | NHPh-CO-NH-CN-+-2H,0=NHPh-CO-N H,+ 
CO,+-NHg, and the latter is converted into the dipheny] derivative 
by protracted boiling of its solution. Triphenylisomelamine js 
derived from phenylcyanamide resulting from the desulphurisation 
of phenylthiocarbamide produced by the hydrolysis of phenyl- 
thiocarbamine cyanide. 

The sodium salt of phenyl-y-thiocarbamine cyanide, C,H,N,SNa, 
leaflets, is formed by the addition of phenylthiocarbimide to a 
cold aqueous solution of sodium cyanamide, and is converted by 
cautious acidification with acetic acid into phenylthiocarbamine 
cyanide, a colourless, unstable substance, m. p. (indefinite) 105° 
after becoming discoloured at 90° (the silver, copper, and mercury 
derivatives are described). The sodium salt is transformed by 
benzyl chloride into N-phenyl-S-benzyl-y-thiocarbamine cyanide, 
m. p. 189—190°. Under varying conditions which are described 
in detail in the original, the sodium salt of phenyl-w-thiocarbamine 
cyanide is converted by ethylene chlorohydrin and sodium hydroxide 
into phenylcarbamine cyanide, m. p. 123—124°, diphenylcarbamide, 
and triphenylisomelamine, the precise course of the reaction being 
governed largely by the amount and concentration of the alkali 
hydroxide. The isolation of these products from phenyldithio- 
biuret is also described in detail. Phenylcarbamine cyanide is 
converted by hot, very dilute sulphuric acid into as-phenylbiuret, 
m. p. 167°. The following compounds have also been prepared : 
p-tolylcarbamine cyanide, m. p. 142°; p-tolylbiuret, m. p. 199—200° 
(decomp.); p-phenetylcarbamine cyanide, m. p. 131°; 0-anisyl- 
carbamine cyanide, decomp. 115°; phenylethylcarbamine cyanide, 
NPhEt:CO-NH-CN, large, colourless leaflets, m. p. 142°. H. W. 


Dicyanamide. W. Maprtune and E. Kern (Annalen, 1922, 
427, 1—34).—The analogies suggested by cyanoform and _thio- 
cyanic acid indicate that dicyanamide should be a strong acid 
and although, possibly, rather unstable in the free state, quite 
stable in the form of its salts: HC(CN)s,, NH(CN jo, HS(CN). The 
paper is devoted to a description of the preparation and properties 
of dicyanamide. 
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Sodium dicyanamide, NNa(CN)., is obtained in good yield by 
fl treating an aqueous solution of disodium cyanamide (CN:NNag) 
with cyanogen bromide. It is easily soluble in water, but less easily 
# soluble in alcohol, from which it can conveniently be crystallised. 
| Its aqueous solution is neutral to litmus. The decomposition may 
also be carried out by adding first cyanamide and then cyanogen 
bromide to an ethyl alcoholic solution of sodium ethoxide, but in 
these circumstances the sodium salt of O-ethyleyanoisocarbamide 
(below) is formed as a by-product, probably in the following way : 
CN-NH, —> NH:C(OEt)-NHNa —» NH°C(OEt)-NH-CN. 

Free dicyanamide cannot be isolated owing to the speed with 
which it is converted into an insoluble amorphous polymeride of 
high molecular weight. However, it exists in solution long enough 
for it to be possible to show by conductivity measurements that 
it is a strong acid, nearly as strong as hydrochloric acid. 

The silver, cuprous, and mercurous salts are colourless, the lead, 
mercuric, and cupric salts are sparingly soluble, and the ferric salt 
is soluble and red, but not so intensely coloured as ferric thio- 
cyanate. The ammonium salt forms needles which melt at 116° 
without decomposition. The silver salt does not react with 
_ ff methylene iodide, but with methyl iodide it gives dicyanomethyl- 
SNa, f amide, quadratic crystals, m. p. 221°. 
to a Dicyanamide undergoes additive reactions with water, ammonia, 
1 by f and ethyl alcohol. With water in the presence of hydrochloric 
mine # acid, it gives biuret, two molecules of water being taken up. The 
105 addition of one molecule of water was effected accidentally during 
cury an attempt to prepare dicyanamide from disodium cyanamide by 
a, reaction with bromine and sodium cyanide : 

a CN-NNa,-+ Br,—> CN-NNaBr—> CN-NNa(CN)—> CN-NH-CO-NHg. 
nine 4 The product was cyanocarbamide. Addition of one molecule of 
cide | ammonia is effected by heating the copper salt with concentrated 
ide, J 8queous ammonia. The product is a mixture of copper diguanide 
ing J and cyanoguanidine, CN ‘NH-C(‘NH):-NH,. The compound formed 
kali § by the addition of one molecule of ethyl alcohol, O-ethyleyano- 
hio- § isocarbamide, needles or prisms, m. p. 119°, is obtained either from 
, ig | cyanamide and cyanogen bromide as described above, or by heating 
ret, § sodium dicyanamide with an equivalent amount of ethyl alcoholic 
od: | hydrogen chloride. If an excess of hydrogen chloride is used 
00° § 0-ethylisobiuret, m. p. 129°, is also obtained : NH{C(:NH)-OEt},. The 
yl. | hydrochloride of this base readily looses ethyl] chloride, giving biuret. 


de, When sodium dicyanamide is heated to dull redness it is con- 
verted into the sodium salt of tricyanomelamine, the probable 

N formula of which is annexed. The same 

22, ee compound may be obtained by heating the 
io. J CN-NH-C jC:NH-CN sodium salt of cyanoguanidine, ammonia 
sid NY Fal being eliminated. Bannow obtained the 
ite G potassium salt (this Journal, 1871, 391, 
he N HCN A., 1881, 144), which he thought to be 
es . potassium dicyanamide, by _ heating 


mercuric cyanide or paracyanogen with potassium cyanide. 


i. 440 ABSTRACTS OF CHEMICAL PAPERS. 


T'ricyanomelamine cannot be isolated in the free state as it passes 
into amorphous products of high molecular weight. It is a weak 
acid, as is shown by conductivity measurements, and forms salts 
with metals. The trisodium salt crystallises with 3H,O, which is 
lost on heating in a vacuum over phosphorus pentoxide. The mono. 
sodium salt also crystallises with 3H,O and is distinctly acid to 
litmus. The ammonium salt, CgH,Ny*NH,, the silver salt, C,N,Ag,, 
the copper salt, (CsH,N,),Cu, and the lead and mercuric salts are 
also described. T'ricyanotrimethylmelamine, m. p. 268°, is obtained by 
methylation of the silver salt with methyl iodide. C. K. I. 


Ammono-carbonic Acids. Epwarp C. FrankKuLin (J. Amer, 
Chem. Soc., 1922, 44, 486—509).—The compounds guanidine, 
diguanide, cyanamide, dicyanimide, dicyanodiamide, melamine, 
melam, melem, melon, and hydromelonic acid constitute a series 
of compounds which may be regarded as ammono-carbonic acids, 
formed by the elimination of successive molecules of ammonia from 
one or more molecules of the hypothetical compound orthoammono- 
carbonic acid, C(NH,),. The scheme of derivation is as follows: 


— NH; from 


— NH; 2 mols — NH; — NH; 


Guanidine. Diguanide. Cyanamide. Dicyanimide, 


H,C,N, 
3C,N, <___ —2NR, Dicyanodiamide. 


—— 


4 a 
~ H,C,N 
ane 63~"*6 
| — Melamine, 
— NH; from — NH, from 
2 mols, 


3 mols. — NH; — NH; 
2H3CyN13 <—H3CgNg <—HgCgNig — HyOpNyy 
Hydromelonic acid, Melon. Melem, Melam. 
It is pointed out that not only formally may these substances be 
looked on as constituting a series of products resulting from the 
successive de-ammonation of C(NH,),, but that also by processes 
of de-ammonation it is possible to pass from guanidine to melon 
and inversely by processes of ammonation return to the first member 
of the group. In face of the facts that guanidine and melamine 
are alkaline and dicyanodiamide is neutral in aqueous solution, it 
has been shown that these substances behave as acids when in 
solution in liquid ammonia. Guanidine, for example, has been 
found to react with potassamide, the analogue of potassium hydr- 
oxide of the ammonia system, in accordance with the equation 
H;CN,+2KNH,=K,H,CN,+2NH,, to form a dipotassium salt. 
It has been shown that the reaction whereby atmospheric nitrogen 
is fixed in the cyanamide process is to be looked on as the nitridation 
of calcium carbide to a calcium ammono-carbonate and that the 
production of ammonia by the action of steam on calcium cyan- 
amide consists in the hydrolysis of calcium ammono-carbonate to 
calcium aquo-carbonate. Dicyanimide, (CN),NH, a hitherto un- 
known member of this series, is obtained in an impure condition 
by decomposing the silver salt with hydrogen sulphide in water. 
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The sodium salt, NaC,N, and NaC,N;,H,O, is prepared by the 
action of fused sodamide on melon, and by heating a mixture of 
sodium cyanide and mercuric cyanide. The silver, magnesium, 
barium, cupric, and nickel salts are prepared by double decom- 
position of the sodium salt with a soluble salt of the metals named. 
A number of attempts to prepare the final de-ammonation product 
of this series, carbonic nitride, have only yielded very impure 
specimens of this compound. J. 


Crystal Structure of Potassium Cyanide. Ricuarp M. 
BozworRtH (J. Amer. Chem. Soc., 1922, 44, 317—323).—The 
crystal structure of potassium cyanide has been investigated with 
X-rays, making use of the Laue photographic method, the spectro- 
metric method, and the powder method. The X-ray data show 
conclusively that the structure of this substance approximates 
dosely to the sodium chloride structure. Consequently the 
potassium atoms were placed in the positions of the sodium atoms 
and the carbon and nitrogen atoms near the positions of the 
chlorine atoms. The positions of the carbon and nitrogen atoms 
which give the best agreement with the data place these atoms 
1:15 10-8 cm. apart, equidistant from the position of the chlorine 
atom. The distance between the potassium and carbon atoms and 
the potassium and nitrogen atoms is the same, namely, 3-0 x 10-§ cm. 


J. F.S. 


Decomposition of Potassium Ferricyanide by the Action 


of Heat. V. Currica (Gazzetta, 1922, 52, i, 20—25).—Pro- 
tracted heating of potassium ferricyanide at 230° results in complete 
decomposition of the salt according to the equation 2K,Fe(CN).= 
2FeC,+2N,+C,N,+6KCN. The intermediate green substance 
formed during the heating (cf. Locke and Edwards, A., 1899, 
i, 407, 557; Cuttica and Canneri, A., 1921, i, 322) exhibits the 
oxidising properties of the original salt, but differs from it in certain 
of its reactions, and contains complex iron cyanides with less than 
six cyanogen groups in the molecule. ye ie A 


Transformations during the Fission of Racemic Sub- 
stances. Rupo~tF WEGSCHEIDER (Ber., 1922, 55, [B], 764— 
766)—Pope and Peachey (P., 1900, 16, 42, 116) have shown that 
inthe fission of the methylethyl-n-propylstannic base as d-camphor- 
sulphonate the salt of the d-base only separates so that ultimately 
the /-form is converted completely into the d-variety. The pheno- 
menon has been explained by the supposition of the racemisation 
of the excess of J-salt remaining in the solution. This and similar 
observations are now considered from a somewhat more general 
theoretical point of view, and the conditions are deduced on which 
the transformation depends when it is due (1) to the compounds 
of the optical antipodes with the active reagent, and (2) to the 
free optical antipodes formed by dissociation. The original must 
be consulted for details. 


Two cycloHeptane Models Free from Strain. Ernst MouRr 
J. pr. Chem., 1921, [ii], 103, 316—328)—The geometry is worked 


-j, 442 ABSTRACTS OF CHEMICAL PAPERS. 


out of two three-dimensional cycloheptane models which are 
absolutely free from strain, that is to say, two figures each with 
seven equal rectilinear sides are constructed so that the angle 
between any two sides meeting in a corner is «=tan1/2= 
C o—c 109° 28’ 16”. It is likewise possible to 
C iP \o va *\ construct models which are free from strain 
| C for the formula annexed. These results are 
C QC / Of interest as the heat of combustion of 
\o% \o—0% cycloheptane shows that the strains in it 
are practically the same as in cyelo. 

pentane or cyclohexane. W. O.K. 


Dimethyleyclohexanes. G. CHAVANNE and P. Brecker (Bull. 
Soc. chim. Belg., 1922, 31, 95—98).—Reduction of xylenes in 
presence of platinum and of nickel as catalysts yields products of 
differing physical constants. The authors state that the sub. 
stances obtained from m-xylene and from p-xylene in presence of 
platinum are mixtures, and that it is doubtful whether the o-xylene 
derivative is a pure substance. o-Xylene, in presence of nickel is 
transformed into a substance which is clearly distinct from that 
produced when platinum is used. In the case of m-xylene and 
p-xylene, the nature of the catalyst used affects the physical con- 
stants of the mixture obtained. The explanation put forward by 
the authors is based on the formation of cis- and trans-forms of 
stereoisomerides (cf. Skita, A., 1921, i, 503). H. J. E. 


The Preparation of Phenylacetylene. Joun C. Hessim 
(J. Amer. Chem. Soc., 1922, 44, 425—426)—By using molten 
potassium hydroxide in place of alcoholic potassium hydroxide in 
Nef’s method (A., 1900, i, 20), the yield of phenylacetylene from 
w-bromostyrene is increased from 60% to 80%. The w-bromo- 
styrene is dropped on to the molten potassium hydroxide heated 
at 200—215°. W. G. 


The Monochlorotoluenes. A. Want, G. NorMaAnp, and G. 
VERMEYLEN (Compt. rend., 1922, 174, 946—949).—The authors 
have constructed the melting-point curve for mixtures of o- and 
p-chlorotoluenes and use this method for the determination of 
the relative amounts of these two isomerides formed in the chlorin- 
ation of toluene under different conditions. They find that, whilst 
in the absence of a catalyst benzyl chloride is almost the sole pro- 
duct of the action of chlorine on toluene at 100°, in the presence 
of lead chloride the product is a mixture of the two isomeric chloro- 
toluenes containing about 62% of the ortho-isomeride. W. G. 


The Wurtz-Fittig Synthesis. Watrer Fucus and HeEtnricu 
Metzu (Ber., 1922, 55, [B], 738—747).—The behaviour of 1 : 3: 5- 
and 1] : 2: 4-tribromobenzenes and of 3 : 5-dibromotoluene towards 
alkali metals in ethereal solution has been investigated. The two 
substances first named are not attacked by metallic sodium under 
these conditions, but react slowly with potassium or an alloy of 
sodium and potassium. 1:3: 5-Tribromobenzene gives a mixture 
of substances, some of which are soluble in alkali hydroxide solution 
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vith the formation of salts. The portion which remains undis- 
solved is amorphous and insoluble in all media, so that its uniformity 
annot be guaranteed; analysis shows the presence of oxygen in 
tin addition to carbon, hydrogen, and bromine, and this surprising 
result is confirmed by the observation that resorcinol can be obtained 
fom it by treatment with hydriodic acid. The substances which 
are soluble in alkali hydroxide are precipitated in the amorphous 
fom by the addition of acid and can be separated by sodium 
hydrogen carbonate into phenols and carboxylic acids. The 
behaviour of 1 : 2: 4-tribromobenzene resembles that of the sym- 
netrical isomeride, but the yields are greater; halogenated and 
races Of halogen-free hydrocarbons are obtained in addition to 
oxygen compounds. 

3:5-Dibromotoluene reacts with sodium, giving 3 : 3’-ditolyl; 
the main product of the change is composed of amorphous, yellow 
substances to which, according to the results of analysis, the 
formule, C,,H,,Br,, Cz;Hs Bro, CypH,,Br., C;,H,,Br, are assigned 
and are regarded as formed by the linear union of 4, 5, 6, or 8 
toluene nuclei in such a manner that the terminal groups each 
contain a bromine atom, thus, Br-C,H,Me-C,H,Me-C,H,Me-Br. 
The formation of 3 : 3’-ditolyl is not to be explained by the reduc- 
tin of the bromo-compound by hydrogen formed from adven- 
titious moisture, since this is impossible under the experimental 
conditions, and, further, it is found that the yield of ditolyl is 
very noticeably increased when the duration of the experiment is 
curtailed. The most probable hypothesis is that metallic substi- 
tution products of the hydrocarbons are formed initially which 
contain the alkali metal in place of the bromine, for example, 
NaC,H,Me-C,H,Me-Na. These reactive compounds can either 
behave in the normal manner or combine with the atmospheric 
oxygen to give alkali phenoxides (as with the tribromobenzenes) ; 
alternatively, as in the case of 3: 5-dibromotoluene, they may 
undergo only partial intermediate decomposition and then give the 
corresponding hydrogen compounds after being treated with water. 
The formation of carboxylic acids is difficult to explain; it does 
not appear to be due to access of atmospheric carbon dioxide, since 
the relative quantities of acid and phenol remain unchanged when 
the gas is excluded carefully. It is possible, however, that their 
frmation is a secondary process, since they are identified as phenol- 
arboxylic acids by the Schotten-Baumann reaction in alkaline 
lutions, which are obtained only after tedious filtrations and 
lave thus possibly become oxidised. 


The Influence of Nitro-groups on the Reactivity of Sub- 

stituents in the Benzene Nucleus. VI. The Elimination 
0 Halogen during the Reduction of Halogenated Nitro- 
compounds. Haro_pD Burton and James KENNER (T., 1922, 
121, 675—682). 


The Action of Sodium Hydrogen Sulphite on Nitro-com- 
pounds of the Benzene Series. Huco Wert and E. MosEr 
\Ber., 1922, 55, [B], 732—737; cf. D.R.-P. 151134).—In a large 
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C,H,Me-NEt:SO,Na,3H,0, 

has been prepared). H. W. 

The Diphensuccindene Series. IV. 9 :12-Dichloro-A’’- 
diphensuccindadiene and Diphensuccind-10-ene. K. Brayp 
and Kart Orro MULuer (Ber., 1922, 55, [B], 601—608; cf. A, 
1912, i, 960; 1920, i, 486, 487).—The colour of solutions of diphen- 
succindandione in sodium hydroxide has been attributed to the 
presence of the sodium salt of 9 : 12-dihydroxy-A® "-diphensuccinda- 


: CoHyC:C-OH , «241: ; 

diene, OH: d vans d ‘i,’ if this is the case, the parent hydrocarbon 
should also be coloured as a consequence of the presence of the 
two conjugated double bonds and of the condensed atomic grouping. 
Attempts to obtain the hydrocarbon are now described. 


9:9: 12: 12-Tetrachlorodiphensuccindane, oH CH-CCl, 


Cl,—-CH-C,H, 


stable, colourless needles, m. p. 135° (decomp.), is obtained by the 
action of phosphorus pentachloride on diphensuccindan-9 : 12-dione, 
and is rapidly converted by a solution of sodium acetate in alcohol 


into 9: 12-dichloro-A* "-diphensuccindadiene, ie «tod , 

-— oo 4 
slender, reddish-brown needles, m. p. 191°, which is obtained more 
conveniently by preserving a solution of the tetrachloro-compound 


in benzene at the atmospheric temperature. A boiling solution of 


long, 


re the 
presence of a little mercuric chloride solution to A’*-diphensuccindene, 
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the dichloro-substance in alcohol is reduced by zinc dust in the 


'sH F-GH, , very pale yellow leaflets, m. p. 210°, which is trans- 


ixtureye P 


CAUSes 
DV the 


Togen 
uate, 


-- 


2 
OH,—CH-O,H,’ 

1301). A”-Diphensuccindene is converted by benzaldehyde in the 
resence of alcoholic sodium ethoxide solution into a mixture of 
3 substance, brownish-red needles or leaflets, m. p. 155°, and 

CoHyC-C:CHPh, 
CHPh:C——C-C,H, 
small, cinnabar-red leaflets, m. p. 244°. The latter is reduced by 
hydrogen in the presence of palladised charcoal to 9: 12- 

Gol CH-CH-CH,Ph colourless 
CH,Ph-CH—CH-C,H, ' 


9: 12-dibenzylidene-A”-diphensuccindene, 


dibenzyldiphensuccindane, 


-B crystals, m. p. 141°, and by zinc dust and boiling glacial acetic acid 


‘Hto 9: 12-dibenzylidenediphensuccindane, 


leans 
O, is 


UgH,yCH-C:CHPh 
CHPh:C——-CH-C,H, 
H. W. 


~~O 


vo. 


Constitution of Carbonium Dyes. Hans Epvuarp FIERz 
(Ber., 1922, 55, [B], 429).—A reply to Hantzsch (this vol., i, 24). 
H. W. 


Catalytic Preparation of Aniline. O. W. Brown and C. O. 
Henke (J. Physical Chem., 1922, 26, 161—191).—The conditions 
under which aniline may be prepared by the reduction of nitro- 
benzene with hydrogen in the presence of nickel or copper as 
catalyst have been investigated. In the preparation of the nickel 
catalyst it is shown that the best temperature for the ignition of 
the nitrate is 450°. The oxide thus prepared is reduced to metal 
in the reaction furnace at about 380° by hydrogen. It is shown 
that merely heating the reduced nickel in hydrogen is sufficient 
to decrease its catalytic activity, but if it is heated to temperatures 
helow 380° it is too active and carries the reduction too far. After 
heating the reduced nickel catalyst in hydrogen to a high tem- 
perature, it did not lose its activity immediately, but lost it with 
use, the activity decreasing almost linearly. The best temperature 
for the reduction of nitrobenzene to aniline with nickel as the 
catalyst is about 192°. The rate of flow of the hydrogen and 
nitrobenzene vapour through the reaction tube is of more import- 
ance than the percentage excess of hydrogen present. The best 
temperature for the ignition of copper nitrate for the preparation 
of the copper catalyst is 415°; at lower temperatures the copper 
loses its activity with use and does not give as high yields as when 
ignited at about 415°. Heating the copper catalyst in hydrogen 
reduces its activity but little until the temperature exceeds 475°. 
Its activity is 60% lower when heated at 535° than when heated 
at 475°. A new copper catalyst, or one that has been oxidised 
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and again reduced, gains in activity with use for four to six experi, 
ments before it gives constant results. Long reduction in hydrogey 
increases the length of time required for it to attain its maximum 
activity. The best temperature for carrying out the reduction of 
nitrobenzene with copper as catalyst is 260°. The activity of the 
copper catalyst decreases when used at too high a temperatur 
(377°). The decrease is more rapid with a more rapid rate of flow of 
nitrobenzene. It is further shown that with a constant rate of flow 
of hydrogen the lower the rate of flow of nitrobenzene the greater 
the yield of aniline, and with a constant rate of flow of nitrobenzene 
an increase in the rate of flow of the hydrogen first increases the 
yield of aniline and then decreases it, the increase and decrease 
being much more marked with copper than with nickel. The 
time of contact of the gaseous mixture with the catalyst is of more 
importance than the percentage excess of hydrogen present. It 
has been found that an ordinary wrought-iron pipe has considerable 
catalytic activity on this reaction. The activity decreases with 
use, and is greater when the tube has been cleaned with nitric 
acid before use. The activity of nickel and copper catalysts for 
the reduction of nitrobenzene to aniline is restored by oxidation 
and reduction, although not to so great an extent with copper as 
with nickel. As examples of the efficiency of the process, the 
following ere quoted. (1) Nickel catalyst at 192°, 3-9 grams of 
nitrobenzene per hour with a 710% excess of hydrogen gives a 
95-2% yield. (2) Copper catalyst at 253°, with the same quantities 
of hydrogen and nitrobenzene, gives a 96-2% yield of aniline. 
J. F.S. 


Compounds of Tellurium Tetrabromide with Organic 
Bases. ALEXANDER Lowy and Raymonp F. Dunsrooxk JU. 
Amer. Chem. Soc., 1922, 44, 614—617).—When primary, secondary, 
or tertiary amines or substituted amines are added to a solution 
of pure tellurium tetrabromide in absolute ether or glacial acetic 
acid, yellow or orange-coloured additive products are obtained, 
the following of which are described. Dvwaniline tellurium tetra- 
bromide, (C,H,*NH,),.TeBr,; di-p-bromoaniline tellurium  tetra- 
bromide, (BrC,H,NH,),TeBr,; di-diphenylamine tellurium tetra- 
bromide, (NHPh,),TeBr,; di-dimethylaniline tellurium tetrabromide, 
(NPhMe,),.TeBr,;  di-8-naphthylamine  tellurium _ tetrabromide, 
(C,)H,"NH,),TeBr,; p-phenylenediamine tellurium  tetrabromide, 
OgH,(N H,),TeBr, ; m-tolylenediamine  tellurium _ tetrabromide, 
C,H,Me(NH,),.TeBr,; benzidine tellurium tetrabromide, 

NH,°C,H,°C,H,-NH,TeBr, ; 
tetramethyldiaminodiphenylmethane tellurium tetrabromide, 

NMe,°C,H,°CH,°C,H,-NMe,TeBr,. 
They are all stable in air and decompose when heated at above 
100°. When di-aniline tellurium tetrabromide is dissolved in 
dilute hydrobromic acid and recrystallised twice from the same 
solvent it gives a new compound, consisting of four molecules of 
aniline hydrobromide and one molecule of tellurium tetrabromide. 
The other bases form analogous products. Alkaloids such as 
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brucine or quinine also give yellow, amorphous precipitates with 
4 tellurium tetrabromide. 

Selenium and tellurium dyes could not be obtained by sub- 
stituting selenium or tellurium for sulphur in the usual method 
for preparing sulphur dyes. W. G. 


Electrochemical Oxidation of Dimethylaniline. Fr. FICHTER 
and Emit ROTHENBERGER (Helv. Chim. Acta, 1922, 5, 166—181).— 
Chromic acid is unnecessary for the electrochemical oxidation of 
dimethylaniline to tetramethylbenzidine (cf. Lob, Z. Elektrochem., 
1901, 7, 608). The same result is obtained with anodes of lead 
dioxide, using a current density of 0-007—0-009 amp./cm.? and a 
solution of the base in 14 equivalents of 2N-sulphuric acid. The 
yield is not good, since for the best results 2—3 farads per mol. 
base must be used instead of 1 theoretically necessary, and carbon 
dioxide, nitrogen, and some carbon monoxide are evolved. Also, 
owing to production of formaldehyde and its condensation with 
moxidised base, tetramethyldiaminodiphenylmethane is obtained. 
The benzidine formation is not due to a specific action of lead per- 
oxide, since it also occurs when platinum electrodes are employed. 
In this case, by precipitation of the benzidine from the acid solution 
with barium hydroxide, an aqueous solution of a subsidiary basic 
product is obtained, which rapidly turns blue on exposure to air, 
and therefore must be concentrated in a stream of carbon dioxide 
under reduced pressure. The residue on distillation decomposes, 
sometimes explosively, into tarry products and phenyltrimethyl- 


phenylene diamine, Me,N¢C NMePh, needles or plates, m. p. 


57°. Its alcoholic or dilute mineral acid solution is easily turned 
blue by ferric chloride, bromine, or even atmospheric oxygen, 
and the base is further characterised by its perchlorate, 
(,s5H,gNo,HC1O,, blue leaflets, m. p. 186—187°; methiodide, 
(,;H,,N>,Mel, silky leaflets, m. p. 202°, which do not give a blue 
colour with ferric chloride; and a nitroso-derivative, green needles, 
m. p. 147—149°. Attempts to synthesise this base by methylation 
of phenyldimethyl-p-phenylenediamine gave indefinite results. A 
small amount of this base is also formed when lead peroxide anodes 
are used, whilst, conversely, traces of tetramethyldiaminodiphenyl- 
methane are formed when platinum anodes are employed. The 
latter are known to favour the formation of peroxides, and in the 
present case a small amount of the picrate of dimethylaniline oxide 
was obtained on treating the electrolysed solution with picric acid, 
after neutralisation and removal of dimethylaniline and tetra- 
methylbenzidine. An amorphous picrate, m. p. 56—60°, obtained 
in much larger quantity at the same time, probably corresponds 
with the product which furnishes phenyltrimethyl-p-phenylene- 
diamine, and is probably the oxide of p-dimethylaminophenol. 
The decomposition of this compound on distillation is probably 
represented by the equation OH-C,H,-NMe,O-+NMe,Ph=CH,0O+ 
H,0-+NMe,'C,H,;NMePh. In support of this, it is pointed out 
that formaldehyde and monomethylaniline are also among the 
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products of electrolysis. It is improbable that dimethylaniline 
oxide is the primary oxidation product in these reactions, since 
this view offers no explanation of the different results following 
the use of platinum and lead peroxide electrodes. When the latter 
are used for the oxidation of diethylaniline, tetraethylbenzidine jg 
almost the sole product. J. K 


Preparation of o-Sulphonic Acids of Aromatic Amines, 
British DyESTUFFS CORPORATION, Ltp., JAMES BADDILEY, Joszpy 
Baron Payman, and Harry WIGNatt (Brit. Pat. 175019)~— 
Primary aromatic amines are treated with chlorosulphonic acid in 
presence of a suitable solvent, preferably tetrachloroethane, and 
the sulphonation is completed by heating. In certain cases, a 
chlorosulphonate separates as an intermediate product, and can, 
if desired, be collected by filtration and further treated in the 
absence of the solvent, when it is converted, with evolution of 
hydrogen chloride, into the sulphonic acid. G. F. M. 


The Action of Sulphuryl Chloride on Aromatic Amines, 
W. Ever and L. Kiemm (Ber., 1922, 55, 217—224).—By the 
action of sulphuryl chloride on aniline in ethereal solution in the 
cold, a mixture of about equal parts of 2: 4: 6-trichloroaniline, 
2 : 4-dichloroaniline, and p-chloroaniline is obtained, the last two 
as hydrochlorides. The hydrochlorides are not further acted on 
in the cold, but at a higher temperature, for example, in boiling 
benzene, they are completely chlorinated to 2: 4: 6-trichloro- 
aniline. Anthranilic acid in ether is chlorinated by sulphuryl 
chloride to a mixture of 3: 5-dichloro-2-aminobenzoic acid and a 
monochloroanthranilic acid of m. p. 204°. This was identified as 
5-chloro-2-aminobenzoic acid and corresponds with the m-chloro- 
2-aminobenzoic acid of the literature. The isomeride of m. p. 148° 
described in the literature as the 5-chloro-compound is actually 
3-chloro-2-aminobenzoic acid. In benzene solution at 65—70°, 
anthranilic acid gives an 80—85% yield of 3 : 5-dichloro-2-amino- 
benzoic acid. y-Aminophenol reacts with sulphury] chloride at 70° 
to give, besides a little chloranil, 2 : 3 : 5 : 6-tetrachloro-4-dichloro- 
amino-l-hydroxybenzene, white crystals, m. p. 71-5°, readily 
soluble in all organic solvents, insoluble in water and dilute hydro- 
chloric acid, slightly soluble with a violet colour in sodium hydr- 
oxide solution, by which it is slowly decomposed. EK. H. R. 


Condensation Products of Phenylhydroxylamine with 
Hydroxymethylene Compounds and Carbinols. II. Hydr- 
oxymethylenedeoxybenzoin and Phenylhydroxylamine. H. 
Rupe and R. Wirtwer (Helv. Chim. Acta, 1922, 5, 205—216; 
ef. A., 1921, i, 425)—Interaction of hydroxymethylenedeoxy- 
benzoin and $-phenylhydroxylamine in presence of glacial acetic 
acid yields acetyl trans--phenyl-®-(a-benzoyl)-phenylvinylhydroxyl- 
amine, CPhBz:CH:NPh-OAc, needles, m. p. 157—158°, from 
which trans - 8 - phenyl - 8 - («-benzoyl) - phenylvinylhydroxylamine, 
CPhBz:CH-NPh-OH, needles, m. p. 166°, is obtained by careful 
acid hydrolysis. If sodium hydroxide be employed, @-pheny/: 


ORGANIC CHEMISTRY. i. 449 


a-phenyluinylhydroxylamine, C,H,-CH:NPhOH, plates, m. p. 119— 
120°, is obtained; its synthesis from phenylhydroxylamine and 
ethyl hydroxymethylenephenylacetate is to be described later; 
its unstable dibromide easily passes into 8-phenyl-bromo-8-phenyl- 
vinylhydroxzylamine, C,4H,,ONBr, needles, m. p. 180°. cis-8-Phenyl- 
g-(a-benzoyl)-phenylvinylhydroxylamine, C,,H,;O,N, needles, m. p. 
158° (methyl ether, Cy5H,,O.N, needles, m. p. 134—135°), results 
if the above condensation is carried out in alcoholic solution. It 
is converted into its trans-isomeride by dilute alcoholic sulphuric 
acid, whilst on treatment with sodium hydroxide it furnishes benzoic 
acid and -phenyl-$-1:3:4-(or -1: 3: 5-)triphenyl-A?-5-(or -4-) 
pyrrolinylhydroxylamine, C,,H,,ON,, m. p. 180° (picrate, 
(ygHgON,*CH,(NO,)3°OH, m. p. 215—216°), of which the orientation 
is one of the two alternatives indicated. This compound, which 
also results from the fusion of hydroxymethylenedeoxybenzoin 
with 8-phenylhydroxylamine, is converted by thionyl chloride into 
the chloro-derivative, C,,H,,N,Cl, m. p. 216°, which is also formed 
when the same reagent acts on the above cis-derivative. None 
of the products now described are soluble in alkali hydroxides 
or possess reducing properties. N-«a-Benzoylstyryl-p-aminophenol, 
(,H,-CBz:CH-NH-C,H,°OH, lemon-yellow needles, m. p. 199—200°, 
is obtained by condensation of hydroxymethylenedeoxybenzoin 
with p-aminophenol in presence of acetic acid. _ K. 


Condensation Products of Phenylhydroxylamine with 
Hydroxymethylene Compounds and Carbinols. III. Di- 
phenylbromomethane and Phenylhydroxylamine. H. RupPE 
and R. WirtwER (Helv. Chim. Acta, 1922, 5, 217—220; cf. pre- 
ceding abstract)—Diphenylcarbinol, in contrast with Michler’s 
hydrol (A., 1921, i, 425), is unaffected by 6-phenylhydroxylamine, 
but the reaction of the latter with diphenylbromomethane is so 
vigorous that decomposition ensues unless it be carried out in 
presence of crystallised sodium acetate. In this way, $-phenyl-f- 
diphenylmethylhydroxylamine (Angeli, Alessandri, and Aiazzi- 
Mancini, A., 1911, i, 544) is readily obtained. Its oxidation to 
diphenylnitron (Angeli, loc. cit.) is conveniently carried out in 
methyl alcoholic solution by means of cupric acetate. Its uni- 
molecular formula (cf. Staudinger and Miescher, A., 1919, i, 584) 
is confirmed by freezing-point measurements. J. K. 


Introduction of the Chloroethyl Group into Phenols, 
Alcohols, and Amino-compounds. Grorcre Rocrer CLEeMo and 
Wit1am Henry PERKIN, jun. (T., 1922, 121, 642—649). 


8-Naphthol. CriareNncE E. May (J. Amer. Chem. Soc., 1922, 
44, 650—651).—In the conversion of calcium naphthalenesulphon- 
ate into the sodium salt, it is essential to use pure anhydrous 
sodium carbonate, free from the hydrogen carbonate. In the 
conversion of the sulphonate into the naphthol, the fusion must 
be carried out under conditions such that no oxidation can take 
place. For this reason iron crucibles should be avoided and com- 
mercial hydrochloric acid should not be used in the recovery of 
the product of the fusion. W.G 
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Influence of Substituents on Reactions. VII. The Prefer. 
ential Points of Substitution in the Naphthols and in «-Naph. 
thylamine. Harrwic Franzen and Gustav STAUBLE (J, py, 
Chem., 1921, [ii], 103, 352—390; cf. A., 1920, i, 730).—It has 
been previously shown (loc. cit.) that on brominating @-naphthy). 
amine, 1-bromo-, 1 : 6-dibromo-, and 1 : 6 : 3-tribromo-f-naphthyl. 
amine are successively formed. In the case of §-naphthol, the 
corresponding series of bromine derivatives is obtained, only here 
a tetrabromo-$-naphthol can also be prepared, in which the 
4-position is occupied, as well as positions 1,6,and 3. On reduction 
of these brominated @-naphthols with tin, or stannous chloride and 
hydrochloric acid, only the bromine in the position 1 is replaced 
by hydrogen, whilst with sodium amalgam in alkaline solution, 
bromine in the 3- and 4-positions is removed, that in the 6-position 
resisting reduction. This stability must be due to the hydroxyl 
group in the §-position, as both «- and $-bromonaphthalenes ar 
reduced to naphthalene by sodium amalgam in alkaline solution. 

In the cases of «-naphthol and «-naphthylamine, the hydrogen 
atoms in the 2- and the 4-positions appear to be equally readily 
replaced by bromine, forming 2 : 4-dibromo-compounds, and these, 
on reduction with tin, or stannous chloride, and hydrochloric acid 
appear to lose both atoms of bromine with equal ease. 5-Bromo- 
a-naphthylamine is unchanged by tin and hydrochloric acid, 
showing that, in this respect, the effect of the «-amino-group on 
the 5-position is much less than on the 2- and 4-positions. 

In general, the corresponding chlorine compounds are reduced 
with much greater difficulty, if at all. 1-Chloro-@-naphthol, 
2-chloro-«-naphthol, and 2 : 4-dichloro-a-naphthol require the action 
of hydrogen iodide to eliminate the chlorine atoms, whilst even 
this reagent leaves 3-chloro-«-naphthol unchanged. This new com- 
pound, thin needles, m. p. 134—135°, is obtained by the reduction 
of 2 : 3: 4-trichloro-«-naphthol by hydrogen iodide. If instead it is 
reduced by tin and hydrochloric acid, a substance which is apparently 
a mixture of mono- and di-chloro-«-naphthol is obtained. «- and $- 
Chloronaphthalenes are not changed by the action of sodium amalgam. 

Alcoholic potash is without action in 1 : 6-dibromo-8-naphthol, 
whilst it removes bromine from 2 : 4-dibromo-«-naphthol, although 
no definite product has been isolated. 

The following new compounds are described in the paper. 
1-Bromo-2-methoxynaphthalene, colourless plates: with a nacreous 
lustre, m. p. 85°; 1: 6-dibromo-2-methoxynaphthalene, lustrous, 
colourless leaflets, m. p. 102°; 6-bromo-2-methoxynaphthalene, small, 
colourless needles, m. p. 108°; 3: 6-dibromo-2-methoxynaphth- 
alene, fine, colourless needles, m. p. 103°; 3 : 6-dibromo-2-acetozy- 
naphthalene, brown, compact crystals, m. p. 128°; 3 : 6-dibromo-§ 
2-benzoxynaphthalene, fine, colourless needles, m. p. 128—129°; 
1-chloro-2-methoxynaphthalene, pale yellow prisms, m. p. 70—71°;§% 
3 : 6-dibromo-1-nitro-8-naphthol, fine, yellow needles, m. p. 1479} 
(decomp.), obtained by the action of sodium nitrite and acetic 
acid on 1 : 3: 6-tribromo-§-naphthol (and also by nitrating 3 :6- 
dibromo-8-naphthol, fine, colourless needles, m. p. 134—135°); 
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1:3: 4: 6-tetrabromo-2-methoxynaphthalene, fine, colourless, felted 
needles, m. p. 149°; 3:4: 6-tribromo-f-naphthol, colourless needles, 
‘Bm. p. 127—128°; 6-bromo-f-naphthol, small, colourless needles, 
m. p. 128°. 

2: 6-Dichloronaphthalene, when pure, melts at 140—141°, not 
135° as given in the literature. W. O. K. 


Tautomerism of Phenols. V. 1:5- and 2 :7-Dihydroxy- 
naphthalenes. Water Fucus and Watrer Stix (Ber., 1922, 
55, [B], 658—670; cf. A., 1921, i, 241).—The occurrence of tauto- 
merism with the two dihydroxynaphthalenes has been demonstrated. 

1: 5-Dihydroxynaphthalene is heated on the water-bath for 
about thirty days with a freshly prepared, concentrated solution 
of sodium hydrogen sulphite which contains rather more than two 
equivalents of the latter, whereby the sodiwm salt, CygH10,S,Nao, 
is obtained as a yellow, crystalline powder. It readily loses one 
molecular proportion of sodium hydrogen sulphite when treated with 
alkali hydroxide or when boiled with water, giving sodium 5-hydroxy- 

: . CO-CH, 
|-ketotetrahydronaphthalene-3-sulphonate, OH CoHs< opr. & H-S0,Na’ 
fom which sulphur dioxide is not removed by protracted treat- 
‘J ment with boiling acids or alkalis, and only to a small extent by 
hot barium chloride and hydrogen peroxide. It is not affected 
by a solution of bromine in anhydrous chloroform. The consti- 
tution of the substance is deduced from the observation that it is 
convertible into a phenylhydrazone, C,,H,,0,N,S8, colourless crystals, 
nm. p. 203° (decomp.) (the alkali, barium, calcium, copper, and lead 
salts were examined), from which the original ketone can be re- 
generated by treatment with benzaldehyde; the methyl ether of 


._ Mthe phenylhydrazone was also prepared. Further, it is con- 


verted by diazomethane into sodium 5-methoxy-1-ketotetrahydro- 
naphthalene-3-sulphonate, C,,H,,0;SNa, an almost colourless, 
‘Boystalline substance. Oxidation of either methyl ether with 
prmanganate appears to yield 3-methoxyphthalic acid. It thus 
‘Bapears to be established that the product of the action 
a6 sodium hydrogen sulphite on 1: 5-dihydroxynaphthalene 
, Ta)C 
must have the constitution CROC fay I or 
' C(OH)(O-SO,Na)-CH, 
OC SHS< cH, aaa 
meferred, mainly because the substance does not exhibit any 
-Bendency to involve the hydroxy] group in position 5 in the formation 
-§of a sulphone. 
_Under analogous conditions, 2 : 7-dihydroxynaphthalene behaves 
2a very different manner towards sodium hydrogen sulphite 
gvlution, giving a crystalline product, C,,H,O;SNa, in only 20% 
yield. The new substance is somewhat unstable and is noticeably 
decomposed by solution in water. It appears to have the consti- 
. \- “C . e. 
Mution OCH <order —_ aaa This conception is sup- 
r2 


The latter conception is 
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ported by the observation that it readily decolorises the solution 
of a molecular proportion of bromine in dry chloroform without 
liberation of any considerable quantity of hydrogen bromide, but 
it was not possible to isolate a bromodihydroxynaphthalene from 
the product. The ketone-bisulphite likewise reacts with phenyl. 
hydrazine, but this reaction will be fully described subsequently. 
It is converted by dry, gaseous ammonia at 100° into the product, 
OC Hy<ore dan Ha) sie ae which is decomposed by water 


with the formation of 7-amino-@-naphthol (acetyl derivative, m. p. 
232°). 

The mechanism of Bucherer’s reaction is probably as follows, 
The naphthol, functioning in its tautomeric form, unites with the 
hydrogen sulphite to give a carbonyl-bisulphite compound; the 
hydroxyl group of this can be replaced by the amino-group, giving 
an intermediate product containing nitrogen and sulphur (see 
above), which is ultimately transformed into the amino-compound, 

H. W. 


Pyrogallol 1:3-Dimethyl Ether. I. K. Branp and H. 
COLLISCHONN (J. pr. Chem., 1921, [ii], 103, 329—351).—On 
attempting to acetylate pyrogallol 1 : 3-dimethyl ether with acetic 
anhydride in presence of a few drops of concentrated sulphuric 
acid, 3-acetoxy-2 : 4-dimethoxyacetophenone, colourless leaflets, m. p. 
110—111°, is obtained. This forms a phenylhydrazone, C,,H5.0,N,, 
yellow crystals, which are unstable in the air, m. p. 107—108°, and 
with hydroxylamine it loses an acetyl group to form 3-hydrozy- 
2 : 4-dimethoxyacetophenone oxime, colourless crystals, m. p. 112°. 
Similarly, with benzaldehyde and alkali 3-hydroxy-2 : 4-dimethony- 
phenyl styryl ketone, m. p. 78°, is formed which with a solution of 
bromine in ether yields a dibromide, m. p. 147—150° (decomp.). 
The ketone, on methylation, gives 2:3:4-trimethoxyphenyl styryl 
ketone, yellow crystals, m. p. 71—72°, and this on oxidation yields 
2:3: 4-trimethoxybenzoic acid, m. p. 99°, which proves the position 
of the ketonic group. 3-Acetoxy-2 : 4-dimethoxyacetophenone on 
hydrolysis yields 3-hydroxy-2 : 4-dimethoxyacetophenone, colourless 
crystals, m. p. 79—80°, which forms a phenylhydrazone, m. p. 108— 
110°, and on methylation gives 2: 3 : 4-trimethoxyacetophenone, 
m. p. 15—17°. 

On boiling pyrogallol 1 : 3-dimethyl ether with acetic anhydride, 
the simple acetyl derivative is obtained, m. p. 53-5°, which when 
nitrated gives 4-nttro-2-acetylpyrogallol 1 : 3-dimethyl ether, yellowish- 
red crystals, m. p. 92—93°. On hydrolysis, this yields 4-nitropyro- 
gallol 1 : 3-dimethyl ether, C§HgO;N,H,O, long, thin, yellow needles, 
m. p. 67—68°, and this on methylation gives 4-nitropyrogallol 
trimethyl ether, m. p. 44°, described by Einhorn, Cobliner, and 
Pfeiffer (A., 1904, i, 238), which proves the position of the nitro- 
group. 4-Nitro-2-acetylpyrogallol 1 : 3-dimethyl ether, on electro- 
chemical reduction, yields 4-amino-2-acetylpyrogallol 1 : 3-dimethyl 
ether, which is unstable; its hydrochloride is pure white, m. p. 210° 
(decomp.). On diazotisation and coupling with $-naphthol, a red 
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szo-compound is produced, forming metallic, lustrous needles, m. p. 
1}65—166°. The amino-compound forms an acetyl derivative, 
lourless leaflets, m. p. 181—132°, and a benzoyl derivative, m. p. 
0—151°. On further nitration, 4 : 6-dinitro-2-acetylpyrogallol 
9) :3-dimethyl ether, yellow crystals, m. p. 127—128°, is formed, and 
this on hydrolysis yields 4 : 6-dinitropyrogallol 1 : 3-dimethyl ether, 
yellow needles, m. p. 162—163°, which on methylation gives 4 : 6- 
dinitropyrogallol trimethyl ether, m. p. 87—88°, described by 
Thoms and Siebeling (A., 1911, i, 724). W. O. K. 


The Action of Benzoyl Peroxide on Cholesterol. A. WINDAUS 
and H. Litpers (Z. physiol. Chem., 1921, 115, 257—269).—The 
authors have previously directed attention to the fact that the 
so-called metacholesterol described by Lifschiitz (A., 1919, i, 591; 
1920, i, 547) is only an impure cholesterol-as prepared from choles- 
terol dibromide (A., 1920, i, 675). They now show further that 
the action of benzoyl peroxide on cholesterol does not, as claimed 
by Lifschiitz (loc. cit.), produce metacholesterol but a mixture of 
uchanged cholesterol and cholestan-4 : 7-diol monobenzoate. 

By the prolonged action of benzoyl peroxide on cholesterol in 
ehyl alcohol, a product is obtained which has m. p. 106—110°. 
With acetic anhydride, it gives a more than 50°% yield of cholesteryl 
acetate. Similarly, a 60% yield of cholesterol dibromide can be 
obtained from the product. Finally, after precipitating the choles- 


n. PH terol from the mixture as its digitonide they have isolated from 
No Hf the residue cholestan-4 : 7-diol 7-monobenzoate, m. p. 186°, which 
and § was identified by preparing its acetyl derivative, m. p. 154°, and 
1 the dibenzoate, m. p. 212°. Further identification was obtained by 


saponifying the benzoate and oxidising the diol. 
The product, therefore, of the action of benzoyl peroxide on 
cholesterol is either an isomorphous mixture of cholesterol and 


1p-). | cholestan-4 : 7-diol monobenzoate or a loose compound of these two 
ry substances. W. G. 
ms New Hydroxamic Acids derived from cycloPropanecarb- 


oxylic Acid, isoButyric Acid, and Dibenzylacetic Acid. A 
Comparative Study of the Beckmann Rearrangement of 
their Derivatives. Lauper WitiiAm Jones and ALFRED W. 
Scorr (J. Amer. Chem. Soc., 1922, 44, 407—423; cf. this vol., 
i, 248)--The hydroxamic acids described were prepared with the 
view of studying the influence of certain hydrocarbon radicles on 
the ease of rearrangement of the related hydroxamic acids. The 
sodium, potassium, and silver salts of the acetyl and benzoyl esters 
of the parent hydroxamic acids were used for comparison. The 
ease of rearrangement of these salts is given by the order K>Na> Ag. 
Similarly, the comparative influence of the various hydrocarbon 
radicles studied is given by the order dibenzylmethyl >«sopropyl > 


= benzylmethyl > cyclopropyl. “o 
‘? cycloPropanecarboxylhydroxamic acid, iH G7 CH-CO-NH-OH, 
y 


m. p. 124° (decomp.), is obtained by the action of hydroxylamine 
hydrochloride on ethyl cyclopropanecarboxylate in the presence of 
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sodium methoxide. It yields a benzoyl ester, m. p. 150°, with its 
potassium, sodium, and silver salts. The acetyl ester, m. p. 108°, 
gives a potassium salt. Both these potassium salts decompose 
spontaneously when kept in a vacuum desiccator over sulphuric acid, 

Dibenzylacetic acid reacts with thionyl chloride to give dibenzyl. 
acetyl chloride, b. p. 203—205°/17 mm., which with hydroxylamine 
hydrochloride and sodium methoxide yields dibenzylacethydroxamic 
acid, m. p. 146°. A better yield is obtained by the action of hydr. 
oxylamine itself on the acid chloride in dry benzene. From the 
hydroxamic acid can be prepared its benzoyl ester, m. p. 147°, giving 
a silver salt; and its acetyl ester, m. p. 126°, giving a silver salt. 
In neither case can the potassium and sodium salts be isolated 
owing to the ease with which they undergo rearrangement. The 
product of rearrangement in the presence of water is s-bisdibenzyl- 
methylcarbamide, CO[NH-CH(CH,Ph),],, m. p. 159°. 

Attempts were made to prepare tribenzylacethydroxamic acid, 
but they were not successful. T'ribenzylmethyl chloride, m. p. 173° 
(decomp.), was obtained by the action of acetyl chloride on tribenzyl- 
carbinol. Attempts to prepare a Grignard reagent from it by the 
action of magnesium even in the presence of starters were not 
successful. 

isoButyrhydroxamic acid (dimethylacethydroxamic acid), m. p. 116°, 
was prepared either by the action of hydroxylamine hydrochloride 
on ethyl isobutyrate in the presence of sodium methoxide or by 
the interaction of isobutyryl chloride and hydroxylamine in dry 
benzene. It yields a benzoyl ester, m. p. 148°, giving potassium, 
sodium, and silver salts, and an acelyl ester, m. p. 87°, giving a 
potassium salt. W. 


The Constitution of the Secondary Product in the Sulphon- 
ation of Cinnamic Acid. F. J. Moort and Rutu Tuomas (J. 
Amer. Chem. Soc., 1922, 44, 367—369).—Contrary to the state- 
ment of Beilstein (Handbuch org. Chem., 3 ed., 2, 1422), it is shown 
that the second product obtained by Rudnew (cf A., 1875, 76) 
in the sulphonation of cinnamic acid is m-sulphocinnamic acid, and 
that it is identical with that obtained by Kafka (cf. A., 1891, 720) 
from m-sulphobenzaldehyde by the Perkin synthesis. It may 
readily be characterised by its aniline hydrogen salt, m. p. a 

W. G. 


Ring-chain Tautomerism. I. The Occurrence and Effect 
of Keto-enol Tautomerism between a Ring Compound and 
its Open-chain Isomeride. Grorcz ARMAND Rosert Kov, 
ARNOLD STEVENSON, and JocELYN FieLtp TuorpeE (T., 1922, 121, 
650—665). 

Preparation of Phthalic Anhydride by the Catalysis of the 
Vapour Phase Reaction between Naphthalene and Atmo- 
spheric Air. Courtney Conover and H. D. Gisss (J. Ind. 
Eng. Chem., 1922, 14, 120—125).—Naphthalene is oxidised to 
phthalic anhydride when a mixture of naphthalene vapour and 
air is passed through a heated tube containing certain catalysts. 
Vanadium pentoxide is the best catalyst for the purpose; at 
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about 400°, 55% of the naphthalene is oxidised, 27% may be 
recovered and 18% is lost, the yield of phthalic anhydride being 
87% of the naphthalene attacked. Molybdenum trioxide is also 
a fairly efficient catalyst, but other metallic oxides tried and even 
finely divided platinum mixed with magnesia are poor or worth-_ 
less. Fused and powdered vanadium pentoxide is more effective 
than is the light powder prepared by decomposing ammonium 
vanadate at low temperatures. Arsenic trioxide and sulphur 
dioxide do not interfere with the catalyst, but the presence of 
sodium compounds is injurious. Phthalic anhydride is the main 
solid product of the reaction; benzoic acid has been found, and 
naphthols are probably present in small quantity. The gaseous 
products consist chiefly of carbon dioxide; the presence of carbon 
monoxide has not been detected. W. P.&. 


Friedel and Crafts’ Reaction. Diphenyl and Ditolyl Tetra- 
halogen Phthalides. Watrer A. Lawrance and Harotp G. 
Oppy (J. Amer. Chem. Soc., 1922, 44, 329—330).—The method 
used by Rubidge and Qua for the preparation of diphenylphthalide 
(cf. A., 1914, i, 539) gives good results for the preparation of 
diphenyl- and ditolyl-tetrahalogenophthalides if tetrahalogenated 
phthalic anhydrides are used. New compounds prepared by this 
method are: diphenyltetrabromophthalide, m. p. 202°; ditolyltetra- 
bromophthalide, m. p. 196—197°; diphenyltetraiodophthalide, m. p. 
206°, and ditolyltetraiodophthalide, m. p. 213—214°. W. G. 

Mechanism of the Colour Change of some Phthaleins. 
A. Ture (Z. physikal. Chem., 1922, 100, 479—488).—The author 
has investigated the colour changes of various chloro- and bromo- 
substituted phenolphthaleins and from the relative intensity of 
the colour discusses the mechanism of the colour change. Taking 
the intensity of the colour of phenolphthalein itself as unity, the 
following intensity values have been obtained : Phenoltetrachloro- 
phthalein, 5; chlorophenolphthalein, 0-65 ; dichlorophenolphthalein, 
0:25; trichlorophenolphthalein, 0-13; tetrachlorophenolphthalein, 
001; bromophenolphthalein, 0-60; dibromophenolphthalein, 0-20; 
tribromophenolphthalein, 0-04, and tetrabromophenolphthalein, 
0-01. The results show that the nuclear ring has no chromophoric 
function and that this must be sought outside the nucleus. The 
sensitiveness towards large excess of strong bases is practically 
zero in the case of phenoltetrachlorophthalein; it is noticeable 
with phenolphthalein and increases with increasing number of 
chlorine or bromine atoms in the side rings, so that under similar 
conditions the tetra-derivatives show the strongest decoloration 
by alkali hydroxides. The decolorising action of alcohol is parallel 
with that of alkali hydroxides; cooling reduces the colour intensity 
and heating increases it. J. F.S. 

The Molecular Configurations of Polynuclear Aromatic 
Compounds. I. The Resolution of  y-6:6’-Dinitro- and 
4:6:4’ :6’-Tetranitro-diphenic Acids into Optically Active 
Components. GrorcE Hauiatr CuRistiz and JAMES KENNER 
(T., 1922, 121, 614—620). 
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Disalicylic .or Anhydrosalicylic Acid and its Transform. 
ation into Xanthone-4-carboxylic Acid. Ricuarp Ansocniiy, 
and WALTER CLAASEN (Ber., 1922, 55, [B], 680—689; cf. A, 
1920, i, 48).—o-Tolylsalicylic acid, CgH,Me-O-C,H,°CO,H, m. p. 
133-5°, is prepared according to the directions of Ullmann and 
Zlokasoff (A., 1905, i, 597) and is oxidised by potassium perman. 
ganate to disalicylic acid [anhydrosalicylic acid], O(CgH,°CO,H),, 
colourless needles, m. p. 230° (decomp.) ; the silver, calcium (+-H,0), 
and copper salts are described. The acid is converted by phosphorus 
pentachloride in the presence of s-tetrachloroethane into the corre. 
sponding chloride, O(C,H,°COCI),, small, colourless needles, m. p, 
161°, from which the following compounds are obtained in the 
usual manner: ethyl ester, b. p. 220°/12 mm.; di-amide, small, 
colourless needles, m. p. 265°; di-anilide, four-sided, lustrous 
leaflets, m. p. 194—195°. Methyl disalicylate, prepared by the 
action of methyl sulphate and potassium hydroxide on the acid, 
crystallises in small, colourless needles, m. p. 65-5°. 

Disalicylic acid shows a somewhat unexpected behaviour towards 
acetyl chloride at 170°, since, in place of the expected anhydride, 


it gives xanthone-4-carboxrylic acid, CpH,<6->CoHy'CO,H (the 


same compound is produced by means of sulphuric acid); it 
crystallises in almost colourless, matted needles, m. p. 289°, and 
is characterised by unusual stability, since it can be distilled 
unchanged under the atmospheric pressure. The silver, calcium, 
and copper (+H,O) salts are described. The acid is characterised 
further by conversion into the following derivatives; chloride (by 
phosphorus pentachloride or thionyl chioride), m. p. 165°; methyl 
ester (by means of methyl sulphate), long, yellow needles, m. p. 
146-5°; ethyl ester (from the silver salt and ethyl iodide), micro- 
scopic yellow needles, m. p. 123°; amide (from the chloride and 
ammonia in s-tetrachloroethane solution), m. p. above 320° 


(decomp.); anilide, colourless, lustrous leaflets, m. p. 252°. 
H. W. 


Some Derivatives of Anisylacetone (Methoxyphenylpro- 
panone) [p-Methoxybenzyl Methyl Ketone]. Emin Lz 
BrazipDeEc (Bull. Soc. chim., 1922, [iv], 31, 255—265).—p-Methoxy- 
benzyl methyl ketone is converted by the action of hydrobromic 
acid in solution in glacial acetic acid into p-hydroxybenzyl methyl 
ketone, COMe-CH,°C,H,°OH, m. p. 35°5°, d®° 11-1159, giving a sem- 
carbazone, m. p. 213°. With potassium cyanide, the bisulphite 
compound of anisylacetone yields «-hydroxy--anisyl-«-methylpro- 
pionitrile, OMe-C,H,-CH,*CMe(OH)-CN, which on hydrolysis gives 
first the amide, m. p. 179°, and then «-hydroxy-B-anisyl-«-methyl- 
propionic acid, m. p. 84°. By the action of magnesium methyl 
iodide on anisylacetone, «-anisyl-8-methyl-A*-propene, 

CH:-CMe:CH-C,H,°OMe, 
b. p. 118°/15 mm., d 1:0089, is obtained, but its properties do not 
entirely correspond with those given by Klages (cf. A., 1904, i, 567) | 


for a compound thus named and prepared from anisaldehyde and 9; 


form- 
CHiTz 
f. A, 
mM. p. 
n and 
rman. 
)yH),, 

20), 
horus 
corre- 
m. p. 
Nn the 
small, 
strous 
y the 
acid, 


vards 
lride, 
(the 
3 it 
and 


tilled 
Um, 


ORGANIC CHEMISTRY. i. 457 


sodium isobutyrate. Its constitution is shown by the fact that 
on oxidation it yields anisic acid. On reduction by sodium in 
absolute alcohol, it gives «-anisyl-8-methylpropane, b. p. 123— 
125°/15 mm., d° 0°9887. 

By the action of magnesium benzyl chloride on anisylacetone, 
y-phenyl-a-anisyl-p-methylpropan-B-ol, 

CH,Ph-CMe(OH)-CH,°C,H,-OMe, 
b. p. 225—230°/15 mm., is obtained, and on dehydration by acetic 
anhydride it yields y-phenyl-a-anisyl-8-methyl-A*-propene, 
CH,Ph-CMe:CH:-C,H,°OMe, 

b. p. 206°/12 mm., d°1:0551, and this on oxidation gives anisic 
acid. W. G. 


The Synthesis of Aromatic Ketones by means of Mixed 
Zinc Organic Compounds. F. Mavuruner (J. pr. Chem., 
1921, [ii], 103, 391—396)—Following Blaise (A., 1911, i, 415), 
the author has prepared various aromatic ketones by the action 
of mixed zinc organic compounds on the corresponding acid chlor- 
ides. From o-toluoyl chloride is obtained o-tolyl ethyl ketone, 
an oil, b. p. 219—220°. The following compounds are also de- 
scribed : m-tolyl methyl ketone, an oil, b. p. 220°; p-tolyl ethyl 
ketone, an oil, b. p. 288—239°; 2-methoxy-m-toluoyl chloride, b. p. 
121—122°/17 mm.; 2-methoxy-m-tolyl ethyl ketone, b. p. 122°/12 
mm.; 2-methoxy-p-toluoyl chloride, b. p. 153—154°/18 mm.; 
2-methoxy-p-tolyl ethyl ketone, b. p. 147°/14 mm.; 4-methoxy-m- 
toluoyl chloride, b. p. 146—147°/14 mm.; 4-methoxy-m-tolyl ethyl 
ketone, b. p. 142—143°/13 mm.; p-anisyl methyl ketone, and 
3:5-dimethoxyphenyl ethyl ketone, b. p. 168—170°/17 mm. The 
last compound, when reduced with zinc and hydrochloric acid, 
yields 3 : 5-dimethoxy-1-n-propylbenzene. If the formula proposed 
by Hesse (A., 1911, i, 208) for divarinol is correct, this compound 
ought to be identical with divarinol dimethyl ether. W. O. K. 


The Reaction between Alkalis and certain Nitrocyclopro- 
pane Derivatives. E. P. Konxer and L. I. Smirn (J. Amer. 
Chem. Soc., 1922, 44, 624—634).—It has previously been shown 
(A., 1919, i, 582) that 3-nitro-2-benzoyl-l-phenylcyclopropane is 
decomposed by potassium hydroxide, giving potassium nitrite and 
an open-chain @-diketone. It is suggested that the first step in 
this reaction is the elimination of nitrous acid and then the re- 
sulting cyclopropene derivative immediately undergoes rearrange- 
ment to an acetylenic compound which in the presence of the alkali 
hydroxide cOmbines with water to give the @-diketone. Certain 
experimental evidence in support of this view is given. Proof of 
the intermediate formation of an acetylenic ketone was obtained 
by carrying out the reaction in the presence of diethyl malonate, 
when «-pyrone esters were obtained (cf., this vol., i, 461). 

p-Chlorophenyl y-nitro-B-phenylpropyl ketone, 

NO,°CH,°CHPh-CH,°CO-C,H,Cl, 


7 n. p. 80°, is obtained by the action of sodium nitromethane on 


p-chlorophenyl styryl ketone. When brominated, it yields p-chloro- 
phenyl «-bromo-y-nitro-8-phenylpropyl ketone, m. p. 88—89°, which 
r* 
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by the elimination of hydrogen bromide with potassium acetate 
gives 3-nitro-1-p-chlorobenzoyl-2-phenylcyclopropane, m. p. 121°, 
This compound is converted into an isomeride, m. p. 144°, by the 
action of ammonia in methyl alcohol. Further, it combines with 
hydrogen bromide, giving p-chlorophenyl y-bromo-8-nitro-y-pheny.- 
propyl ketone, CHPhBr-CH(NO,)-CH,°CO-C,H,Cl, m. p. 128° 
which readily loses nitrous acid and hydrogen bromide, giving 
1-phenyl-4-p-chlorophenylfuran, m. p. 123°. The nitrocyclopropane 
described above is decomposed by sodium methoxide, giving as its 
sole product p-chlorophenyl phenacetylmethyl ketone, 
CH,Ph-CO-CH,°CO-C,H,Cl, 

m. p. 78°, giving a copper derivative, m. p. 218—220° (decomp). 
If the nitrocyclopropane is warmed with the sodium derivative of 
diethyl malonate in methyl alcohol, then the product is methyl 
5-p-chlorophenyl-3-benzylpyrone-2-carboxylate, m. p. 171°, giving 
the free acid, m. p. 155—157° (decomp.), and some y-p-chlorobenzoyl- 
-benzylcrotonic acid, C,H,Cl-CO-CH,°C(CH,Ph):CH-CO,H, m. p. 
147° (decomp.). The pyrone acid, when heated at 165—170°, 
gives 6-p-chlorophenyl-4-benzylpyrone, m. p. 167—168°. The pyrone 
ester when shaken with a saturated solution of ammonia in methyl 
alcohol gives ethyl 2-hydroxy-6-p-chlorophenyl-4-benzylpyridine-3- 
carboxylate, m. p. 210°. 

Starting from phenyl p-chlorostyryl ketone, a similar series of 
compounds can be prepared as follows. Phenyl y-nitro-B-p-chloro- 
phenylpropyl ketone, m. p. 96°; phenyl «-bromo-y-nitro-8-p-chloro- 
phenylpropyl ketone, m. p. 116°;  3-nitro-1-benzoyl-2-p-chloro- 
phenylcyclopropane, m. p. 66—67°, and its tsomeride, m. p. 157— 
159°; phenyl y-bromo-8-nitro-y-p-chlorophenylpropyl ketone, m. p. 
112—114°; phenyl 8-nitro-y-hydroxy-y-p-chlorophenylpropyl ketone, 
m. p. 142°; phenyl p-chlorophenylacetylmethyl ketone, m. p. 52—54°, 
and its copper derivative, m. p. 229—230° (decomp.); methyl 3-p- 
chlorobenzyl-5-phenylpyrone-2-carboxylate; phenyl  «y-dibromo-$- 
nitro-y-p-chlorophenylpropyl ketone, m. p. 143°. W. G. 


The Dehydration of Benzylhydrobenzoin («8y-Triphenylpro- 
pane-«$-diol). Formation of Benzyl Diphenylmethyl Ketone 
(Semipinacolic Transposition) and of Diphenylindene (Cyclis- 
ation). A. Orfxnorr and M. Tirrenzav (Bull. Soc. chim., 1922, 
[iv], 31, 253—255).—It has previously been shown that «y-tri- 
phenylpropane-«$-diol is dehydrated by concentrated sulphuric 
acid, giving benzyl diphenylmethyl ketone (A., 1919, i, 205). It 
is now shown that if phosphoric oxide is used in place of sulphuric 
acid, the products ~ _— diphenylmethyl ketone and 1 : 2-di- 


phenylindene, ( ei \oph If acetyl chloride is the dehydr- 
_——'CHPh ° 


ating agent, the product is exclusively diphenylindene. W. G. 


Hydrindones. I. The Hydrindone of the Vanillin Series. 
Fritz von Konexk and Nikoxtaus SzaMAK (Ber., 1922, 55, 102— 
109).—The object of the research was to determine the influence 
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of a third ring substituent on the condensation to hydroxyhydr- 
indones of suitable phenolic acids. Hydroferulic acid (8-m-methoxy- 
p-hydroxyphenylpropionic acid), was prepared by reducing ferulic 
acid with sodium amalgam, the ferulic acid being obtained from 
vanillin by Perkin’s synthesis. The hydroferulic acid was con- 
densed by heating with concentrated sulphuric acid at 140°. The 
resulting hydrindone, which was obtained in poor yield, crystallises 
from hot water in long needles, m. p. 193—194°. It forms a phenyl- 
hydrazone, m. p. 205—210° (decomp.), crystallising in yellow 
of\. needles. By methylation and oxidation with 
CHO} =, nitric acid, it is converted into m-hemipinic 
HO. , CH, acid (4:5-dimethoxyphthalic acid), which 
nad ‘% establishes the constitution of the hydrindone 
as 6-hydroxy-5-methoxydihydrindone (annexed 
formula). Condensation therefore takes place in the position para 
to the methoxyl group. E. H. R. 


The Rearrangement of Benzil to Benzilic Acid. ArTHuUR 
LacHMAN (J. Amer. Chem. Soc., 1922, 44, 330—340).—By pro- 
longed boiling with water, benzil is converted into benzilic acid. 
The addition of small amounts of alkali accelerates the change, 
but the acceleration is by no means proportional to the increase 
in hydroxyl-ion concentration. There is some slight experimental 
evidence that the reversal of the benzil rearrangement is not un- 
likely, but so far it has not definitely been accomplished. When 
boiled with water, benzilic acid yields benzophenone and carbon 
monoxide. The author is of the opinion that the new experi- 
mental evidence is not in accord with the hypotheses of Nef (cf. A., 
1898, i, 102), Tiffeneau (cf. A., 1907, i, 304, 404, 922), or Michael 
(cf. A., 1920, i, 417, 536) as to this rearrangement. He propounds 
a new hypothesis similar to that suggested for the rearrangement 
of dihydroxytartaric acid (cf. this vol., i, 109), that is to say, on the 
basis of intramolecular oxidation and reduction. The rearrangement 
is indicated as follows, COPh-COPh —» CPh(OH),*CPh(OH), —> 
OH-CPh,-C(OH), —» OH-CPh,°CO,H. The decomposition of 
benzilic acid to benzophenone and carbon monoxide may be 
similarly accounted for: 

OH-CPh,-CO(OH)=CPh,(OH),-+-CO=COPh,+ H,0+CO. 

From a study of this and other rearrangements, it is stated that 
if two carbon atoms in a compound are in a symmetrical or a similar 
state of oxidation, such a structure is unstable; one of the carbon 
atoms tends to a greater degree of oxidation, the other becoming 
reduced. This tendency is enhanced by rise in temperature or by 
different catalysts. W. G. 


Piperitone. II. Benzylidene-dl-piperitone. Joun READ 
and Henry Grorce Smita (T., 1922, 121, 574—582). 


Piperitone. III. The Oximes of dl-Piperitone. JouNn 
Reap, Henry Grorce Smits, and Marie BEentivoctio (T., 1922, 
121, 582—593). 


r* 2 
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New Halogen Derivatives of Camphor. II. «’-Bromo. 
camphor. TxHomas Martin’Lowry, Victor STEELE, and Henry 
Burasss (T., 1922, 121, 633—641). 


New Distinctive Characteristics of the Three Propan. 
G-olcamphorcarboxylolides Melting Respectively at 141° 
117—118°, and 89—90°. A. Hatier and (Mme) Ramarr-Lvcas 
(Compt. rend., 1922, 174, 785—789; cf. A., 1921, i, 673).—With 
sodium ethoxide the camphorcarboxylolide, m. os ro gives 

Cc -CH.: : 
propan-B-olcamphorcarboxylic acid, CHu<dy ta lete aemmat, 
m. p. 160—170° (decomp.), [«], +33° 5’, which when heated loses 
carbon dioxide, giving camphopropan-$-ol. The acid is the cis. 
trans-acid. The camphorcarboxylolide, m. p. 117—118°, under 
the same conditions gives the sodium salt of an isomeric cis-cis. 
propan-B-olcamphorcarboxylic acid. Attempts to isolate the free 
acid were not successful as the addition of acid to a solution of 
the sodium salt always regenerated the olide. The third camphor 
carboxylolide, m. p. 89—90°, can be obtained in small amounts 
by treating the isomeride, m. p. 141°, with concentrated sulphuric 
acid. When treated with sodium ethoxide as described above, it 
gives an isomeric propan-8-olecamphorcarboxylic acid, m. p. 115— 
120° (decomp.), [«], -+-25° 3’, which when heated loses carbon dioxide, 
giving a camphopropan-8-ol, m. p. 100—101°, [a], +62° 4’, which 
yields a phenylurethane, m. p. 120—120°5°, [«], +5°47’. W.G. 


Various Oils of Origanum vulgare from Different Parts of 
Italy. E. Anartescu (Gazzetta, 1922, 52, i, 157—166).—Three 
samples of Origanum vulgare, (1) one purchased in Rome, and the 
others gathered (2) at Valle d’Inferno and (3) in Sicily, respectively, 
have been distilled in a current of steam, the whole plant being 
employed. The yields of oil obtained were 0°204, 0°072, and 
1:106%, respectively, and the compositions as follows: (1) 67% 
of thymol, 154% of unidentified free alcohols, 2°63°% of esters, a 
small proportion of free acid, and 12°5% of a sesquiterpene, b. p. 
245—250°, the density and refraction of which indicate it to be 
bicyclic; (2) 2°2% of thymol, 12-86% of unidentified free alcohols, 
2°56% of esters, and probably a sesquiterpene; (3) 50% of thymol, 
4%, of unidentified free alcohols, 0°85% of esters, traces of free 
acid, 17°5°% of cymene, and 10°5% of dipentene. [Cf. J. Soc. Chem. 
Ind., 1922, 346a.] Zz. a. 


Italian Oil of Thymus striatus. P. LEONE and E. ANGELESCU 
(Gazzetta, 1922, 52, i, 152—157).—The dried complete plant yields 
0°342°% of a lemon-yellow oil of aromatic odour and burning taste 
and containing 30% of thymol, 9°5% of unidentified free alcohols, 
2°83% of esters, little free acid, 29% of cymene, and 4°5% of a 
sesquiterpene, b. p. 250—260°, which is apparently monocyclic. 
[Cf. J. Soc. Chem. Ind., 1922, 346a.] T. H. Ff. 


The Dithiocarbamate Accelerators of Vulcanisation. D. F. 
Twiss, S. A. Brazier, and F. Tuomas (J. Soc. Chem. Ind., 1922, 
41, 83—887T).—The dithiocarbamate accelerators of vulcanisation 
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include the alkyldithiocarbamates, the corresponding thiouram 
disulphides, and the xanthates. Unlike aldehyde-ammonia and the 
simple amines, the effectiveness of these compounds as vulcan- 
jsation catalysts is influenced to a remarkable extent by the presence 
of zinc oxide. Their use with zinc oxide gives rise to vulcanised 
products of exceptionally high tensile strength and resistance to 
extension, and accelerates the physical alteration of the rubber 
in a greater degree than the chemical alteration, as indicated by 
the combination of caoutchouc with sulphur. The alkylammonium 
alkyldithiocarbamates and thiouram disulphides derived from 
secondary amines are much more powerful catalysts than the 
corresponding derivatives of primary amines. It is remarkable 
that in the absence of zinc oxide even the zinc dialkyldithiocarb- 
amates and zinc ethylxanthate are relatively feeble in their action, 
and that with the last-named substance a high vulcanisation tem- 
perature is unfavourable. When applied in the presence of a 
limited proportion of zinc oxide, thiocarbanilide causes the develop- 
ment of a discontinuous progress of vulcanisation similar to that 
described earlier for thiocarbo-p-toluidide. (See also Twiss and 
Brazier, A., 1920, i, 751; Twiss and Howson, A., 1920, i, 751; Twiss, 
A., 1921, i, 876.) D. ¥. TF. 


The Constitution of Catechin. IV. MaximiLtian NIEREN- 
steIN (T., 1922, 121, 604—613). 


The Addition of Malonic Esters to Benzoylphenylacetylene. 
E. P. Konter (J. Amer. Chem. Soc., 1922, 44, 379—385).—Malonic 
esters combine with benzoylphenylacetylene in the presence of sodium 
ethoxide to give compounds of the type COPh*CH:CPh-CH(CO,Me),, 
which, however, immediately lose alcohol and pass into «-pyrone 
derivatives, having the ester group in the position 3. These pyrone 
derivatives are characterised by the fact that on treatment with 
alkalis they can be hydrolysed without breaking the pyrone ring, 
the product being either the pyrone acid or the corresponding 
pyrone. In this way, the author has prepared 2 : 4-diphenyl- 
6-pyrone-5-carboxylic acid, in the form of its methyl ester, m. p. 
129°, its ethyl ester, m. p. 119°, and its sodium salt. The free acid 
when heated for two hours at 210—212° gives 2: 4-diphenyl- 
6-pyrone, m. p. 142°, which by solution in alcoholic potassium 
hydroxide and subsequent addition of acid gives y-benzoyl-f-phenyl- 
crotonic acid, m. p. 130°, giving a methyl ester, m. p. 36°. A second 
acid, apparently isomeric with the crotonic acid, was also obtained 
during this opening of the pyrone ring, but it could not be isolated 
in the pure state. 

The pyrone esters when heated with aqueous ammonia give 
ammonium salts of amino-compounds, but with concentrated 
alcoholic ammonia at the ordinary temperature they are slowly 
converted into a mixture of hydroxypyridine esters and the corre- 
sponding hydroxypyridines. Of these 6-hydroxy-2 : 4-diphenylpyr- 
idine, m. p. 210°, and ethyl 6-hydroxy-2 : 4-diphenylpyridine-5-carb- 
oxylate, m, p. 197°, have been prepared. W. G. 
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The Oxidation of «-Dinaphthaxanthens. HErmMENDRA Kumar 
Sen-Gupta and Sranuey Horwoop Tucker (T., 1922, 121, 
557—568). 


Autoxidation of 2-Acetyl-«-naphthol in Alkaline Solution. 
K. Fries and H. Leve (Ber., 1922, 55, [B], 753—763).—Solutions 
of 2-acetyl-«-naphthol in sodium or potassium hydroxide which 
contain more than one molecular proportion of the hydroxide to 
one of the acetyl derivative are completely stable towards air, 
even when heated; on the other hand, when an excess of base 
is avoided, the acetyl compound is readily oxidised to acetic acid 

and a substance, C,.H,.0,, to which, on 
if _OH account of its synthesis and reactions, the 
be 4 ‘9 annexed constitution is assigned. The 
if a \=/° course of the reaction has not yet been 
; “7 \, elucidated fully, and it has not been 
oe \—/ found possible to isolate any intermediate 
product. The completely inhibitive effect 
of even a slight excess of alkali hydroxide is attributed to the 
existence of two types of salts of 2-acetyl-«-naphthol, of which only 
that which predominates in solutions of smaller hydroxyl-ion 
concentration is autoxidisable. 

If oxygen is passed through a boiling solution of 2-acetyl-- 
naphthol in alcohol which has been treated with an amount of 
sodium hydroxide solution insufficient for complete combination, 
ethyl acetate is produced and a dense precipitate of the sodium 
salt, C..H,,0,Na, black crystals, separates. The parent com- 
pound, Cy.H,,0,4 (see above), crystallises in dark red needles, m. p. 
306°; the acetate, lustrous, orange-yellow needles, m. p. 284°, 
carbethoxy-derivative, orange-coloured, silky needles, m. p. 239°, 
and methyl ether, slender red needles, m. p. 264°, are described. 
The compound, C,.H,,0,, is reduced by a saturated solution of 
stannous chloride in glacial acetic acid to the corresponding tr- 
hydroxy-derivative, CigH <CH OM) >CH-C,gH,(OH),, yellow leaf 
lets, m. p. 195°, which is oxidised slowly to the parent substance 
on exposure to air, rapidly in alkaline solution. It gives a triacetate, 
colourless leaflets, m. p. 212°. The methyl ether, m. p. 264°, under- 
goes a peculiar transformation under the influence of alkali hydr- 
oxide, being converted by loss and subsequent addition of a molecule 
of water into the diketone, OH-C,)H,*CO-CO-C,,H;(OH)-OMe, 
yellow needles, m. p. 186°, which is reconverted into the red methy! 
ether when heated above its melting point or treated with con- 
centrated acid; it gives a well-defined calcium salt, C,,H,,0;Ca, 
small, pale yellow needles, and is converted by o-phenylenediamine 
into the quinoxaline derivative, small, red, prismatic crystals, 
m. p. above 300° (decomp.) after softening at 270°. The diketone 
and also the red methyl ether are reduced by stannous chloride in 
the presence of glacial acetic acid to the dihydroxy-compound, 


CH << CB OMS CH-C;pH,(OH)-OMe, colourless needles, m. Pp. 
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198° (diacetate, m. p. 185°), which is oxidised by ferric chloride to 
the red methyl ether. 

The compound C,,H,,0, is converted by short ebullition with 
aniline into anilino-8-naphthaquinone, m. p. 245°. This observa- 
tion has provided the key to the synthesis of the compound which 
is obtained by boiling a saturated solution of 6 : 7-benzocoumaranone 
and anilino-8-naphthaquinone (which behaves as 2-hydroxy-1 : 4- 
naphthaquinone-4-anil) in glacial acetic acid. H. W. 


Strychnos Alkaloids. XXXI. Violet and Green Colour 
Reactions of Cacothelin. Herrmann Levucus [and, in‘ part, 
Kacurn] (Ber., 1922, 55, [B], 724—732).—The recognition of 
cacothelin as a quinone, C,,H,,O,N;,HNO, (this vol., i, 362), has 
necessitated a re-examination of its colour reactions. It is found 
that the violet salts are derived from the corresponding quinol. 
The unusual deepening of the colour, however, can only be explained 
by the assumption that fresh quinoid linkings are developed to 
replace those lost during the conversion of quinone into quinol. 
Information on this point is derived from a study of the esterifica- 
tion of the “nitroquinol” which, under regulated conditions, 
gives violet salts of a mono-ester and ultimately similar salts of 
di-esters. Since the formula of the nitroquinol in so far as it has 
been elucidated, C,,H,,{C(OH) . . . C(OH); :C(NO,); iN; °-NH; 
‘CO.H; *‘CH(OH)}, only indicates the possibility of the production 
of a mono-ester, the formation of a di-ester can only be explained 
by the hypothesis that the nitro- passes into the isonitro-group, 


ON<P —_— io This rearrangement involves the pro- 


duction of a new quinoid arrangement. Evidence obtained during 
the acetylation of the “nitroquinol”’ points to the conclusion 
that the migrating hydrogen atom is supplied by the imino- 
roup. 

, The free “ nitroquinol”’ is obtained by the addition of alkali 
hydroxide to a solution of the violet hydrochloride in boiling water 
and in an atmosphere of hydrogen. The violet salts are obtained 
readily from it by use of the requisite acid if precautions are taken 
to exclude air; the sulphate, hydrochloride, nitrate, and hydro- 
bromide have been examined. Methyl sulphate converts the base 
into the compound, C,3,H,.0,,N,8, dark violet prisms. 

The hydrochloride of the nitroquinol is converted by methyl 
alcohol and hydrogen chloride in the presence of acetone into the 
hydrochloride of the corresponding methyl ester, long, almost 
black needles, and by more drastic treatment in the absence 
of acetone into methylnitroquinol methyl ester, hydrochloride, 
lemon-yellow plates, C,,H,,O,N;,HCI,2HCI],3MeOH, or violet 
prisms, C,,H,,0O,N;,HC1,3H,O. With ethyl alcohol, the com- 
pounds C,,H,,O,N,,HCl, reddish-violet, quadratic leaflets and 
C,;H,,0,N;,HCl, tile-red, slender needles, are produced. 

The “ nitroquinol ” hydrochloride is converted by acetic anhydride 
at 100° in the absence of air into the “ diacetyl nitroquinol’’ anhydride, 
dark yellow prisms, from which the corresponding monoacetate, 
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C,3;H,,0,N3, red crystals which become discoloured at 230°, jg 
derived ; the sulphate, hydrochloride, and hydrobromide were prepared, 
H. W. 


Preparation of Neutral Soluble Double Compounds of the 
Alkyl Xanthines and their N-Acyl Derivatives. KNo.u & (Co, 
(D.R.-P. 340744; from Chem. Zentr., 1921, iv, 1102—1103)— 
Dialkyl xanthines and their N-acyl derivatives form soluble crystal. 
line salts with alkali benzoates and salicylates. The following 
double compounds are mentioned : theophylline-sodium salicylate: 
theobromine-sodium salicylate; N-acetyltheobromine-sodium sali. 
cylate; theophylline-sodium benzoate; N-acetyltheobromine- 
lithium salicylate; N-acetyltheobromine-ammonium salicylate; 
N-acetyl theobromine—potassium salicylate; theophylline—sodium 
salicylate; theophylline—potassium benzoate. . W. K. 


1-Phenyl-4-pyridone. ALEXANDER P. Smirnov (Ber., 1922, 
55, [B], 612—613; cf. A., 1921, i, 594).—In reply to Borsche and 
Bonacker (this vol., i, 50), the author considers that the evidence 
brought forward favours his view of the internal ammonium oxide 
structure of the compound and not the ketonic constitution. 

Anhydrous 1-phenyl-4-pyridone has m. p. 126° when slowly 
heated instead of 116° as recorded by Borsche and Bonacker 
(loc. cit.). H. W. 


Synthesis of Quinic Acid. Apotr Kaurmann (Ber., 1922, 
55, [B], 614—616).—In his recent communication (this vol., i, 
172, 174) on the synthetic production of quinic acid in quantity, 
Halberkann appears to have overlooked the work of Kaufmann 
and his colleagues (cf. A., 1909, i, 958; 1911, i, 749, 750; 1912, i, 
651; 1918, i, 187). H. W. 


The Action of Sulphites on Aromatic Amino- and Hydroxy- 
compounds. IX. 6-Amino-«-naphthol-5-sulphonic Acid 
(A-Acid) and the Sulphite Reaction. Hans Tu. BucuHErer 
and Rupotr Wau (J. pr. chem., 1921, [ii], 103, 253—276).— 
A-Acid, when boiled with 40% sodium hydrogen sulphite, is converted 
into the disulphurous acid ester of 1 : 6-dihydroxynaphthalene-5- 
sulphonic acid, the sodium salt of which, C,j)H;S,0,Na3, separates 
in long, colourless needles. The dihydroxynaphthalenesulphonic 
acid itself could not be isolated, being exceedingly soluble. 
A-Acid, with 40% ammonium sulphite and ammonia, yields 
2 : 5-diaminonaphthalene-\-sulphonic acid, prismatic crystals and 
rectangular prisms, whilst with aniline and sodium hydrogen 
sulphite it yields 6-anilino-«-naphthol, which was isolated as the 
monobenzoyl derivative, m. p. 128°5°. With phenylhydrazine and 
sodium hydrogen sulphite, the corresponding phenylhydrazino- 
compound, apparently to be postulated as an intermediate stage, 
undergoes a further series of reactions (cf. following abstract), 
and the final products are 4-hydroxypheno-§-naphthacarbazole, I, 
m. p. 215°, 5-hydroxypheno-88-naphthacarbazole-1-sulphonic acid, II, 
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and diphenonaphthadicarbazole, III (?), m. p. 209°, I and III 
involving the elimination of a sulphonic acid group. 


JN Pincaiciag™ | 
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In the same way, phenylhydrazine and sodium hydrogen sulphite 
acts on 6-amino-«-naphthol-3 : 5-disulphonic acid to give, not only 
i-hydroxypheno-88-naphthacarbazole-1 : 3-disulphonic acid, but also 
small quantities of 4-hydroxypheno-$-naphihacarbazole-2 2 -sulphonic 
acid. 

Sodium hydrogen sulphite, either alone or with aniline, appears 


to have no action on $-naphthylamine-1 : 5-disulphonic acid. 
W. O. K. 


The Action of Sulphites on Aromatic Amino- and Hydroxy- 
cmpounds. X. Action of Phenylhydrazine—Bisulphite Mix- 
ture, Particularly on Aminonaphtholsulphonic Acids, and 
Azo-dyes. Hans Tu. BuCHERER and WALTHER ZIMMERMANN 
(VJ. pr. Chem., 1921, [ii], 103, 2 legge Sl ge rd and various 
co-workers have shown (cf. A., 1908, i, 455; A., 1909, i, 521; A., 
1910, i, 144) that the action of a mixture of phenylhydrazine and 
40% sodium hydrogen sulphite on certain naphtholsulphonic acids 
leads to the formation of phenonaphthacarbazole derivatives, and 
other naphtholsulphonic acids have now been investigated. Carb- 
azole formation takes place in the case of $-naphthol-8-sulphonic 
acid, «-naphthylamine-7-sulphonic acid, 7-amino-«-naphthol-3-sul- 
phonic acid (y-acid), 6-amino-«-naphthol-3-sulphonic acid (J-acid), 
5-amino-«-naphthol-3-sulphonic acid (JM/-acid). Usually the N- 
sulphonic acid of the carbazole is first formed, and this loses its 
V-sulphonie group on acid hydrolysis. The following compounds 
have been analysed: sodium pheno-$-naphthacarbazole-1 : 7-di- 
sulphonate, white needles; sodium pheno-«- napeinacaroanete- 2- 
sulphonate; sodium 4- hydrox ypheno-«-naphthacarbazole-2-sulphonate, 
opalescent leaves. Sodium pheno-$-naphthacarbazole-1 : 7-disul- 
phonate when boiled with acid loses both sulphonic acid groups, 
giving pheno-«-naphthacarbazole, m. p. 132° (acetyl derivative, 
m.p. 149°). In the cases of 5-amino-«-naphthol-3-sulphonic acid and 
of a-naphthylamine-7-sulphonic acid, the corresponding diaryl hydr- 
azine-V-sulphonic acids (which are presumably intermediate stages 

NH-NPh-SO,H 
SO;Na/ ¥ N 
yh 
OH 


are also formed, whilst in the cases of 8-amino-«-naphthol-5- 
sulphonic acid (S-acid) and 8-amino-«-naphthol-3 : 5-disulphonic 


in the carbazole formation) of the type 


i. 466 ABSTRACTS OF CHEMICAL PAPERS. 


acid (K-acid) no carbazole formation could be detected. From 


these diarylhydrazine-N-sulphonic acids from S-acid, and from]: 


«-naphthylamine-7-sulphonic acid, azo-compounds are formed } 
the action of alkali hydroxide of the formule C,,H,,ON,°S0,Na 
and C,,H,,N,SO,Na respectively. 

K-Acid and M-acid, when boiled with sodium hydrogen sulphite, 
yield “dioxy-K-acid,” and “dioxy-M-acid” as greyish-white 
precipitates; that is, the amino-groups are replaced by hydroxy), 
These give with diazotised p-toluidine red dyes. “‘ Dioxy-K-acid ” 
(1 : 8-dihydroxynaphthalene-3 : 5-[4 : 6]disulphonic acid), on long 
boiling with concentrated hydrochloric acid, loses a sulphonic acid 
group to give 1 : 8-dihydroxynaphthalene-3-(6)-sulphonic acid. 

The action of phenylhydrazine and sodium hydrogen sulphite 
on azo-dyes has been reinvestigated (cf. Bucherer and Sonnenberg, 
A., 1910, i, 144). The yellow product obtained from croceine 
(1-benzeneazo-8-naphthol-6-sulphonic acid) has apparently the 
constitution I, and with alkali hydroxide forms the red dye, II, 
which crystallises in long needles; its constitution is verified 
by the following reactions. With nitrite it loses aniline, and forms 
the triazole, III, and on reduction it forms 1 : 2-naphthylene- 
diamine-6-sulphonic acid, the properties agreeing with those of 
this compound as described by Witt (A., 1889, i, 270). The red 
compeund, II, with concentrated hydrochloric acid undergoes a 
semidine transformation to give 1-benzeneazo-2-p-aminophenyl- 
amino-6-sulphonic acid, IV, the sodium salt of which crystallises 


in long, fine needles. 
SO,Na/ y S0,Na/~ ‘ 
i \ -NH-NPh‘SO,Na N\/ ‘:N:NPh 
\ )‘NH-NHPh 4 /:NECNHPh 
(I) (II.) 
SO,Na/~ ‘ SO,Na/” ‘ 

\ NP NPh \ /:NH-CHy NH, 

(III.) (IV.) 


Similar yellow and red compounds are obtained from 1-p-acetyl- 
aminobenzeneazo-$-naphthylamine-6-sulphonic acid, whilst the 
action of phenylhydrazine and sodium hydrogen sulphite on naph- 
thol-blue-black (8-amino-2-benzeneazo-7-p-nitrobenzeneazo-«-naph- 
thol-3 : 6-disulphonic acid) is due simply to the sodium hydrogen 
sulphite, and the dye is reduced to 7 : 8-diamino-2-benzeneazo-«- 
naphthol-3 : 6-disulphonic acid, a bluish-red dye. This gives a 
brownish-red dye with phenanthraquinone, which separates in small 
needles, and is turned yellow by mineral acids. W. O. K. 


Derivatives of Benzthiazole. E. Romani (Gazzetia, 1922, 
52, i, 29—32).—Thiolbenzthiazole, first prepared by Hofmann 
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4., 1887, 823, 1039; cf. Jacobson and Frankenbacher, A., 1891, 
;, 1048), may be obtained easily and cheaply by heating with 
sulphur at 260° in a closed space either phenylthiocarbamide or 
thiocarbanilide or methyleneaniline, phenylthiocarbimide being 
formed as an intermediate product; the yield of the pure compound 
amounts to 75—80%. 1-Thiolbenzthiazole is a moderately energetic 


acid and forms salts of the formula [CH <g>CS],X. 


on 
1-Thiol-5-methylbenzthiazole, y,| | prepared from 


i 
% F Ss’ C-SH : 

p:p-ditolylthiocarbamide and sulphur, forms white crystals, 
m. p. 177°. 

1-Thiol-6-(or 4)-methylbenzthiazole, similarly obtained, has m. p. 

.. 

1-Thiol-3-methylbenzthiazole, has m. p. 185°. 

1: 1’-Dithiolbis-4 : 4’-dibenzthiazole, 


SH-C<N>C,Hy CH, <Q>CSH, 
prepared from p : p-diphenylenethiocarbamide, forms dark yellow 
crystals, m. p. 320°, and in alkaline solution readily forms salts 
of the heavy metals. =; wee. 


The Blue Oxidation Product of Diphenylamine. F. KEuR- 
mann and G. Roy (Ber., 1922, 55, 156—158).—It was shown by 
Kehrmann and Micewitz (A., 1912, i, 1020) that the blue product 
formed’ by oxidation of diphenylamine with nitric acid in con- 
centrated sulphuric acid is an imonium salt of N-N’-diphenylbenz- 
idine. In view of doubts thrown on this explanation (this vol., 
i, 28), further experiments have been made. By oxidation in 60% 
sulphuric acid with potassium nitrate, the quinhydrone salt of 
Y-N’-diphenylbenzidine was isolated and was reduced to diphenyl- 
benzidine, m. p. 234—235°. When oxidising in concentrated 
sulphuric acid, it is necessary to remove nitrous acid by means of a 
current of air, since this reacts with the imonium salt on diluting, 
forming products which cannot be reduced to diphenylberizidine. 
By oxidation with manganese dioxide in 80% sulphuric acid, a 
yield of 62% of the theory was obtained. E. H. R. 


The So-called Peroxidation Products of Leuco-triphenyl- 
methane Dyes. F. KeuRMANN, GusTAVE Roy, and MariE 
Ramm (Helv. Chim. Acta, 1922, 5, 153—157).—It is well known 
that if excess of lead peroxide be used for the preparation of tri- 
phenylmethane dyes from their leuco-compounds, the yield and 
quality of the product are unsatisfactory. It is now shown that 
by gradual treatment at the ordinary temperature of a malachite- 
green solution, not too dilute and acidified with sulphuric acid, 
with lead peroxide until a diluted sample shows no green tinge, 
and addition of the filtered solution to perchloric acid, tetramethyl- 
diphenoquinoneimonium perchlorate, 
fe oo 
ClO,NMe.=< _ PK Doe ClO, , 
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is precipitated in the form of orange needles, benzoic acid bein 
present in solution. The same perchlorate results from the oxid. 
ation of tetramethylbenzidine. Similarly, brilliant-green and 
tetraethylbenzidine furnish tetraethyldiphenoquinoneimonium per. 
chlorate, CogH.,0,N,Cl,. The same products, with carbon dioxide, 
were obtained from Michler’s hydrol and the corresponding tetra. 
ethyl derivative (cf. Rosenstiehl, A., 1895, i, 541). Further, the 
formation of dinitrotetramethylbenzidine by treatment of tetra. 
methylbenzidine with dilute nitric acid (Bourgeois, Bull. Soc. Ind, 
Rouen, 1882, 503) or nitrous acid (Michler and Pattinson, A., 1882, 
199) is preceded by that of tetramethyldiphenoquinoneimonium 
salts, of which quantitative yields may be obtained in the latter 
case. J. K. 


Preparation of New Therapeutically Active Acridine De- 
rivatives. FARBWERKE vORM. MEISTER, Lucius, & Briining 
(Brit. Pat. 176038)—Therapeutically active acridine derivatives 
having a bactericidal action are obtained by introducing into the 
9-position of acridine, or of its substitution products, an amino-, 
or substituted amino-group, the substituents being any organic 
radicles other than aryl groups. These compounds are obtained 
by causing ammonia or a primary or secondary amine (other than 
an arylamine) to act on a 9-halogen acridine or a 9-alkoxy- or 
phenoxy-acridine in presence or absence of a catalyst such as a 
copper salt. They may also be obtained by reducing a 9-hydrazino- 
acridine or a 9-nitroacridine, or by decomposing the azides of 
9-acridine-carboxylic acids with elimination of nitrogen, or finally 
by the action of a hypochlorite or hypobromite on the amide of a 
9-acridinecarboxylic acid. The following briefly summarises the 
detailed examples given in the patent specification for the prepar- 
ation of these acridine derivatives by these various methods, and 
of the necessary intermediate products. 2-Ethoxy-9-ethanolamino- 
acridine, yellow crystals, m. p. 146°, is obtained by mixing amino- 
ethanol with 2-ethoxy-9-chloroacridine in alcoholic solution at 
100°. ,2-Hthoxy-9-p-hydroxy phenylethylaminoacridine, m. p. 233°, is 
similarly obtained from p-hydroxyphenylethylamine. 2-Ethoxy- 
9-antipyrineaminoacridine, a yellowish-red base, m. p. 257°, is 
prepared similarly from 4-aminoantipyrine. 9-Aminoacridine forms 
yellow needles, m. p. 236°, and gives a water-soluble hydrochloride. 
it may be obtained by heating 9-chloroacridine with alcoholic 
ammonia at 140° in presence of copper acetate, or alternatively 
by ‘heating alcoholic ammonia with 9-ethoxyacridine at 120° for 
several hours. The reduction of 9-phenylhydrazinoacridine hydro- 
chloride with zinc dust and acetic acid or other reducing agents 
also furnishes 9-aminoacridine, as also does the decomposition of 
the amide of acridine-9-carboxylic acid by digestion in a ball mill 
with potassium hypobromite. The 9-chloroacridine and its deriv- 
atives required for the above preparations are obtained from the 
corresponding acridones or directly from the arylanthranilic acids 
by heating them with phosphorus penta- or oxy-chloride. 9-Hthoxy- 
acridine is obtained by the action of sodium ethoxide on 9-chloro- 
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acridine ; it melts at 83°, and yields acridone when heated with a 
mineral acid. 2 :9-Diethoxyacridine forms fine needles, m. p. 83°. 
The hydrazinoacridine derivatives are produced by treating 
)-halogenacridines with hydrazines. 9-Phenylhydrazinoacridine 
forms yellow needles, m. p. 173—174°; 2-ethoxy-9-phenylhydrazino- 
aridine is a light yellow powder, m. p. 232—234°; 9-hydrazino- 
acridine, C,3H,N-NH-NH,, forms orange needles from alcohol, 
nm. p. 169°; hydrazino-9 : 9-bisacridine, C,,H,N-NH*NH-C,,H,N, 
forms dark red crystals, m. p. 265°. 9-Diethylamino-2-ethoxy- 
uridine is prepared by heating 9-chloro-2-ethoxyacridine with 
diethylamine in alcoholic solution at 130—140° for six hours in 
presence of cuprous chloride and copper bronze. The base itself 
is a thick oil, and it gives a red, crystalline hydrochloride, m. p. 
117°. 9-Piperidino-2-ethoxyacridine is prepared in a similar way, 
using piperidine instead of diethylamine. The base melts at 122°, 
and gives a water-soluble hydrochloride, m. p. 252° (with decomp.). 
)-Ethylaminoacridine from 9-ethoxyacridine and alcoholic ethyl- 
amine is an oil which soon solidifies, and recrystallised from dilute 
alcohol has m. p. 129°. The nitration of 9-aminoacridine in concen- 
trated sulphuric acid yields a dinitro-9-aminoacridine, a dark red base, 
m. p. above 300°, which on reduction with stannous chloride gives 
a triaminoacridine hydrochloride, long, yellow needles, and the free 
base, dark red lamine. 3: 9-Diaminoacridine is prepared from 
2-chloro-4-nitrobenzoic acid and aniline by way of 5-nitrodiphenyl- 
amine-2-carboxylic acid, 3-nitroacridine by elimination of water, 
)-chloro-3-nitroacridine by the action of phosphorus pentachloride, 
yellow needles, m. p. 213°, and 3-nitro-9-aminoacridine, m. p. above 
300° (with decomp.), and reduction of this with stannous chloride, 
or ferrous sulphate and ammonia. 3 : 9-Diamino-7-ethoxyacridine 
is prepared by a similar series of reactions starting with p-phene- 
tidine instead of aniline. Of the intermediate substances, 4-nitro- 
2-p-phenetidinobenzoic acid melts at 233—234°, 9-chloro-3-niiro- 
T-ethoxyacridine melts at 186—187°, 3-nitro-9-amino-7-ethoxyacridine 
is obtainable in two forms, red and yellow; crystallised from 
nitrobenzene it melts at 310°,.and on reduction gives the diamino- 
ethoxyacridine, m. p. 123—124° (with decomp.). The azide of 
acridine-9-carboxylic acid, C,,H,N*CO-Ng, a very unstable substance 
decomposing even at the ordinary temperature, is obtained by the 
action of sodium nitrite on the hydrazine, m. p. 244°, prepared by 
heating the ester with hydrazine in alcoholic solution. On heating the 
azide in aqueous suspension, 9-aminoacridine is formed with evolu- 
tion of nitrogen, whilst if the same decomposition is carried out in 
alcoholic solution, the urethane, C,,H,N-NH-CO,Et, crystallises on 
cooling. It melts at 188—194° and on hydrolysis with 2N-sulphuric 
acid is converted into 9-aminoacridine sulphate. In a similar 
way, 2-chloro-9-aminoacridine, m. p. 272—274°, is obtained from 
2-chloroacridine-9-carboxylic acid, m. p. 264°. The latter substance 
is synthesised from o-chlorobenzaldehyde and magnesium methyl 
iodide, which give o-chlorophenylethyl alcohol and by oxidation 
0-chloroacetophenone, b. p. 98°/6 mm. This is condensed with 
p-chloroaniline to 2-chloro-9-methylacridine, which by Kaufmann’s 


i. 470 ABSTRACTS OF CHEMICAL PAPERS. 


process (A., 1912, i, 655) is transformed into 2-chloro-9-aldehydo. 
acridine, m. p. 171—172°, which on oxidation gives the acid. Its 
ethyl ester melts at '71—72°, and the hydrazide at 210—211°. From 
this the azide is obtained by the action of nitrous acid, and on 
heating it in alcoholic solution the urethane, C,3H,NCl-NH-CO,Ei, 
m. p. 205°, is formed. The latter on hydrolysis yields 2-chloro. 
9-aminoacridine. G. F. M. 


Dissociation of the so-called 41 : 1’-Dibenzyltetrahydro- 
4 :4’-dipyridyl. Ernst Werrz (Ber., 1922, 55, [B], 599—600; 
cf. Weitz and Ludwig, this vol., i, 365).—A reply to Emmert (A,, 
1909, i, 602; 1917, i, 221; 1919, i, 455; 1920, i, 331; this vol., 
i, 179). The di-iodide results from the bimolecular radicle formed 
with the aid of oxygen; the monoiodide is derived from the colourless 
product. H. W. 


The Acylated and Alkylated Leuco-indigotins. E. Granp. 
MOUGIN (Compt. rend., 1922, 174, 758—760).—The author is of 
the opinion that the acylation or alkylation of leuco-indigotin gives 
oxygen-substituted derivatives. The acylated derivatives on 
oxidation give nitrogen acylated derivatives of indigotin owing to 
the migration of the acyl group. The alkylated derivatives simply 
undergo saponification and regenerate indigotin. In support of 
this, it is shown that if methyl sulphate acts on an alkaline solution 
of indigo white, kept alkaline throughout, a new dimethyl deriv- 
ative, m. p. 252° (decomp.), of leuco-indigotin is obtained, which 
on oxidation with nitrous acid regenerates indigotin, and on oxid- 
ation with chromic acid gives isatin. Acylation under similar 
conditions must also give an oxygen-substituted derivative, during 
the oxidation of which the acyl group migrates and the stable 
ketonic form of the indigotin results. W. G. 


Electrochemical Studies in the Pyrazole Group. Fr. 
FicuteR and Hueurs pE MontMo.uin (Helv. Chim. Acta, 1922, 
5, 256—262).—Electrochemical oxidation of a number of pyrazole 
derivatives results for the most part in the formation of carbon 
dioxide, with a small amount of subsidiary products. Thus from 
1-phenyl-3-methylpyrazolone, a compound, C,,H.)0,N,,14H,0, ap- 
parently methylenebisphenylmethylpyrazolone (Pellizzari, A., 1890, 
646) is obtained. Oxidation apparently attacks the 4-position 
first, since 4-keto-1-phenyl-3-methylpyrazolone and antipyrine are 
completely destroyed with great rapidity. 1-Phenyl-3 : 4-dimethyl- 
pyrazolone is more resistant, and a small amount of bis-1-phenyl- 
3: 4-dimethylpyrazolone is formed, identical with that prepared 
by oxidation with nitrous acid, or, better, dilute chromic acid 
solution. It is accompanied by a compound, C,,H,,0,N,, m. p. 
242—243°, which is hydrolysed by warm concentrated sulphuric 
acid to bis-1-phenyl-3 : 4-dimethylpyrazolone (from oxidation of 
the phenyldimethylpyrazolone first produced) and fumaric acid, 
and is therefore probably 1-phenyl-3 : 4-dimethylpyrazolonyl- 
2-fumaric acid. Oxidation of 1-phenyl-3-methylpyrazole in acid 
suspension yields quinone, quinol, and oxalic acid, but no methyl- 
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azole. From a suspension in potassium carbonate solution, 
however, pyrazole-3-carboxylic acid is produced. From 3: 5-di- 
methylpyrazole, with sodium sulphate solution as electrolyte, a 
very small amount of pyrazole-3-carboxylic acid is formed. In 
these cases, therefore, the action of anodic oxygen is much more 
vigorous than that of alkaline permanganate (Claisen and Roosen, 
A, 1894, i, 346; Marchetti, A., 1893, i, 179; Rothenburg, A., 
1994, i, 384), and it is noteworthy that oxidation of 1-phenyl- 
3.methylpyrazole by acid permanganate also destroys, not the 
pyrazole ring as in the above electrochemical oxidation, but the 
benzene nucleus (Knorr and Macdonald, A., 1894, i, 543). The elec- 
trochemical reduction of the bisulphite compound of 4-keto-1-phenyl- 
3methylpyrazolone to 4-hydroxy-l-phenyl-3-methylpyrazolone 
(Knorr and Pschorr, D.R.-P. 75378) in satisfactory yield is de- 
scribed, as also is the formation of rubazonic acid by electrochemical 
reduction of 4-oximino-1-phenyl-3-methylpyrazolone, followed by 
amodic oxidation of the resulting 4-amino-1-phenyl-3-methyl- 
pyrazolone. J. K. 


The Action of Diazomethane on Uracil. Treat B. JOHNSON, 
Arraur J. Hix, and Francis H. Case (Proc. Nat. Acad. Sci., 
1922, 8, 44—45).—Diazomethane and uracil slowly react in dry 
ether to give 1:3-dimethyluracil. The reaction is applicable to 
pyrimidines of this type, and there is some indication that this 
reaction may furnish a method for the detection of replaceable 
hydrogens in the more complicated pyrimidine and purine glucosides. 

W.G 


The Hydrolysis of Antipyrine Salicylate. I. M. KoLTHorr 
(Rec. trav. chim., 1922, 41, 1835—144).—Antipyrine salicylate should 
be regarded as a salt of antipyrine and salicylic acid; it is much 
hydrolysed in aqueous solution. Its molecular solubility at 18° 
is 1:32 x10, its ionic product 6-2x10-, and its solubility pro- 
duct 1-210. According to theory, its solubility in solutions of 
antipyrine should be less, whilst salicylic acid should have only a 


slight influence; experiment confirms these predictions. 
H. J. E. 


Spirans. IX. Preparation of Bishydrocarbostyril-3 : 3- 
spiran and its By-products. Hrrmann Levucus and HAns von 
Katrnszky [with Eva Conran] (Ber., 1922, 55, [B], 710—723).—The 
reduction of ethyl di-o-nitrobenzylmalonate to bishydrocarbostyril- 
3:3-spiran, Cdl Kein Ona Celle has been described 
by Lellmann and Schleich (A., 1887, 490) and by Radulescu (A., 
1911, i, 498); the analytical data quoted by these chemists are 
not entirely satisfactory, and re-examination of their product has 
disclosed the presence of a number of chlorinated and oxygenated 
impurities, some of which have been identified. Suitable modi- 
fication of their method of preparation leads to the isolation of the 
pure spiran, which is also obtained by a different process. 

According to Radulescu (loc. cit.), ethyl di-o-nitrobenzylmalonate 
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is reduced by the gradual addition of concentrated hydrochloric 
acid to a solution of the ester in hot alcohol in the presence of 
granulated zinc. The crude spiran which is thereby precipitated 
is purified by solution in alcoholic potassium hydroxide, filtration, 
and precipitation with hydrochloric acid; as thus obtained, it js 
free from zinc, but contains chloro-derivatives which cannot be 
removed and gives a violet coloration with ferric chloride. It is 
more conveniently purified by glacial acetic acid, but a homo.§! 
geneous product cannot thus be obtained. The filtrate from the 

spiran yields, when concentrated, a mixture of phenolic and neutral 
substances from which the former are isolated by protracted diges. 
tion with concentrated ammonia and subsequent precipitation with 
acid. They contain pp’-dihydroxybishydrocarbostyril-3 : 3-spiran,§5 
HOCH <Q Go> C<co ta Cols OH, colourless _ needles, 
m. p. 265—268° (decomp.) (acetate, coarse, four-sided crystals, 
m. p. 177—179°), and _ p-hydroxybishydrocarbostyril-3 : 3-spiran, 
thin, colourless needles or prisms, decomp. 255—285° [acelate, 


needles, m. p. 246—248° (decomp.)]. The final residues from the § .); 


preparation of the spiran contain a basic substance, C,,H,,0,N,, 
long, colourless needles, m. p. 192—194° (see later). 
Bishydrocarbostyril-3 : 3-spiran is prepared in 65—80°% yield 
by dissolving ethyl di-o-nitrobenzylmalonate in semi-saturated 
alcoholic hydrogen chloride solution at —5° to +10° and gradually 
adding zinc dust; when hydrogen has been evolved freely for 
some time, the solution is filtered, the filtrate is diluted with an 
equal volume of water and heated on the water-bath, whereon the 
spiran separates. Jt crystallises in broad, lustrous needles, m. p. 
350—360°, after darkening at 320°, and sublimes almost without 
decomposition at 300°/15 mm. The basic substance, C,,H,,0.N, 
(cf. above), is isolable from the filtrates from the spiran and its 
nature is established by the isolation of a well-defined hydrochloride, 
CigH,,0,N,,HCl. Since it contains the ethoxyl group, the follow- 
¢ oH y CH CHF oly and 
N:C(OEt) CO-NH 


It is converted by hydriodic and 


ing constitutions are possible : 


C,H, <CH2C(CO,Et)-CH, 

=-C-——-NH-C,H, 
acetic acids or by hydrobromic acid into the alkyl-free base, 
Ci¢H,,N., m. p. 217—218°, which has been described by Reissert 
as A-\-tetrahydronaphthinoline, but the reaction is of little value 
in elucidating its constitution. Evidence in favour of the lactim 
ether formula is based. on the observations that it does not yield 
an acetyl derivative with acetic anhydride, and that it can be 
prepared from the hydrocarbostyrilspiran by conversion into the 
imide chloride (cf. Radulescu, loc. cit.) and treatment of the latter 
with sodium ethoxide. 

An improved method for the preparation of ethyl di- and mono- 
o-nitrobenzylmalonates is given, but only the former of these is 
crystalline; the reduction of the latter to ethyl hydrocarbostyril- 
-carboxylate is described. Similar results are recorded with the 
methyl esters ; methyl di-o-nitrobenzylmalonate crystallises in colour- 
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ss plates or coarse prisms, m. p. 137—138°, whereas methyl mono- 
o-nitrobenzylmalonate is a yellow liquid which is reduced to methyl 
lydrocarbostyril-B-carboxylate, colourless, matted needles, m. p. 
163—165°. Ethyl 8-o-nitrobenzylhydrocarbostyril-p-carboxylate, 
e<nuCo>C<cotne my pale yellow prisms, m. p. 
143-5—144-5°, is prepared by the action of o-nitrobenzyl chloride 
‘Bind sodium ethoxide on ethyl hydrocarbostyril-$-carboxylate, and 
is reduced to bishydrocarbostyril-3 : 3-spiran. The conversion of 
the above ester or of ethyl] di-o-nitrobenzylmalonate into the spiran 
_Hiakes place with the intermediate formation of the corresponding 
amino- or diamino-esters; these are too unstable to be isolated in 
substance, but their formation is demonstrated by diazotisation 
ad subsequent boiling of the diluted solutions of the reduction 
product whereby — hydrocarbostyrildihydrocoumarin-3 : 3-spiran, 
a Ot CH, slender, colourless needles, m. p. 
about 280° after previous softening, and bishydrocouwmarin-3 : 3- 
apiran, CoH, <O >C< CA >cHy colourless plates, m. p. 237°, 
are obtained. H. W. 


A Method for Making Methyl-violet. Henry JERMAIN 
MaupE Creiauton (Proc. Nova Scotia Inst. Sci., 1922, 15, [i], 57— 
61) A method is described by which, by the oxidation of dimethyl- 


amiline with copper sulphate in presence of phenol and sodium 
chloride, methyl-violet, a mixture of the hydrochlorides of penta- 
ad hexa-methylpararosaniline, can be obtained in 75—85%, yield. 
(f. J. Soc. Chem. Ind., 1922, 323a.] K. H. R. 


Behaviour of Azides of Acids. E. Oivreri-MAanpDALA (Gaz- 
wa, 1922, 52, i, 101—106).—The formation of azides of carbamic 
aids by the interaction of alkylcarbimides with azoimide (Schroeter, 
A, 1909, i, 617; Oliveri-Mandala and Noto, A., 1913, i, 774; 
(liveri-Mandala and Calderaro, A., 1913, i, 961) is found to be a 
rversible reaction, R-N7CO+N,H = NHR:CO:Ns, since addition 
of phenylearbylamine to a hot benzene solution of the azide results 
in the formation of 1-phenyltetrazole, owing to the fixation of the 
liberated azoimide by the carbylamine. Unlike the azides of 
carbamic acids, those of thiocarbamic acids, when heated in an 
indifferent solvent or in aqueous hydrochloric acid, yield poly- 
nerides of the corresponding alkylcyanamides (Freund and Hempel, 
4, 1895, i, 193; Freund and Schwarz, A., 1897, i, 125; Oliveri- 
Yandala, A., 1914, i, 1144), derivatives of tetrazole thus being 
obtainable directly from thiocarbimides by means of the following 
ractions: (1) R-N:CS+N,H —> NHR-CS-N, — (2) NHR-C:N, 

' ° N-NH 
3 eH . ° 
3) NHR:C?N-+-N,H —> NHR-C(N,);NH —- (4) N<\-4-NHR: 

The reaction of azoimide on methylthiocarbimide yields a com- 

pound, C,H;N,;, which crystallises in small needles, m. p. 218°, 
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and is probably formed in accordance with the scheme NMe:C:NH+ 
° N-NMe 

In view of the formation of azides by treatment of the sodium 

derivative of azoimide with acid chlorides (Schroeter, A., 1909, i, 

773), an attempt has been made to prepare nitrosoazide, O:N-N:N:N 


or ONN<H or ON by the action of nitrosyl chloride on 


sodium azoimide in ethereal solution. The readiness with which 
the action takes place and the liberation of nitrous oxide and 
nitrogen in equal volumes indicate the initial addition of azoimide 
to nitrous acid, thus: O:NH:0+N,H=O‘NH(N,)-OH, the unstable 
additive compound then decomposing into H,O+N,+N,0. A 
further proof of the instability of inorganic compounds containing 
the triazo-group is furnished by the results of several attempts 
to obtain the compound N,*OH by decomposing iodoazide (Hantzsch, 
A., 1900, ii, 274) by means of water and potassium hydroxide at 
low temperatures. T. H. P. 


Basic Properties of the Hydrazones. II. R. Civusa and 
L. Veccutiottr (Gazzetta, 1922, 52, i, 128—134; cf. A., 1921, i, 
749).—In the formation of an additive compound of a phenyl- 
hydrazone with one molecule of each of two aromatic polynitro- 
derivatives, one and the same compound results, no matter in 
which order the two polynitro-derivatives are added. 

In order to ascertain the influence of substitution of methyl 
for the methinic hydrogen of benzaldehyde phenylhydrazone on 
the coloration of the halochromic hydrochloride, the action of 
gaseous hydrogen chloride on benzaldehyde phenylmethylhydrazone 
in ethereal solution has been investigated. As with the phenyl- 
hydrazone, an orange-yellow hydrochloride is obtained, but on 
hydrolysis this yields, not the original phenylmethylhydrazone, 
but a compound, C,,H,,N,, which corresponds with two mols. of 
the phenylmethylhydrazone less one mol. of hydrogen and yields 
benzaldehyde and a compound, C,,H,,N,, when hydrolysed. The 
formation of the compound C,,H,,N, probably takes place according 


to the scheme: 2C,H;-NMe-N:CHPh —> 2CHPh:N-C NHMe+ 


Pa ui 
wi SNMeZ \_Nn" 
O —> CHPhIN- \-NMe-<_>-N:CHPh or 
a ae ae 
| CHPh:N Cy NMe-| . 


Under similar experimental conditions, anisaldehyde phenylmethyl- 
hydrazone yields a compound, C,;H,,0,N,, which is isomeric with 
the phenylmethylhydrazide of anisic acid. 
The additive compound, 
CHPh:N-NHPh,C,H,Cl(NO,)3,0H-C,H,(NO,)s, 
formed by benzaldehyde phenylhydrazone with 


picryl chloride and 


hyl- 
vith 


and 
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picric acid, crystallises in lustrous, reddish-brown needles, m. p. 

94—95°. The additive compound, 
CHPh:N-NHPh,C,H,Cl(NO,)3,C,H,Me(NO,)s, 

formed by the same hydrazone with picryl chloride and trinitro- 

toluene, forms reddish-brown needles, m. p. 82°. 

The compound C,,H,,N, (vide supra) crystallises in small, white 
needles, m. p. 155°, and in acetic acid solution or when suspended 
in an acid medium rapidly turns successively green, blue, and 
violet. The compound C,,H,,N, rapidly reduces Fehling’s solution 
and yields a greenish-yellow, crystalline platinichloride, 

(C,,H,.N,).H,PtCl,. 

The compound C,,H,,0,N, (vide supra) crystallises in colourless 
needles, m. p. 233°. 

Benzophenonediphenylhydrazone, C,;Ho»No, forms long, yellow 
needles, m. p. 145°, and, like tetraphenylhydrazine, yields coloured 
salts and xylene and formamidine solutions which become more 
highly coloured when heated, so that the base must be regarded 
as undergoing hydrolysis: CPh,:N-NPh, — CPh,:.N*+-NPhg. . 

a: aw 


Amine-oxidation. III. Bivalent Nitrogen. Diarylacyl- 
hydrazyls. StrerAN GoxtpscHmipt and Kari Ever (Ber., 
1922, 55, [B], 616—628).—The previous work on triphenylhydrazyl 
(A., 1920, i, 257) has been extended to «-acetyl(«-benzoyl)-diphenyl- 
hydrazyl and «-acetyl(«-benzoyl)-di-p-tolylhydrazyl. Evidence of 
dissociation rests partly on the failure of the solutions to obey 
Beer’s Law, but mainly on the behaviour towards nitric oxide and 
triphenylmethyl. Results of determinations of molecular weight 
also indicate dissociation, but these are interpreted with con- 
siderable reserve on account of the instability of the solutions. 
The following order of dissociability is given: a«’-diacetyltetra- 
phenyltetrazan < ««’-dibenzoyltetraphenyltetrazan < a«’ -diacetyl- 
tetra-p-tolyltetrazan < «a’-dibenzoyltetra-p-tolyltetrazan. 

A suspension of monoacetylhydrazobenzene in cold benzene is 
converted by lead peroxide in the presence of solid potassium 
carbonate into ««’-diacetyl-a«'BR’-tetraphenyltetrazan, 

NPhAc-NPh-NPh:NPhAc, 

colourless, prismatic crystals, m. p. 126° (decomp.). The substance 
dissolves in chloroform to a very pale violet-brown solution; in 
cold toluene, it forms a pale yellow solution which becomes brownish- 
violet when heated, returning to yellow when cooled, but the 
operation cannot be repeated indefinitely on account of its 
instability. The tetrazone, when dissolved in benzene, is imme- 
diately decomposed by dry hydrogen chloride into acetanilide and 
p-chloroazobenzene. It combines with nitric oxide, but the 
product could not be caused to crystallise. (Acetylhydrazobenzene 
and nitrous fumes give N-nitroso-N’-acetylhydrazobenzene, a yellow, 
non-crystalline substance.) 

aa’. Dibenzoyl-a«’ BR’-tetraphenyltetrazan, m. p. 114° (decomp.), is 
prepared by the oxidation of N-benzoylhydrazobenzene, m. p. 138°; 
it gives pale green solutions in benzene, toluene, or chloroform 
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which undergo rapid decomposition at the atmospheric tempera. 
ture. It combines readily with triphenylmethyl to give the com. 
pound Cs,Hs,ON,, prismatic plates, m. p. 165—166° (decomp) 
after darkening at 120°. With nitric oxide, it yields the substance, 
Ci9H,;0,N;, yellow, prismatic leaflets, m. p. 104°. The action of 
lead peroxide on -benzoylhydrazobenzene, m. p. 126° (cf, 
Biehringer and Busch, A., 1903, i, 296; Freundler, A., 1903, ;, 
663) leads to the immediate formation of azobenzene. 

N-Acetylhydrazo-p-toluene (from p-hydrazotoluene and _ acetic 
anhydride at 40—50°), almost colourless, prismatic platelets, m. p. 
120°, is oxidised to a«’-diacetyl-xa’ GR’ -tetra-p-tolyltetrazan, colourless 
prisms, m. p. 109° (decomp.). It dissolves in chloroform to an 
initially colourless solution which rapidly becomes brownish-violet, 
With triphenylmethyl it gives the compound C,,H;,ON,, colourless 
crystals, m. p. 156—157° (decomp.). 

Benzoyl-p-hydrazotoluene (cf. Biehringer and Busch, loc. cit.) is 
converted by lead peroxide into ««’-dibenzoyl-a«’ Bp’ -tetra-p-tolyl- 
tetrazan, aggregates of needles, m. p. 115° (decomp.), which dissolves 
in organic media to solutions which are colourless initially, but 
very rapidly become green and are very unstable. It unites with 
triphenylmethyl to give the substance CyyH,,ON,, colourless, pris- 


matic crystals, m. p. 146—147° (decomp.) after becoming discoloured 
at 144°, H. W. 


Preparation of p-Nitrophenylhydrazine and other Aromatic 
Hydrazines. Wi..1am Daviss (T., 1922, 121, 715—721). 


Amine-oxidation. IV. Bivalent Nitrogen. ««-Diphenyl- 
§-trinitrophenylhydrazyl. Sreran GoLpscHMIDT and Konrap 
Renn (Ber., 1922, 55, [B], 628—643; cf. preceding page).— 
The elucidation of the exact relationship between triphenylhydrazyl 
and hexaphenyltetrazan (A., 1920, i, 257) is rendered difficult by 
the instability of these substances. The present communication is 
devoted to a description of attempts to prepare more stable 
hydrazyls, a suitable example being found in ««-diphenyl-8-trinitro- 
phenylhydrazyl, NPh,-NC,H,(NO,), ..., which exists entirely 
in the unimolecular form, and is so unusually stable that its 
molecular weight can be determined in solution with accuracy and 
certainty. The substance appears to be the nitrogen analogue 
of Schlenk’s tri-triphenylmethyl (A., 1910, i, 236). 

It is remarkable that the stability of the hydrazyls cannot be 
foretold from a consideration of the valency demand of the radicles 
and that they do not appear to conform to the regularities which 
have been established by Wieland for the dissociation of tetra- 
arylhydrazines. Signs of uniform behaviour can be detected 
within the group, but a general theory cannot be put forward 
until further members of the series have been prepared. 

as-Diphenylhydrazine and p-benzoquinone give benzoquinone- 
diphenylhydrazone, NPh,*N:C,H,:O, m. p. 136°, which is smoothly 
reduced by ammonium sulphide in alcoholic solution to the corre- 
sponding leuco-compound, NPh,-NH-C,H,°OH; the latter is rather 


Astable, particularly in the presence of alcohol or alkali hydroxide, 
Bind all attempts to methylate it were unsuccessful. 
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as-Diphenylhydrazine reacts readily with picryl chloride in 


‘Aciloroform solution with almost quantitative production of 


u-diphenyl-B-trinitrophenylhydrazine, NPh,*NH:C,H,(NO,)s, long 
prisms, m. p. 172—173° (decomp.), which is reduced by stannous 
chloride and hydrogen chloride in the presence of ether to diphenyl- 
amine and tetra-aminobenzene. When dissolved in dry chloro- 
frm it is oxidised readily by lead peroxide in the presence of 
anhydrous sodium sulphate to ««-diphenyl-8-trinitrophenylhydrazyl, 
yiolet-black prisms which show a remarkable resemblance to 
potassium permanganate. The substance dissolves in all media 
yith the formation of violet solutions similar to those of perman- 
gunate; the colour of these shows no diminution in intensity when 
they are cooled in a mixture of ether and carbon dioxide, thus 
showing the degree of dissociation to remain unchanged at this 
low temperature. The solutions are, in general, remarkably stable, 
but decomposition occurs slowly when they are exposed to direct 
sunlight. The radicle converts quinol into quinone and is itself 
reduced to a«-diphenyl-f-trinitrophenylhydrazine, the change in 
colour being so sharp that solutions of the hydrazyl can be titrated 
with standard quinol solutions. 

The hydrazyl reacts very readily with bromine in chloroform 
solution, giving the substance, C,H,Br-NPh-NH°C,H,(NO,)s, slender 
needles, m. p. 179—180° (decomp.) after previous softening; the 
constitution of the compound follows from the observations that 
itcan be oxidised to a radicle and that it is reduced to tetra-amino- 
benzene and bromodiphenylamine, colourless needles, m. p. 64°. 

In contrast to other radicles containing bivalent nitrogen, the 
hydrazyl does not unite with nitric oxide. It reacts with tetra- 
phenylhydrazine in boiling toluene (under these conditions the 
latter suffers incipient dissociation); the product, however, is not 
formed by the expected union of the radicles. The hydrazyl 
behaves as a dehydrogenating agent, being itself converted into 
the corresponding hydrazine and transforming the tetraphenyl- 


hy¢razine into 5:10-diphenyldihydrophenazine, Oli Keen tO 


m. p. 169—174°. It exerts a similar action towards amines and 
phenols, but the products have not been investigated closely. 
Diphenyltrinitrophenylhydrazyl and triphenylmethyl give a 
compound, Cz,H,,0,N;, short, yellowish-red prisms, m. p. (indefinite) 
182—183° (decomp.) ; which cannot have the expected constitution, 
NPh,*N(CPh,)-C,H,(NO,)3, since it is readily oxidised to a violet 
radicle. It is therefore assumed that wandering of the triphenyl- 
methyl group has occurred (cf. Wieland, A., 1919, i, 324) with the 
production of the compound, CPh,*C,H,-NPh*-NH-C,H,(NO,)s. 
Simultaneously, dehydrogenation of the triphenylmethyl must 
have taken place, since a considerable proportion of the hydrazyl 
is recovered as hydrazine; this side of the reaction has not been 
investigated completely. 
Diphenyltrinitrophenylhydrazyl, dissolved in benzene, reacts 


re 
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readily with nitrogen peroxide, yielding 8-hydroxy-««-diphenyl-s. 


trinitrophenylhydrazine, NPh,*N(OH)-C,H,(NO,),, large, red crystals ff ° 


with a bluish-black glance, m. p. (indefinite) 156—157° (decomp), 
after softening and darkening at 145°. The course of the change 


is probably represented by the scheme NPh,°N-C,H,(NO,), = 


NPh,‘N(-O-N:0)-C,H,(NO,), #9, NPh,*N(OH)-C,H,(NO,)3. The 
constitution assigned to the compound is based on the following 
observations. It is an acid which dissolves in sodium carbonate 
to a red solution; it does not yield diphenylamine, tetra-amino. 
benzene, or p-hydroxydiphenylamine when reduced. It is oxidised 
by lead peroxide to a substance, C;gH,,0,N;, short, blackish-green 
prisms, m. p. 198° (decomp.), which gives red solutions in organic 
media. Since it reacts only slowly and gradually with bromine, 
the substance is regarded as a radicle containing quadrivalent nitro. 
gen, NPh,*N(:O)-C,H,(NO,),. The investigation of the substance is, 
however, not yet concluded. H. W. 


Amine-oxidation. V. Action of Tetranitromethane on 
Triphenylhydrazine. STEFAN GOLDSCHMIDT and KonrapD REyy 
(Ber., 1922, 55, [B], 644—647)—In the hope of obtaining well 
crystallised additive compounds of triarylhydrazines, the action of 
tetranitromethane on triphenylhydrazine dissolved in anhydrous 
ether has been investigated; the product, bluish-green, lustrous 
leaflets, decomp. 107°, appears to have the constitution, 

NPh,*N:C,H,-C(NO,),. 

It liberates two atomic proportions of iodine from acidified potass- 
ium iodide solution and thereby becomes reduced to the leuco- 
compound, C,,H,,0,N,, colourless crystals, m. p. 85° (decomp.), after 
darkening at 75°, in a capillary tube filled with carbon dioxide; 
the latter substance is isolated by reduction of an ethereal solution 
of the primary compound with zine dust and glacial acetic acid. 
More drastic reduction of the quinone with stannous chloride gives 
diphenylamine and the compound NPh,*NH:C,H,°CH:N-OH, yellow 
crystals, m. p. 175°. The position of the *C(NO,), group is not 
established definitely. H. W. 


Action of Mercuric Acetate on certain Aminoazo-com- 
pounds. L. Veccniorri (Gazzetta, 1922, 52, i, 137—139).—The 
interaction of mercuric acetate and aminoazobenzene in aqueous 
alcoholic solution yields the brown compound, C,,H,)N,*Hg*OAc, 
m. p. 174°, which blackens and decomposes in light. 

The action of mercuric acetate on chrysoidine under similar 
conditions yields: (1) Dimercuridiaminoazobenzene diacetate, 
C,,.H, 9N,(Hg*OAc)., which crystallises in violet-red scales, m. Pp. 
186°. (2) Monomercuridiaminoazobenzene acetate, C,.H,,N,°Hg:OAc, 
which forms an orange-red powder, m. p. 165°. (3) The compound 
(C,,H,,N,)2Hg, which crystallises in dark red needles, at M ~t 


Mobility of Protein Ions. Wotreane Pav (Biochem. Z., 
1922, 127, 150—155).—Potentiometric experiments on the chlorides 
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of basic proteins at constant temperature show that the mobility 
of the protein kation increases to a maximum with increasing 
= concentration of the acid added, due to an increase in the equi- 
P) yalence of the protein ion. This applies to horse serum-albumin, 
glutin, and glutose. For acidic proteins, casein, globulin, fibrin, 
—>f[ which form neutral salts with alkali, conductivity measurements 
The ff are applicable. Casein forms a tervalent and globulin a quadri- 
wing @ valent anion. H. K. 


Are the Carbohydrate Groups which appear in the Acid 
dised § Hydrolysis of Blood Globulin a Fission Product of the Protein 
Molecule ? Lro Lanestrerin (Biochem. Z., 1922, 127, 34—37).— 
vanic § Carefully purified globulin on hydrolysis by dilute sulphuric or 
nine @ hydrobromic acid gives between 0°5 and 1% of reducing substances 
‘tro. § with a positive fermentation test. The carbohydrate is considered 
ce is, § to be an essential constituent of the globulin molecule. H. K. 


Casein from Cow’s Milk. B. Biever and R. Serpi (Bio- 
chem. Z., 1922, 128, 48—75)—A comparison has been made 


ein of two specially purified caseins, one prepared by the action of 
well. § lactic acid on milk and the other by the action of rennin. The 
n of § %¢id-casein contained 15°5% N and rennin-casein 15°64%. The 
rous § @duivalent weight of both caseins was 1145 when neutralised 
rous 4 ‘0 phenolphthalein by alkali hydroxides, ammonia, or alkaline- 

earth hydroxides. When excess of the two’ caseins was shaken 

with increasing amounts of calcium, strontium, or barium hydroxides 
ass. 4 *% constant temperature, the ratio of the alkali taken up by the 
uco. @ caseins to the amount left free in the solution was a constant 


fter § (Henry’s law). When shaken with increasing content (N/2500 
ide: § © V/100) of hydrochloric, sulphuric, lactic, or acetic acid the 
,  rennin-casein absorbed more of each of the acids than the acid- 
cid, § casein. Henry’s law was obeyed for the highest dilutions of acids, 
but at higher concentrations the relation is one of adsorption. 

H. 


not The Thermostable Active Agent of Pig’s Pancreas. WALTER 
. ft Jonzs (J. Biol. Chem., 1922, 50, 323—328).— Evidence is now adduced 
to show that hydrolysis of yeast-nucleic acid into its nucleotides 
The § by boiled pancreas extract (A., 1920, i, 687) does not produce any 
increase in the titratable acidity of the solution, although addition 


ae of adenine nucleotide to the digested solution increases the titrat- 
’ fable acidity by an amount which agrees with that calculated from 
dar | the weight added. Levene’s criticism (A., 1921, i, 821) of the 
we author’s formula for yeast-nucleic acid can, therefore, no longer be 
p. maintained. E.S 


Ac, | Histopeptone. K. Fexix (Z. physiol. Chem., 1922, 119, 66— 
7l)—Histopeptone is a homogeneous substance. The figures 
obtained for the hexone bases agree with those obtained by Kossel. 
No new substances could be obtained by fractionating the peptone 
by “salting out’ or by precipitation by the silver-baryta method 
Z, y 
at different hydrogen-ion concentrations. 8. 8. Z. 
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The Action of Pepsin and Trypsin on Diastase. W. Birprr. 
MANN (Biochem. Z., 1922, 127, 38—46).—Experiments with salivary 
diastase show that the enzyme is destroyed by pepsin, but not by 
trypsin. H. K. 


Asymmetric Syntheses by means of Enzyme Action. IV, 
L. RosENTHALER (Fermentforsch., 1922, 5, 334—341; cf. A., 1909, 
i, 74, 622; 1910, i, 603)—A dextrorotatory nitrile is obtained by 
the action of hydrocyanic acid in the presence of emulsin on citron. 
ellal, isovaleraldehyde, or p-tolualdehyde, whereas o-chlorobenz. 
aldehyde gives a dextrorotatory product. The nitrile obtained 
from o-methoxysalicylaldehyde, benzoyl-o-methoxysalicylaldehyde, 
or benzoylvanillin is optically inactive. 

The optical activity of the products obtained from isovaler. 
aldehyde, heptaldehyde, benzaldehyde, anisaldehyde, cinnan. 
aldehyde, citral, or citronellal attains a maximum value after a 
given interval of time and subsequently diminishes; the rates of 
increment and decrement vary greatly with the different aldehydes. 

The possibility that emulsin not only catalytically accelerates the 
formation of nitrile but also causes a displacement of the equilibrium 
towards the nitrile side has been discussed previously; with acet- 
aldehyde and isobutaldehyde, this displacement is not very marked, 
whereas with benzaldehyde the results are not uniform, although in 
one instance a pronounced displacement was observed. 

The addition of hydrocyanic acid to acetaldehyde, isobutalde- 
hyde, and benzaldehyde is a reaction of the second order; in the 
presence of emulsin this is not strictly the case, since the “ con- 
stants” generally diminish regularly, thus indicating a consump- 
tion or inactivation of the catalyst (cf. Nordefeldt, this vol., i, 66). 
The action of hydrocyanic acid on acetaldehyde, isobutaldehyde, 
benzaldehyde, anisaldehyde, or o-nitrobenzaldehyde in the presence 
of sodium hydroxide is termolecular, but the mode of action of the 
alkali hydroxide has not yet been elucidated. H. W. 


Carboligase. III. Cari NeusBere and HEINz OHLE (Biochem. 
Z.,. 1922, 127, 327—339; cf. A., 1921, i, 480; this vol., i, 305).— 
The product arising from benzaldehyde and pyruvic acid under §} 
the influence of carboligase has now been shown to have the consti- 


tution -OH-CHPh-CO-CH,. On treatment with magnesium phenyl fbi 


bromide, it gives d-«8-dihydroxy-«$-diphenylpropane, m. p. 83—84’, fi 
[a«]i® +45°1° in alcohol, +31°85° in acetone (cf. McKenzie and 
Wren, T., 1910, 97, 473). Further treatment with dilute sulphuric §i 
acid gave «-methyldeoxybenzoin. The racemic substances, 
OH-CHPh-CO-CH, and Ph-CO-CH(CH,)-OH, stated to have been 
synthesised by previous workers, are now shown to be the same 
substance, probably an equilibrium mixture of the two. H. K. 


Artificial Zymogens. II. Martin Jacosy (Biochem. Z., 
1922, 128, 80—88; cf. A., 1920, i, 690)—More nickel is taken up §s 
by a urease solution than by water, as is indicated by Tschugaevs 
test. The longer a urease solution is kept in contact with nickel 
powder or nickel oxide, the greater is the falling off of enzymic activity 
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due to formation of artificial zymogen. The filtrates from such 
lutions are restored to their original or slightly greater activity 
by potassium cyanide. H. K. 


Artificial Zymogens. III. Martin Jacosy and T. Sarmizu 
(Biochem. Z., 1922, 128, 89—94).—Metallic nickel, cobalt, copper, 
and zinc inactivate urease, but iron is without action. Cobalt, 
copper, and zine act more quickly than nickel, and in the case of 
cobalt and copper, the quantity of artificial zymogen which can be 
reactivated by potassium cyanide or glycine falls off rapidly with 
time. =. Be 


Artificial Zymogens. IV. Inactivation and Reactivation 
of Takadiastase. Martin Jacosy and T. Surmizu (Biochem. Z., 
1922, 128, 95—-99).—-Diastase solution is not inactivated by con- 
tact with metallic iron, nickel, copper, or cobalt. Inactivation 
by mercuric chloride is temporary, being restored by potassium 
cyanide. 


Adsorption of Ferments and Zymogens. IandII. Martin 
Jacopy and T. Suimizu (Biochem. Z., 1922, 128, 100—102, 103— 
107)—I. Tribasic calcium phosphate partly adsorbs urease, but 
does so more completely in the presence of electrolytes. Urease 
inactivated by nickel or cobalt is completely adsorbed and is re- 
activated by potassium cyanide. Dibasic calcium phosphate has 
no action. 

Il—Urease solution treated with an alcoholic solution of choles- 
terol and filtered loses activity, the precipitate being very slightly 
ative and the filtrate slightly active, but having its activity 
stored by glycine or serum. An inactivated urease (by nickel), 
when treated with cholesterol and filtered, passes unchanged into 
the filtrate and is reactivated by glycine or potassium cyanide. 

H. K. 


The Influence of Cobaltammines on the Action of Catalase 
ad Amylase. EBERHARD FuNK (Biochem. Z., 1922, 128, 108— 
118) —Hexamminecobaltic chloride, nitropentamminecobaltic chlor- 
ide, dinitrotetramminecobaltic chloride, trinitrotriamminecobalt, 


ti- B potassium tetranitrodiamminecobaltate, and sodium cobaltinitrite 


inhibit the action of catalase, the inhibition increasing with decrease 
inthe number of ammonia groups. In the presence of a phosphate 
buffer, P,, about 7, the earlier members of the series no longer 
inhibit. Unlike catalase, amylase (takadiastase) has its action 
wcelerated by this series of complex salts. H. K. 


Preparation of Derivatives of 3 : 3’-Diamino-4 : 4’-dihydr- 
xyarsenobenzene. GEORG SPEYER-Havus (Brit. Pat. 155577).— 
lerivatives of salvarsan which are stable in aqueous solution are 
ibtained by dissolving together equal weights of the methylene 
ilphoxylate of 3: 3’-diamino-4 : 4’-dihydroxyarsenobenzene and 
ts sodium salt or the complex silver compound of the sodium salt. 
That new chemical compounds are thereby formed is proved by 
the fact that the resulting solutions no longer give precipitates with 
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carbon dioxide, and the silver solution gives no precipitate with 
sodium chloride. The solutions keep unchanged for many hours 
without formation of any precipitate or increase in toxicity or any 
loss of therapeutic activity. 


Aromatic Compounds of Antimony. V. Differing Be. 
haviour of Lithium Hydroxide from that of Sodium or 
Potassium Hydroxide in the Hydration of Polymeric Ary]. 
stibinic Acids. Hans Scumipt (Ber., 1922, 55, [B], 697—701: 
cf. A., 1920, i, 900).—It has been shown previously that a solution 
of trimeric phenylstibinic acid appears to be neutralised initially 
by one molecular proportion of sodium hydroxide (indicator, phenol. 
phthalein) but that in course of time further quantities of alkali 
hydroxide are required until, finally, nearly three molecular 
proportions have been added. The phenomenon has been regarded 
as a fission of the trimeric to the monomeric form. Potassium 
hydroxide resembles sodium hydroxide in its behaviour, but the 
acid appears capable of neutralising only a markedly smaller pro- 
portion of lithium hydroxide, with which hydration seems only to 
proceed to the dimeric stage: (PhSbO,);,=(PhSbO,).+ PhSb0O,. 
p-Aminophenylstibinic acid resembles the parent acid closely in 
its behaviour. On the other hand, p-chloro-, m-nitro-, and p-chloro- 
m-nitro-phenylstibinic acids are hydrated by lithium hydroxide in 
the same manner as by sodium hydroxide. A satisfactory explan- 
ation of the differing behaviour of the various alkali hydroxides 
cannot at present be given. H. W. 


Physiological Chemistry. 


Comparative Investigations on the Blood Sugar Content 
of the Arterial and Venous Vascular Systems. Kari TuRBAN 
(Z. physiol. Chem., 1922, 119, 4—10).—The sugar content of the 
arterial and venous blood of starving and fed dogs was studied. 
Generally the arterial blood showed a higher sugar content than 
venous blood. 8. 8. Z. 


Blood Sugar. I. A Critical Survey of the Methods of 
Estimation of Blood Sugar and of the ‘‘ Threshold '’ Concept. 
Max RosENBERG (Arch. expt. Path. Pharm., 1922, 92, 153—164).— 
The methods dealt with are those of Bang and of Bertrand. The 
sources of error are considered and stress is laid on the importance 
of making the estimations under basal physiological conditions, 
and on the advisability of estimating the sugar of the plasma 
rather than that of the whole blood. 

From a consideration of the available literature the author con- 
cludes that the threshold value is not a constant in any individual, 
but varies with the physiological needs of the organism as a whole. 

C. R. H. 
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Influence of Amino-acids and Fatty Acids on the Regulation 
of the Blood Sugar. Leo PorztaKk (Biochem. Z., 1922, 127, 
120—136).—Subcutaneous injection into normal rabbits of 1 gram 
of glycine, alanine, or asparagine produced hyperglycemia, as also 
does Witte peptone, but not leucine. Hyperglycemia is also pro- 
duced by saturated fatty acids with an uneven number of carbon 


atoms, those with an even number being inactive. . Previous or 


simultaneous injection of ergotamine (Sandoz) completely inhibits 
the hyperglycemia. The effect is in each case attributed to mobil- 
sation of glycogen due to stimulation of the sympathetic nerve- 
endings. H. K. 


The Ammonia Content of Blood. Tuomas P. Nasu, jun., 
and STANLEY R. Benepict (J. Biol. Chem., 1922, 51, 183—185).— 
further experiments are described confirming the conclusion that 
ammonia is formed by the kidney (cf. this vol., i, 191). EK. 8S. 


The Amino-acid Nitrogen Content of the Blood. SrIzaBuRo 
QxapaA and Toworu Hayasuri (J. Biol. Chem., 1922, 51, 121— 
133)—Estimations were made of the amino-acid nitrogen content 
of the blood in certain pathological cases, and in animals under 
experimental conditions. No increase was observed following 
subcutaneous injection of adrenaline or pituitrin or removal of 
the thyroid gland. Increases were, however, observed after injec- 
tion of pilocarpine and after removal of the kidneys, whilst complete 
removal of the pancreas produced a transient rise. The amino- 
acid content of human blood varies with the number of white 
corpuscles, in which the amino-acids appear to be concentrated. 


It is suggested that the nuclei are responsible for this concentration. 
E. 8. 


The Effect of Carbon Monoxide, Illuminating Gas, and 
Benzene on Blood Coagulation Time. H.S. Forpes and LovuIsE 
Homer (J. Ind. Hyg., 1921, 3, 213—216).—Experiments showed 
no constant change of coagulation time in the blood of cats gassed 
with these gases. The prothrombin content of the blood was 
unaltered ; there was no evidence of hemolysis or of blood destruc- 
tion. The condition of coma found in fatal human cases of illumin- 
ating gas poisoning could not be duplicated in cats. They died in 
the gas or recovered entirely. CHEMICAL ABSTRACTS. 


Separate Analyses of the Corpuscles and the Plasma. 
Hstex Wu (J. Biol. Chem., 1922, 51, 21—31).—The system of 
blood analysis developed by Folin and Wu (A., 1919, ii, 308; 
A, 1920, ii, 337) may be applied to the corpuscles and plasma 
separately. From the results of analyses of normal human blood 
the following approximate ratios, representing the concentration 
in the plasma to that in the corpuscles, are given for the various 
constituents: urea 1:1, sugar 1:1, uric acid 2:1, chloride 2:1, 
amino-acids 1:2. Creatine is practically absent from the plasma, 
whilst undetermined non-amino-nitrogen, which, it is suggested, 
represents peptides and peptones, is confined almost entirely to 
&2 


RRs 
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the corpuscles. These and other results indicate the desirability 
of substituting plasma analysis for whole blood analysis. _E. §. 


Fixation of Quinine by Corpuscles and its Action on Cell 
Respiration. P. Rona and E. Biocn (Biochem. Z., 1922, 128 
169—184; cf. A., 1922, i, 65).—The red blood-corpuscles of birds 
and of mammals are permeable to quinine and its salts, but yeast. 
cells are only permeable to quinine. On the respiration of cor. 
puscles, the base alone has an inhibitory action, the first effect 
being to accelerate respiration, followed by inhibition of respiration 
until an equilibrium is reached where the respiration attains a 
constant value with time. At this point the inhibition is pro. 
portional to the concentration of the quinine. H. K. 


The Non-hemoglobin Nitrogen Content of Corpuscles, 
a Contribution to the Nitrogen-metabolism of Tissues, 
Rupbo.F ScHoEn (Biochem. Z., 1922, 128, 293—309).—The author 
has estimated the nitrogen content, by Bang’s micro-Kjeldahl 
method of analysis, of washed and defibrinated blood-corpuscles 
of normal and pathological cases. The hemoglobin content, the 
volume, and the number of the corpuscles have been estimated 
simultaneously. As the nitrogen content of hemoglobin is known, 
an approximate value for the non-hzemoglobin nitrogen can be 
obtained. For normal men, one million corpuscles contain 
0-00563 mg. of nitrogen, for women 0-00527. The value is not 
subject to much variation. H. K. 


The Glycogen Content of White Blood-corpuscles. J. pi 
Haan (Biochem. Z., 1922, 128, 124—143).—By means of a micro- 
method for the estimation of glycogen depending on the use of 
Pfluger’s method and Bang’s method for the estimation of the 
dextrose produced on hydrolysis, the author has examined the 
glycogen content of the leucocytes with special reference to their 
iodophilic properties. The glycogen content of leucocytes from 
serous exudates from rabbits and goats is between 1 and 2%, 
and is uninfluenced by injections of starch or dextrose. In vitro, 
however, the glycogen content of leucocytes quickly falls off, due 
probably to lysis, unless fixed by some reagent, when it becomes 
resistant to diastase. The normal leucocytes of the blood of the 
horse and of the pig contain about 1% of glycogen, which is the 
sole glycogen in the blood. H. K. 


Comparison of the Viscosity and Velocity of Ultra-filtration 
of Serum. ALEXANDER ELLINGER and 8. M. Nevuscuuosz (Bio- 
chem. Z., 1922, 127, 241—254)—A comparison of the relative 
viscosities of serum—Ringer solution mixtures and their relative 
velocities of ultra-filtration shows a relationship to exist but no 
exact inverse proportionality. With increasing P,, of the solution, 
the velocity of ultra-filtration falls off and the viscosity increases. 
Anions increase the viscosity of inactivated horse-serum in the 
order citrate >sulphate >acetate>Cl>Br>I>SCN. The presence 
of small quantities of caffeine may raise or depress the viscosity, 
depending on the Py, of the solution. H. K. 
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Water and Ionic Distribution in the Organism. HEINRICH 
ReicHEL (Biochem. Z., 1922, 127, 322—326).—The change of 
colour of a dialysed serum solution containing methyl-orange on 
addition of sodium chloride is attributed to a new distribution 
of the indicator between what the author regards as practically 
ahydrous emulsoid phase and the aqueous solution. H. K 


The Influence of Radiations on the Hydrolysis of Fats. 
Lupwia PrncussEN and J. L. Anacnostu (Biochem. Z., 1922, 
428, 268—273).—Butyrin or tributyrin in aqueous solution, ex- 
posed to the light of an arc or incandescent lamp, with or without 
the addition of sensitising dyes (eosin or methylene-blue) are 
uichanged, as is shown by measurements with the viscostalagmo- 
meter. The hydrolytic action of normal rabbit’s serum on butyrin 
or tributyrin falls off slightly on exposure to an incandescent 
lamp, but is unchanged under Réntgen radiation. Experiments 
on exposure of rabbits to various sources of radiation are interpreted 
ina somewhat similar manner. H. K. 


Distribution of Enzymes in the Alimentary Canal of the 
Chicken. Ropert Henry Apers PiimMEeR and Joun Lewis 
RosEDALE (Biochem. J., 1922, 16, 23—26).—In the crop of the 
chicken diastase, lactase, and a weak peptic enzyme are present ; 
in the proventriculus, a peptic enzyme; in the pancreas, diastase, 
lipase, and proteoclastic enzymes which act in neutral, acid, and, 
particularly, alkaline media; in the whole intestine, invertase, 
diastase, and peptic and tryptic enzymes; in the duodenum, 
peptic and tryptic enzymes; and in the ceca, diastase. 


WwW. BS. 


Intestinal Saccharase. E. Knarri-Lenz (Z. physiol. Chem., 
1922, 119, 60—65).—The surviving intestine of the rabbit can invert 
sucrose. ‘The inversion velocity is of the same order of magnitude 
as that obtained by Euler and Svanberg with minced pig’s intestine. 
The inversion velocity is one-half the normal after the intestine is 
irrigated, which shows that the enzyme is secreted by the cells 
in the intestine. 8. 8. Z. 


The Réle of Acid in Carbohydrate Metabolism. V. The 
Action of Acid and Alkali on the Carbohydrate Metabolism 
of Yeast-cells. H. Exias and St. Weiss (Biochem. Z., 1922, 127, 
l—12).—By treatment with acid, the glycogen content of yeast- 
cells remains unaltered, but with alkali the glycogen increases 
and at higher concentrations of alkali passes into the surrounding 
fluid. ‘The increase of glycogen is not at the expense of the sugar, 
but of protein, as is demonstrated by the increase in non-precipitable 
nitrogen. BE. &. 


Carbohydrate Metabolism. III. A Study of Urinary 
Sugar Excretion in Twenty-six Individuals. Isaac NEUWIRTH 
(J. Biol. Chem., 1922, 51, 11—16).—An extension of work previously 
described (Benedict, Osterberg, and Neuwirth, A., 1918, i, 322) to 
a larger number of individuals. K. 8. 
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The Relations between Fats and Carbohydrates. Hays 
Miuuer (Helv. Chim. Acta, 1922, 5, 163—166).—Whilst much light 
is thrown on the metabolic relationships of carbohydrates to pro. 
teins by the interconversions of alanine and lactic acid (Neuberg 
and Langstein, Arch. Anat. Physiol., 1913, Suppl., 514; Embden 
and others, A., 1911, ii, 53; 1912, ii, 278, 279), less is known in 
regard to the fats, which mostly contain an even number of carbon 


atoms, and of which $-oxidation furnishes only compounds con.§ 


taining two carbon atoms. It is probable, however, that 3. 
oxidation may occur (Spiro, this vol., i, 489) furnishing, for 
example, succinic and butyric acids. The organism contains an 
oxydase by which succinic acid can be converted into fumaric 
acid (Battelli and Stern, A., 1911, ii, 132); the latter has been 
detected in fresh meat (Einbeck, A., 1914, i, 773) and is now 
stated rapidly to furnish carbon dioxide and lactic acid when its 
sodium salt is treated with fresh yeast. This observation explains 
the “ gluconeogeny”’ arising from succinic and fumaric acids 
(Cremer, Berl. klin. Woch., 1913, 50, 1457). The formation of 
lactic acid from succinic acid is to some extent analogous to that 
of acetone from butyric acid. Since acetone may also be produced 
from proteins (Friedmann, A., 1908, ii, 719; 1913, i, 1277), and 
succinic acid is an oxidation product of glutamic acid (Neuberg 
and Ringer, A., 1915, i, 1046), the question arises as to whether 
the above observations are not applicable to the question of protein 
metabolism. J. K. 


The Biological Difference of Stereoisomerides. A. JuN« 
and H. Mi.uer (Helv. Chim. Acta, 1922, 5, 239—243).—Fumaric 
acid, but not its stereoisomeride, maleic acid, can give rise to “ glu- 
coneogeny ”’ (Cremer, Berlin. klin. Woch., 1913, 50, 1457). Further, 
the formation of lactic acid (into which fumaric acid is convertible 
by a carboxylase in yeast), in the organism of starving dogs suffering 
from phosphorus poisoning is suppressed in favour of gluconeogeny 
by administration of phlorricin. The connexion between the con- 
version of fumaric acid into lactic acid and gluconeogeny is borne 
out by the fact that yeast has no action on maleic acid. This, 
rather than their relative toxicities (Cremer, loc. cit.), is the cause 
of their different gluconeogenetic properties. Further, it is shown 
that whilst fumaric acid facilitates fermentation, maleic acid 
inhibits it. Malic acid is fermented even more rapidly than fumaric 
acid, a fact which supports the view, arrived at from other con- 
siderations, that the latter, rather than the former, represents the 
primary product of the metabolism of succinic acid. The fact 
that $-hydroxybutyric acid is easily fermented whilst crotonic 
acid is unchanged points to the same conclusion. Acrylic and 
cinnamic acids are unaffected by yeast. J. K. 


Reductions and Oxidations and a Coupled Reaction in 
the Intermediary Metabolism of the Animal Body. F. 
Knoop (Biochem. Z., 1922, 127, 200—209).—When «-amino-y- 
phenylbutyric acid was administered orally to a dog, the N -acetyl 
derivative was excreted in the urine in proportionate amount. 
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If there be administered simultaneously pyruvic, butyric, or acetic 
acid the increase of acetylated product is respectively 50%, 18%, 
nil. Pyruvic acid is therefore the acetylating agent of the body. 
The amino-acid is oxidised to an imino-acid which combines with 


loss of carbon dioxide to yield the acetyl derivative of the amino- 
acid. H. K. 


Observations on Sugar Synthesis. I. J. K. Parnas and 


Ei RicHARD WaGNER (Biochem. Z., 1922, 127, 55—65).—A nine- 


year-old girl with a liver tumour had an abnormal sugar metabolism 
as indicated by negligible content of sugar in the blood after a 
fast (morning) and a urine rich in acetone. After a meal rich in 
carbohydrate the blood sugar rose to as high as 0°4%. This 
lasted a considerable time with absence of ketonuria, but with 
pronounced glycosuria. Administration of adrenaline showed no 
effect on the normal sugar content, but feeding with the following, 
proteins, glycine, alanine, glutamic acid, calcium lactate, caused 
an increase of sugar in the blood to about 0°1%. Administration 
of fats in the aglyczemic condition failed to produce —. in the 


blood. % « 


Metabolism of Sulphur. IV. The Oxidation of Cystine 
in the Animal Organism. Howarp B. Lewis and Lucie E. 
Root (J. Biol. Chem., 1922, 50, 303—310).—The administration 
of phenylearbamido-cystine, both orally and subcutaneously, to 
rabbits was found to produce an increase in the unoxidised sulphur 
content of the urine. Using cystine under the same conditions, 
no such increase was observed, the sulphur in this case being 
diminated as sulphate. Protection of the amino-group thus 
prevents oxidation of the cystine molecule, a result which indicates 
that deamination precedes, or is connected with, oxidation of the 
sulphur. A slight increase in the sulphate content of the urine 
which was observed after oral administration of phenylearbamido- 
cystine is attributed to bacterial action. S 


The Transportation, Retention, and Excretion of Carbo- 
hydrates. Orro Fouin and Hitpine Berciunp (J. Biol. Chem., 
1922, 51, 213—273).—A critical review of the more important 
literature of the subject is given. In the experiments performed, 
estimations were made of the sugar content of blood and urine 
after ingestion of various carbohydrates. Lower values than 
those given by other investigators were obtained for blood sugar, 
a result which is attributed to the absence from the subjects 
employed of emotional complications. With the exception of one 
case of renal glycosuria (subnormal renal threshold), and in the 
absence of emotional hyperglycemia, no glycosuria was obtained 
after the ingestion of pure dextrose in amounts up to 200 grams. 
Following every ordinary carbohydrate meal, however, a definite 
glycuresis (Benedict, Osterberg, and Neuwirth, A., 1918, i, 322) 
was obtained, which was found to be independent of the level 
of blood sugar. This, apparently, is due to the absorption and 
excretion of sugars other than dextrose and levulose, of unusable 
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materials present in food or produced from it during preparation, 
and to products of endogenous metabolism. The sugar of norma] 
urine thus consists of a variety of carbohydrate products and 
derivatives. 

A renal threshold analogous to, but independent of, that of 
dextrose exists for levulose, but not for galactose or lactose. The 
utilisation of galactose depends on the amount of dextrose available, 

The failure of sugar to accumulate in the blood is considered 
to be due, in the first place, to absorption by the tissues rather 
than to glycogen formation. When the tissues are well supplied, 
the need for sugar transportation ceases. Hypoglycemia is prob. 
ably a reflection of this, and is thus a normal consequence of 
carbohydrate ingestion. 

The distribution of blood sugar between plasma and corpuscles 
is almost uniform during fasting, but varies irregularly at other 
times. Hydrolysis usually diminishes the sugar content of the 
plasma and increases that of the corpuscles. The latter, therefore, 
probably contain polysaccharides. E. S$. 


The Value of Gelatin in Relation to the Nitrogen Require- 
ments of Man. Roszerr Rosison (Biochem. J., 1922, 16, 111— 
130).—On a diet practically free from nitrogen, a certain minimum 
amount of nitrogen, derived from the tissues of the body, is used 
and excreted. If a diet otherwise equivalent but containing 
nitrogen in the form of gelatin be given there is a saving in the 
body-nitrogen so used. By feeding on diets containing, in the 
gelatin, 4°88 grams, 7°54 grams, and 12:00 grams of nitrogen per 
day, the author has found, after making certain allowances, a 
saving of between 11°9 and 15°9%, 0 and 53%, 8:1 and 14°7%, 
respectively, of the minimum body-nitrogen. 

The ratio of the nitrogen balance (nitrogen intake minus nitrogen 
output in urine) to the creatinine nitrogen is found to be fairly 
constant, and to be equal to that ratio as determined by McCollum 
(A., 1912, ii, 72) for the pig. W. O. K. 


Conditions of Inactivation of the Accessory Food Factors. 
SYLVESTER SoLoMoN ZiLva (Biochem. J., 1922, 16, 42—48).—The 
accessory food factors in cod liver oil and in decitrated lemon 


juice are easily destroyed by ozone at the ordinary temperature, f 


whereas autolysed yeast retains its activity under exposure to 
ozone. Passing air through decitrated lemon juice at the ordinary 
temperature, or through cod liver oil at 120°, destroys their active 
factors. Ultra-violet rays have no effect on the accessory food 
factors in the absence of air. The effect of boiling is apparently 
due to oxidation as the potency of decitrated lemon juice is not 
destroyed by boiling in an atmosphere of carbon dioxide. It 
also retains its activity to a very considerable extent after hydro- 
lysis for five hours by 2N-hydrochloric acid in an atmosphere of 
carbon dioxide. W. O. K. 


Calcium in Egg-shell Formation. G. D. Buckner, J. H. 
Martin, W. C. Prercz, and A. M. Perer (J. Biol. Chem., 1922, 
51, 51—54).—The experiments described indicate that hens can 
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utilise calcium carbonate for the production both of egg-shell and 
pones, whilst tricalcium phosphate can be utilised for the latter 


purpose only. E. 8. 


Chemistry of Normal and Abnormal Pregnancies. J. A. 
Kmu1an and Cari P. SHERWIN (Amer. J. Obstet. Gynecol., 1921, 2, 
6—16).—In nephritic toxemias there is an increase in the non- 
protein and urea nitrogen of the blood, and more than 50% of 
the non-protein nitrogen is in the form of urea nitrogen. In normal 
pregnancies the urea nitrogen amounts to about 44% of the non- 
protein nitrogen, and for both the values are low. Normally in 
pregnancy the uric acid, creatinine, chloride, and sugar concen- 
trations of the blood are not changed as compared with non-preg- 
nant women. The carbon dioxide-combining power of the blood 
plasma is slightly increased late in pregnancy. In_ pernicious 
vomiting and eclampsia the non-protein nitrogen is greatly increased 
but the urea nitrogen amounts to but 15 to 38% of the non-protein 
nitrogen. Uric acid is increased. CHEMICAL ABSTRACTS. 


Blood Chemistry in Normal and Abnormal Pregnancy. 
Wa. E. CALDWELL and Wm. G. Lyte (Amer. J. Obstet. Gynecol., 
1921, 2, 17—-34).—Comparative values are given as follows : 


Ratio: 
Non-protein Urea Urea N: 
N. Creatinine. Uric acid. Non-protein N. 
Non-pregnant .........see00 35mg. 18mg. 2mg. 3 mg. 50% 
or less orless  orless or less 
Normal pregnancy ......... 29°69 11°51 1:05 1°73 39% 
Eclampsia and toxemia... 49°7 26 2°17 6°19 52% 


CHEMICAL ABSTRACTS. 


Lipoids of the Crystalline Lens. M. Goipscumipt (Biochem. 
Z., 1922, 1277, 210—213).—The dried and powdered crystalline 
lens of the human eye at various ages was extracted successively 
with alcohol, light petroleum, acetone, and benzene. The light 
petroleum fraction consisted of cholesterol. The alcohol-soluble 
fraction was separable into substances no longer soluble in alcohol, 
cholesterol, and a phosphatide. Graphs are given showing the 
variations in cholesterol, phosphatide, acetone-soluble substances, 
and benzene-soluble substances with age. H. K 


The Cleavage Products of the Crystalline Lens. YosuI- 
zuMi Hig1KaTA (J. Biol. Chem., 1922, 54, 155—164).—The following 
percentages of amino-acids, calculated on the ash- and water-free 
substance, were isolated from the hydrolysis product of the crystal- 
line lens of the ox: Alanine 4-7, valine 1-0, leucine 6-8, aspartic 
acid 1-4, glutamic acid 15-5, lysine 1-6, arginine 3-3, phenylalanine 
1-9, tyrosine 4-5, proline 2-2, histidine 1-6. A positive test was 
obtained for tryptophan. Adenine, identified by the melting 
point of its picrate, was also present, but no other purine bases 
were isolated. EK. 8. 


Lyotrope Series and §-Oxidation. K. Sprro (Biochem. Z., 


1922, 127, 299—311).—Experiments on the isolated frog’s heart 
st 
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show that anions affect the action of potassium. Potassium com. 
bined with thiocyan-anion is more toxic than with chloridion and the 
latter more so than with acetanion. Calcium chloride inhibits 
the toxicity of potassium chloride but not that of potassium thio. 
cyanate. The primary toxic action of methyl and ethyl alcohols on 
the frog’s heart is equivalent, but whereas the action of ethyl 
alcohol can be inhibited by washing out, that of methyl alcohol 
is almost unaffected. H. K. 


Localisation of the Degradation of Fats in the Body. 
JuLius BAER (Biochem. Z., 1922, 127, 275—285).—Injection of 
butyric acid into the lymph sac of frogs is followed by excretion 
of small quantities of acetoacetic acid. This acid and butyric 
acid are destroyed to a considerable extent by normal frogs and 
by frogs with extirpated livers. §-Hydroxybutyric acid is oxidised 
by both types of frogs to acetoacetic acid. H. K. 


Liver Function. III. Phenol Conjugation as Influenced 
by Liver Injury and Insufficiency. K. F. Pervkan and G. H. 
WHIPPLE (J. Biol, Chem., 1922, 50, 513—526; cf. this vol., i, 86).— 
Experiments on dogs in which p-cresol was ingested before and 
after injury to, or exclusion of, the liver, the percentage conjugation 
which occurred being estimated in each case, indicate that con- 


jugation of phenols is a function of the liver and of no other organ. 
E. 8. 


Oil from the Liver of Acanthias vulgaris. T. Lexow (Chem. 
Umschau, 1922, 29, 59—60).—The oil from the liver of Acanthias 
vulgaris is almost water-white and has a faint, not unpleasant 
odour. When kept at 15°, some stearin is deposited. The follow- 
ing numbers were obtained: d=, 0-9125; acid number, nil; 
saponification number, 156-4; iodine number (Wijs), 110-1; 
unsaponifiable matter, 12-31%; fatty acids, 79-28%; glycerol, 
818%. The fatty acids freed from unsaponifiable matter had 
m. p. 27-8°; acid number, 177-8; saponification number, 189-5; 
mean molecular weight, 296-1. The unsaponifiable matter is soft 
and crystalline: iodine number, 72:9; m. p. 61-3—85°. It is 
soluble in an equal weight of lukewarm alcohol and crystals are 
deposited at —5°. The cholesterol test is given, but the acetate 
melts under 100°. The presence of higher alcohols or of squalene 
is not indicated. H. C. R. 


Permeability of the Glomerulus Membrane for Stereo- 
isomeric Sugars, with Special Reference to Galactose. 
H. J. HamBurcer (Biochem. Z., 1922, 128, 185—206).—Perfusion 
experiments on the frog’s kidney with the Hamburger-Brinkman 
modification of Ringer’s solution (increased calcium content) and 
containing various hexoses and pentoses in solution showed that 
l-mannose, l-arabinose, J-glucose, d-mannose, d-glucoseamine, and 
d-arabinose passed through the membrane completely, whereas 
d-galactose, /-xylose, d-ribose, and d-xylose were partly retained 
and d-glucose completely. Whatever the concentration of d-gal- 


actose, about one-half is always retained, and about 30% of /-xylose. 9; 


PHYSIOLOGICAL CHEMISTRY. i. 491 


The tentative explanation adopted is that in the case of partial 
retention of the sugar only one form, « or #8, can pass the membrane 
and in the case of d-glucose, neither modification can pass. Experi- 
ments on the «- and $-glucosides are foreshadowed. : 


Change of Permeability with Special Reference to Stereo- 
isomeric Sugars. H. J. Hampurcer (Biochem. Z., 1922, 128, 
97—214).—The author discusses the importance of calcium on 
the permeability of membranes, with special reference to the 
work of Clowes (A., 1916, i, 583) on the change of a water-oil 
emulsion under the influence of calcium ion from a continuous 
water phase. to a continuous oil phase. The former would be 
prmeable to glucose, the latter impermeable. This gives a 
picture of the glomerulus membrane, the permeability of which 
may be likewise influenced by increasing or decreasing amounts 


of calcium and also by other substances, for instance, phloridzin. 
H. K. 


Physiology of the Glands. LIII. Function of the Spleen 
uder Normal and Increased Oxygen Requirements. LEON 
AsHER and Ernst Bernet (Biochem. Z., 1922, 1428, 251—267).— 
A comparison has been made of the daily excretion of ammonia 
and total nitrogen in the urine of normal rabbits with the excretion 
inthe case of rabbits, (1) with extirpated spleen, (2) suffering from 
lack of oxygen (with artificial pneumothorax), (3) with extirpated 
sleen and suffering from lack of oxygen. LExtirpation of the 
spleen causes an increased excretion of nitrogen which is still 


geater where the respiratory surface of the lungs is diminished. 


H. K. 


The Function of the Thyroid Gland in the Regulation of 
Temperature and in the Metabolism of Fever. E. Grare and 
E. von Repwirtz (Z. physiol. Chem., 1922, 119, 125—138).—The 
thyroid gland has no influence on the regulation of the body tem- 
perature of the dog or on the metabolic functions during fever in 
this animal. 8. 8. Z. 


The Influence of the Thyroid Gland on Metabolism, with 
Special Reference to Heat-regulation. Pau ScuEenck (Arch. 
apt. Path. Pharm., 1922, 92, 1—21).—A study of the respiratory 
quotient in starvation experiments with normal and _ thyroid- 
etomised animals indicates that the effect of the thyroid hormone 
om metabolism is qualitative rather than quantitative. The author 
states that the metabolism-regulating hormone of the thyroid is 
free from protein and almost free from iodine. He regards the 
heat regulation during muscular rest as being brought about, not 
by direct nervous stimulation of the heat centre, but indirectly 
by means of the thyroid hormone, and possibly also by the hormones 
of the other ductless glands. C. R. H. 


Tethelin—the Alleged Growth-controlling Substance of 
the Anterior Lobe of the Pituitary Gland. Jack Ceci Drum- 
MOND and Ropert KeitTH Cannan (Biochem. J., 1922, 16, 53— 
39).—Tethelin, which Robertson (A., 1916, i, 350) claims to have 

s*2 


° 
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isolated from the anterior lobe of the pituitary gland, is apparently 
a mixture, chiefly of substances of the lipoid class. 
Robertson’s deductions as to the effect of tethelin and of the 
anterior lobe of the pituitary on growth are not warranted. 
W. O. K. 


The Pharmacology of Cell Respiration. PuHiipp EvLingne 
(Z. physiol. Chem., 1922, 119, 11—38).—The endocrine glands 
contain products of protein degradation which can support the 
respiratory function of the erythrocytes of the goose. The presence 
of specific substances could not be demonstrated in these tissues, 
Urea increases whilst quinine decreases the velocity of oxidation 
of the erythrocytes of the goose owing to the increase and decrease 
in the absorptive surface produced by the respective substances. 

8. 8. Z. 


Change of Choline Content of the Frog’s Musculature 
through Electric Stimulation. E. Gricrr and O. Lorwi 
(Biochem. Z., 1922, 127, 174—180).—Faradic stimulation of frog’s 
muscle leads to an increased choline content as estimated by a 
slight modification of Reid Hunt’s method. The source of choline 
is possibly hydrolysis of lecithin. 


Formation of Phosphoric Acid in the Contraction of Frog's 
Muscle. Gustav Emppen and Hernz Lawaczeck (Biochem. Z., 
1922, 127, 181—199; cf. A., 1921, i, 529)—A comparison of the 
free phosphoric acid content of the two gastrocnemius muscles of 
frogs, submitted to faradic stimulation for short but different 
lengths of time shows that the free phosphoric acid very readily 
disappears, re-forming lactacidogen. H. K. 


The Amino-acids of Flesh. The Diamino-acid Content 
of Rabbit, Chicken, Ox, Horse, Sheep, and Pig Muscle. 
JoHN Lewis RosEpDALE (Biochem. J., 1922, 16, 27—30).—Estim- 
ations have been made by the Van Slyke method of the diamino- 
acid content of the flesh of the rabbit, chicken, ox, horse, sheep, 
and pig. The red meats show a higher lysine content than the 
white meats. W. O. K. 


Swelling Processes in Subcutaneous Tissues. P. Morawi1 
and G. DENECKE (Biochem. Z., 1922, 127, 47—54).—Agar tablets 
which have increased in weight up to 30% by immersion in serum 
or Ringer’s solution, when introduced into the subcutaneous tissues 
of normal rabbits for twenty-four hours, lose in weight, but in 
the tissues of animals suffering from an artificial incipient oedema 
there is a slight increase in weight. Attempts to explain this 
through change of Py, or osmotic pressure of the fluids were not 
successful. H. K. 


Synthesis of Amino-acids in Animal Organisms. I. 
Synthesis of Glycine and Glutamine in the Human Organ- 
ism. GerorcEe J. Surpte and Cart P. SHERWIN (J. Amer. Chem. 
Soc., 1922, 44, 618—624).—It has been shown that man will 
synthesise glycine at the expense of carbamide, as do the lower 
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rently 


animals. The synthesis of glutamine at the expense of carbamide 
f nitrogen is now also demonstrated in the case of man. The two 
ot the ft amino-acids may be built simultaneously as readily as either 
K compound alone. The carbamide nitrogen dropped from about 

* 975% of the total nitrogen to 28%, and during a portion of a certain 
‘NoER day to 12%, whilst these amino-acids were being synthesised in 
lands the organism. After feeding a moderate dose of benzoic acid, 
t the § glycine for its detoxication is built within six hours, but for the 
sence § detoxication of a corresponding dose of phenylacetic acid a some- 
ssues, @ what longer period of time is required for the synthesis of 


ation fj glutamine. W. G. 
— The Zinc Content of the Organs of the Rabbit and of some 
— Vertebrates. GABRIEL BERTRAND and R. Viapesco (Bull. Soc. 


Z. chim., 1922, [iv], 34, 268—272).—In continuation of previous work 
ture § (A., 1921, i, 382, 907), the authors record the zinc content of 
DEW! | numerous organs of the rabbit and of certain organs of other 
rog’s § vertebrates, such as the calf, bullock, sheep, chicken, etc. In 
by a @ general, the organs of birds are richer in zinc than those of mammals 
oline Mf or fish. In the case of mammals or fish, the large organs such as 
K. muscle, liver, heart, etc., contain, on an average, 20—40 mg. of 
: zinc per kilo. of fresh substance, whilst in birds the figure is about 
88 B double this amount. In hen’s eggs the zinc is entirely in the yolk, 
the white and shell of the egg being devoid of this metal. W. G. 


s of Vitamin Requirements of Drosophila. I. Vitamins-B and -C. 
rent @ AgTHUR WILLIAM Bacot and ARTHUR HARDEN (Biochem. J., 1922, 
dily § 16, 148—152).—The complete development of flies of the genus 


@ Drosophila requires the presence of vitamin-B, but not of vitamin-C, 
” and of, at most, very small quantities of vitamin-A. W. O. K. 
cle. Occurrence of Manganese in the Tube and Tissues of 


im. § Mesochetopterus Taylori, Potts, and in the Tube of Cheto- 
no- § plerus variopedatus, Renier. Cyrit BERKELEY (Biochem. J., 
ep, § 1922, 16, 70—77).—Manganese is found in considerable quantities 
the § in the tube (0-03—0-07%) and tissues (0-002—0-015%) of Meso- 
. chetopterus Taylori, and in the tube (0-4—0-6%) of Chetopterus 
variopedatus. It is probably to be regarded as a waste material 
and not of physiological importance. W. O. K. 


um Hemotoxins from Parasitic Worms. BENJAMIN SCHWARTZ 
nes § (J. Agric. Research, 1921, 22, 379—432).—Certain worms parasitic 
in f on animals contain substances toxic to blood. The body-fluid 
ma § and extracts of Ascaris lumbricoides contain a hemolytic agent which 
his § is thermostabile and non-specific. It is not found in worms 
ot | immediately after removal from the host, but appears in a few 
days after keeping them alive in vitro. A substance is found which 
inhibits coagulation, and also a substance causing agglutination, 


= specific for rabbit blood-cells. Hzmolytic substances were found 
7 42 other parasitic worms (Ancylostoma caninum, Bustomum phleboto- 
ay mum, Heemonchus contortus, Trichuris depressiuscula, and Thysano- 
or | Soma actinioides). Normal blood-serum may inhibit hemolysis by 


these agents. G. W. R. 
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The Colouring Matter and Wax of the Blood Louse (Schizo. 
meura lanigera). Fr. N. Scuutz (Biochem. Z., 1922, 127, 
112—119).—The woolly threads of wax which surround the blood. 
louse (a parasite of apple trees) have been examined, as well as 
the red juice obtained on crushing the insects. The alcoholic 
extract containing wax and colouring matter shows the spectrum 
and some reactions of cochineal contaminated by a second colouring 
matter, possibly a lipochrome. The wax, when purified, crystallises 
readily, has m. p. 48—49°, and gives 7—10% of glycerol and 76° 
of fatty acid. The latter acid has m. p. 36°, solidifies very readily, 
has a molecular weight 327, and has probably 20—22 carbon atoms 
in a branched chain. H. K. 


Do the Amino-acids occur in Cow’s Milk? Yosuizum 
Hisrkata (J. Biol. Chem., 1922, 54, 165—170).—After removal 
of proteins and lactose from fresh cow’s milk, derivatives of the 
following substances were isolated from the filtrate : lysine, arginine, 
histidine, guanine, adenine, choline. Evidence was also obtained 
of the presence of monoamino-acids. E. S$. 


The Effect Produced on the Composition of Milk by the 
Administration of certain Inorganic and Organic Substances, 
W. Denis, WaRREN R. Sisson, and Martua Atpricu (J. Biol. 
Chem., 1922, 50, 315—322).—The experiments were performed on 
goats and the substances investigated were urea and calcium 
chloride. Ingestion of the former increased the urea content of 
both the blood and milk, whilst ingestion of the latter increased 
the chloride, but had no effect on the calcium content of these 
fluids. Intravenous injection of calcium chloride did not produce 
any change in the calcium content of milk. E. S$. 


Fatty Acids of Butter. F. Frog and S. Scumipt-NIEtsey 
(Biochem. Z., 1922, 127, 168—173).—Fractionation of the methyl 
and ethyl esters of the acids of butter fat prepared from the milk 
of cows fed on a standard mixed diet gave the following composition : 
acetic acid—a trace, butyric acid 3-4%, hexoic acid 3-3%, octoic 
acid 1-9%, decoic acid 3-0%, lauric acid 3-7%, myristic acid 12-9%, 
palmitic acid 20-8%, stearic acid 6-2%, oleic acid 27-0%, and 
unidentified acids 9-8%. Some of the unidentified acids probably 
arise from the feeding materials. H. K. 


Effect of Loss of Carbon Dioxide on the Hydrogen-ion 
Concentration of Urine. E. K. MarsHatt, jun. (J. Biol. Chem., 
1922, 51, 3—10).—The escape of carbon dioxide from acid urines 
produces no great change in the hydrogen-ion concentration. 
With neutral, alkaline, or dilute urines, however, an appreciable 
decrease occurs unless precautions are taken to prevent the loss 
of carbon dioxide. KE. S$. 


Carbonic Acid and Bicarbonate in Urine. James L. GAMBLE 
(J. Biol. Chem., 1922, 54, 295—310).—The content of free carbonic 
acid in urine is nearly constant; that of bicarbonate, however, 
varies inversely as the hydrogen-ion concentration. With increasing 
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acidity, there is consequently a rapid diminution in total carbonic 
acid. From these results the inference is drawn that the elimin- 
ation of carbon dioxide in urine is determined by the carbon dioxide 
tension of blood plasma. Further, the reaction of urines more 
alkaline than P;, 7-0 is determined by the carbonic acid : bicarbonate 
ratio rather than by the ratio of the phosphates. EK. S. 


Acetaldehyde as a Constituent of Normal Urine. W. Srrpp 
and R. FEutGen (Z. physiol. Chem., 1922, 119, 72—73).—The 
presence of acetaldehyde in normal human urine was demonstrated 
by the dimethyldihydroresorcinol reaction. The Stepp and 
Fricke ‘‘ silver method ” showed a content of 0-3 mg. of acetalde- 
hyde in 1 litre of the fluid. Precautions were taken to demonstrate 
that the acetaldehyde was not produced by the bacterial ferment- 
ation after collection and that the persons from whom the urine 
was derived did not consume any alcohol. S. &. &. 


The Presence of Pyruvic Acid in Normal and Diabetic 
Urines. Rosert Fricke (Z. physiol. Chem., 1922, 119, 39— 
45).—Appreciable quantities of pyruvic acid cannot be demon- 
strated in either normal or diabetic urines. 8. 8. Z. 


Effect of Severe Muscular Work on the Composition of the 
Urine. JAMES ARGYLL CAMPBELL and Tuomas ARTHUR WEBSTER 
(Biochem. J., 1922, 16, 106—110).—The urine of a subject accus- 
tomed to do 67,500 kilogrammetres of work in five hours showed 
an increase in creatinine, undetermined nitrogen, neutral sulphur, 
and lactic acid when an attempt was made to do 100,000 kilo- 
grammetres of work in five hours. Acetone substances were 
present during part of the experiment. 

During such severe muscular work, the acidity and the ammonia 
and phosphate content are higher during the night than during 
the day; the sulphur is evenly distributed, and the total nitrogen 
ishigher during the day than during the night, as found in a previous 
research (cf. Campbell and Webster, this vol., i, 197). W. O. K. 


Distribution of the Nitrogenous Constituents of the Urine 
on Low Nitrogen Diets. Rospert Rosison (Biochem. J., 
1922, 416, 131—133).—Estimations have been made of the 
urinary nitrogen (total, urea, ammonia, creatinine, uric acid) in 
the human being on a diet containing only about 0-3 gram of 
nitrogen per day. The results show agreement with those of 
Folin (A., 1905, ii, 183 and 268) and others. W. O. K. 


Influence of Putrefaction Products on Cellular Metabolism. 
Il. The Influence of Phenylacetic and Phenylpropionic 
Acids on the Distribution of Nitrogen in the Urine. Yosu1- 
zuMt Hisixata (J. Biol. Chem., 1922, 51, 141—154).—Phenyl- 
acetic and phenylpropionic acids, administered either orally or 
subcutaneously to rabbits, have the same effect on the excretion 
of nitrogen in the urine. With small doses, there is an increase 
in amino-acid and a slight decrease in urea whilst total nitrogen 
and ammonia remain unchanged. Larger doses produce an increase 
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in all four types of nitrogen both with fasting animals and with 
those maintained in nitrogen equilibrium. E. 


Levulosuria. HerRMANN K. BARRENSCHEEN (Biochem. Z,, 
1922, 127, 222—230).—Examination of the metabolism of a cage 
of levulosuria (female aged twenty-two) showed that dextrose and 
galactose were utilised completely, as was white bread. When 
levulose was given in a single dose, 10% passed into the urine 
independently of the dose; but where the administration was spread 
over a period, the excretion of levulose was much greater. The 
blood sugar increased from 0:1 to 0°2% on oral administration of 
50 grams of levulose within forty-five minutes, falling off to normal 
in six and a half hours. H. K. 


Acetonuria Produced by Diets containing Large Amounts 
of Fat. Rocer 8. Husparp and Froyp R. Wricut (J. Biol, 
Chem., 1922, 50, 361—402).—Experiments were made on a number 
of normal subjects to determine the effect of diets rich in fat on 
the excretion of acetone compounds. Using as a basis for calcu. 
lation the conclusion reached by Shaffer (A., 1921, i, 754) that 
the minimum molecular ratio of ketogenic to antiketogenic sub. 
stance for the avoidance of ketonuria is unity, the authors conclude 
from their results that proteins and the glycerol portion of the fat 
molecule function as antiketogenic substances only to the extent 
that they produce dextrose in the organism. 


A Case of Unusual Acetonuria. Orro Porcss (Biochem. Z., 
1922, 127, 293—298)—An account of a female patient who 
developed an acetonuria very rapidly after withdrawal of carbo- 
hydrate diet. H. K. 


Reduction Reactions in the Urine of Patients treated with 
Arsenobenzenes. A. GaviaTr and T. Pavoxiini (Arch. Farm. 
sperim. Sci. aff., 1921, 32, 1—10, 17—26).—Aqueous solutions of 
arsenobenzene derivatives readily reduce alkaline bismuth and 
copper solutions. Solutions of these derivatives in urine reduce 
the bismuth solutions appreciably and the copper but slightly, 
respond to Abelin’s test for amino-groups in all cases, and exhibit 
the presence of formaldehyde when the derivatives contain the 
aldehyde group. The reactions given by the urines of patients 
to whom arsenobenzene preparations have been administered 
by injection are, excepting in cases of glycosuria, mostly the 
expression of physico-chemical modifications produced in the 
urine and only occasionally due to the direct action of the pre- 
parations on the reagents. The administration of silver-salvarsan 
may be followed by transitory symptoms of albuminuria, glycosuria, 
and urobilinuria. , ee 


Bladder Calculus of Silicic Acid. A. Scuticatr (Pharm. 
Zeit., 1922, 29, 316)—Stones found in the bladder of a wether 
were approximately spherical, of 1—6 mm. diameter, and very 
hard. The amount of organic matter was very small, the major 
portion of the mass consisting of silica. H. K. 
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Chemistry of Amyloid Degeneration. Hans EppPincEer 
(Biochem. Z., 1922, 127, 107—111).—An amyloid tumour of the 
liver proved to be protein in nature, but free from sulphur and 
phosphorus. It was rich in diamino-acids and in tyrosine, but cystine 
and histidine were absent as also were carbohydrates. H. K. 


Zinc and Cancer. Pavut Cristot (Compt. rend., 1922, 174, 
§87—889).—An examination of the zinc content of benignant 
conjunctive tumours and malignant epithelial tumours show that 
the latter contain a much higher percentage of zinc than the former. 


W. G. 


Cancerous Anemia. A. Rosin and A. Bournicautt (Bull. 
aad. med., 1921, 85, 198—203).—Estimations of the iron content 
of the blood and tissues of normal and cancerous individuals 
indicate that in the latter there is a considerable decrease in iron. 
Normal blood averages 0°439 gram; that of cancerous persons 
0257 gram, or a loss of 41%. In the tissues at the cancerous 
foci the difference in iron content amounts to 60%. Urinary 
elimination of iron in the non-cancerous averages 2°15 mg. as 
compared with 5°85 mg. for cancerous individuals. 

CHEMICAL ABSTRACTS. 


The Kidney Factor in Phloridzin Diabetes. Tuomas P. 
Nasu, jun. (J. Biol. Chem., 1922, 51, 171—181).—In phloridzinised 
dogs there is a lower concentration of sugar in renal venous blood 
than in general arterial blood. These and other results indicate 
that phloridzin diabetes is not accompanied by an active pro- 
duction of sugar in the kidneys, and confirm an increased per- 
meability of the renal epithelium. E. 8. 


Composition of a Rhinolith. L. Dresucqurt (J. Pharm. 
Chim., 1922, 25, 305—306)—A rhinolith, taken from the nasal 
chambers of a young soldier, contained 79°5°% of calcium phosphate 
and 10°7°% of calcium carbonate, the remainder being material 
insoluble in hydrochloric acid. It is of interest to note that the 
ratio of phosphate to carbonate is 7°43, a value which is very 
close to that for human bones. W. G. 


The Protein Requirement in Tuberculosis. Wm.8. McCann 
(Arch. Int. Med., 1922, 29, 33—58; cf. ibid., 1921, 28, 847).—In 
nine out of ten cases of tuberculosis, the minimum excretion of 
nitrogen was from 0°041 to 0°093 gram per kilo. per day; in the 
tenth case, in which the basal metabolism was 30° above normal, 
the value was 0°267 gram per kilo. per day. Some cases could be 
brought into nitrogen equilibrium on diets containing from 37 to 
44 grams of protein, of which half was from animal sources, so 
long as the energy content was from 1‘7 to 2°4 times the energy 
requirement. CHEMICAL ABSTRACTS. 


The Mode of Action of Narcotic Gases : Nitrous Oxide and 
Acetylene. HERMANN WIELAND (Arch. expt. Path. Pharm., 
1922, 92, 96—152).—The vital activities of the round-worm, and 
the phase of muscular contraction which is independent of the 
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presence of oxygen, are no more affected by nitrous oxide or 
acetylene than by indifferent gases, whereas the higher animals 
are rapidly narcotised. From these experimental results, and 
from the similarity between the symptoms of nitrous oxide intoxica. 
tion and of anoxemia, it is argued that the narcotic effect of nitrous 
oxide and acetylene is due to an interference with the uptake or 
utilisation of oxygen by the nerve-cells. The fact that these 
two gases in particular exert a narcotic effect is ascribed to their 
relatively great solubility in water, which permits a high concen- 
tration to be attained in the blood. It is claimed that the experi- 
ments emphasise the distinction between the true lipoid-soluble 
narcotics such as chloroform and the narcotic gases of the type 
of nitrous oxide. C. R. H. 


The Physiological Action of Metallic Ammines and Allied 
Compounds. Ap. OswaLp (Biochem. Z., 1922, 127, 156— 
167).—The action of a series of ammines of cobalt, nickel, and 
chromium and similar complexes of cobalt, iron, and chromium 
with ethylenediamine, pyridine, and phenanthroline and of complex 
oxalates and malonates has been studied on frogs, mice, and rats. 
A description of the physiological action of each is given, but in 
general the action of the ammines is that of ammonia or ammonia 
derivatives, that is initial stimulation of the motor centres followed 
by paralysis. The activity increases with the number of ammonia 
radicles. Unstable complex oxalates have the action of oxalic 
acid which is similar to that of the complex ammines, but the 
action of sodium chromomalonate has no similar action. The 
action of stable oxalates, for instance, potassium and rhodium 
oxalates, is therefore ascribed to their oxalate content and the 
action of ammines to their ammonia content. 


The Fate of Methyl and isoPropyl Alcohols in the Organ- 
ism. Jvuiius Pout (Biochem. Z., 1922, 127, 66—71).—The 
normal urinary content of formic acid of dogs is increased many- 
fold by oral administration on successive days of 3 grams of methyl 
alcohol. Similar administration of isopropyl alcohol to dogs or 
rabbits leads to a combustion of about 88% in the body and an 
excretion of about 12%, chiefly in the form of acetone with a 
little tsopropyl alcohol in the expired air. 


The Physiological Action of §-Amino-4-ethylglyoxaline 
(Histamine). Pavut ScHENcK (Arch. expt. Path. Pharm., 1922, 
92, ge —RHistamine is in general antagonistic to adrenaline 
(A., 1921, i, 640). Experiments on the surviving excised liver 
show, hanes that histamine cannot antagonise the stimulating 
effect of adrenaline on the mobilisation of sugar; histamine itself, 
in fact, stimulates the latter process to some extent. 

Anemia could not be produced in guinea-pigs by prolonged 
administration of histamine. C. R. H. 


The Physiological Action of Melanin Acids. O. ADLER and 
W. Wiecuowsk! (Arch. expt. Path. Pharm., 1922, 92, 22—33).— 
Intravenous injection of a 1% solution of the sodium salts of the 


ed 
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melanin acids, obtained by the oxidation of tyrosine with hydrogen 
roxide and ferric chloride, or from cabbages, in doses of about 
| mg. per c.c. of blood, produces a state of incoagulability of the 
blood which lasts for several hours. Simultaneously, changes are 
observed in the form elements of the blood; in particular, there 
js a great reduction in the number of the blood-platelets after an 
injection. C. R. H. 


Physiology of the Phenols. II. Absorption, Conjugation, 
and Excretion. K. F. Perkan and G. H. Wuirpie (J. Biol. 
Chem., 1922, 50, 499—511).—After intravenous injection in dogs, 
phenols rapidly disappear from the blood, being converted, in 
part, into conjugated phenols. On the other hand, ingestion in 
sufficiently large doses is followed by the appearance, for a short 
time, of free phenols in the blood and an increase in the content 
of conjugated phenols, the latter reaching a maximum in about 
an hour. The authors conclude from their results that toxic 
phenols (phenol and p-cresol) produced in the intestine from tyrosine 
by bacterial action are to a large extent oxidised in the organism, 
the remainder being conjugated in the liver with sulphuric or 
glycuronic acid and finally excreted in this form. E. 8. 


[Fate of Tetrahydronaphthalene in the Organism.] W. 
ROcKEMANN (Arch. expt. Path. Pharm., 1922, 92, 52—67).—Tetra- 
hydronaphthalene, a volatile constituent of floor-polishes, may be 
absorbed in appreciable quantities by inhalation. 

As a result of feeding this substance to rabbits there was isolated 
from the urine an optically active (dextrorotatory) compound of 
the composition C,)>H,,0; evidence is adduced to show that this 
is probably ac-$-tetrahydronaphthol; from the urine of dogs 
treated similarly, the only product obtained was dihydronaphthal- 
ene, and it is assumed that in this case the earlier metabolic product 
was ac-a-tetrahydronaphthol, which substance would lose water 
with great ease to give dihydronaphthalene. C. R. H. 


The Relative Toxicity of the Haloids and other Anions. 
A. T. Cameron and M. 8S. Hoxtienpere (J. Gen. Physiol., 1922, 
4, 411—421).—Experiments were made on the survival times of 
frog’s heart and muscle-nerve preparations in modified Locke 
solutions in which part or the whole of the sodium chloride had 
been replaced by equimolecular amounts of the sodium salt of 
other halogen acids or by sodium nitrate. 

When more than 5% of the sodium chloride was replaced, the 
relative toxicities of the replacing ions were found to be as follows : 
F’>10,’ >I’ >NO,’>Cl0,’> Br’ >Cl’. 

Relatively the greatest toxic effect was produced by the first 
slight replacement of the sodium chloride. C. R. H. 


The Toxicology of Arsine. II. Toxicity for Warm- 
blooded Animals. HERMANN FUHNER (Arch. expt. Path. Pharm., 
1922, 92, 288—301).—A series of experiments with white mice 
shows that a minimum concentration in the atmosphere of 0°1 to 
02 mg. of arsine per litre causes death from acute poisoning in 
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two to three hours. In these cases, post mortem estimations of 
arsenic show a concentration of 0°013 to 0°020 mg. of As,O, per 
gram of body-weight. Death from delayed poisoning is induced 
by exposure for thirty minutes to a minimum concentration of 
from 0:1 to 0°15 mg. of arsine per litre, and the slowly poisoned 
animals show a concentration per gram of body-weight of 9-007 
to 0°013 mg. of As,Og. 

The toxicity of arsine is not markedly greater than that of 
corresponding doses of sodium arsenite administered by subcu- 
taneous injection. C. R. H. 


Toxicity of the Metallo-albumins. V. Ariowa (Arch. Farm. 
sperim. Sct. aff., 1921, 32, 31—32, 33—39).—The metallo-albumins, 
obtained by shaking egg-albumin with powdered metals, exert a 
toxic action on Colpoda cucullus and vinegar eels, the intensity 
of the action with different metals diminishing in the order : cobalt, 
copper, iron, antimony, nickel, arsenic. Prolongation of the 
shaking at first enhances, but, if carried beyond a certain point, 
diminishes the effect of the resultant product. = . &s 


Toxicity of Metallic Powders. V. Arioxa (Arch. Farm. 
sperim. Sci. aff., 1921, 32, 75—80, 88—90; cf. preceding abstract.)— 
Powdered metals introduced under the skin of Rana esculenta, 
Hyla arborea, or Bufo vulgaris determine phenomena of paralysis, 
followed by death. In order of diminishing activity, the metals 
studied are arranged thus: antimony, copper, cobalt, and iron. 
Oxides of copper, cobalt, and iron also exhibit toxic effects, which 
are less than those of the corresponding metals. pe 


Pharmacological Action of Magnesium Sulphate and its 
Application in Strychnine Poisoning. Manrrepi FERRARA 
(Arch. Farm. sperim. Sci. aff., 1921, 32, 91—96, 97—98, 113—125).— 
Magnesium sulphate exerts a depressing action on the nervous 
system and when administered in large doses through the veins 
or spine produces complete paralysis and anesthesia, often followed 
by death. The general effects produced by medium doses of the 
salt are of short duration. No true antagonism exists between 
the action of strychnine and that of magnesium sulphate, the latter 
exerting merely a retarding influence on the former. pe 


Chemistry of Vegetable Physiology and Agriculture. 


Fat Metabolism of the Timothy Grass Bacillus. MarJory 
STEPHENSON and MARGARET DAMPIER WHETHAM (Proc. Roy. Soc., 
1922, [B], 93, 262—280).—Timothy grass bacillus was grown on 
a medium consisting of inorganic salts, including ammonia as the 
sole source of nitrogen, together with dextrose and sodium acetate. 
Estimations were made from time to time of the amounts of fat, 
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phosphatide, and protein, respectively. In each case a maximum 
is shown which almost coincides in time with the disappearance 
of dextrose and acetate from the medium. The organism is unable 
to utilise acetate in the absence of dextrose. Lactic acid (as lactate) 
gives results similar to those with dextrose. Both are utilisable 
alone. The acetic acid utilised in the presence of lactic acid or 
dextrose only affects the proportion of lipoid material formed 
and does not increase the general growth. Propionic and butyric 
acids gave results similar to those with lactic acid. A method 
for estimating acetic acid is described. G. W. R. 


The Production of Carbon Dioxide by the Typhoid Bacillus 
and the Mechanism of the Russell Double Sugar Tube. H. J. 
Nicos (J. Infect. Dis., 1921, 29, 82—85).—The typhoid bacillus 
produces considerable amounts of carbon dioxide both from sugars 
and from proteins. The appearance of the Russell double sugar 
tube during the growth of the typhoid bacillus is not due to direct 
oxygen requirements, but (a) to the retention of carbon dioxide 
in the butt of the tube and its escape from the slant and (6) to 
alkaline reversion of other acids. CHEMICAL ABSTRACTS. 


Rate of Formation and the Yield of Yeast in Wort. Norman 
A. CuarK (J. Physical Chem., 1922, 26, 42—60).—A number of 
experiments on the rate of growth of yeast in beer wort, and in a 
sucrose medium are described together with experiments on the 
influence of alcohol, lack of bios, and crowding on the rate of growth. 
It is shown that if wort be seeded with “‘ normal ” actively budding 
yeast-cells (Sacch. cerev. race F.) and the culture is properly shaken 
and aerated at 25°, the rate of reproduction follows the logarithmic 
formula log C/C)=0°160t, from the moment of seeding until the 
crop reaches one hundred million cells per c.c., whether the seeding 
be five cells or eight million cells per c.c. or even more. At this 
point the solution contains 1:8 grams of alcohol per 100 c.c. When 
the concentration of alcohol exceeds 1°8°% the constant k of the 
logarithmic formula must be replaced by a function of the per- 
centage of alcohol, namely, L=0:2774—0-0806(%)-+0°008543(%)?, 
which holds from 1°8 to 50%. The crop of yeast reaches its 
maximum, about three hundred and twenty-five million cells 
per c.c., in about twenty-four hours; this maximum is independent 
of the seeding up to twenty-five million cells per c.c.; but if the 
wort be seeded up to four hundred million cells per c.c. the crop 
may reach six hundred and seventy-five million; this difference is 
to be ascribed to the lower content of alcohol. If wort be diluted 
with an artificial medium made up from sucrose and salts, the 
rate of reproduction is the same as in pure wort; the maximum 
crop is also the same, provided that the culture medium contains 
at least 10% of wort. In solutions containing less wort the rate 
is the same as usual, but the maximum crop is less; this must be 
ascribed to lack of bios in the culture liquid. Quantitative measure- 
ments of the maximum crop may be used as a convenient means 
of estimating bios. Washed yeast-cake rapidly absorbs bios from 
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wort, and if enough yeast is used the removal is practically com. 
plete and the cells do not bud. Under the experimental con. 
ditions, the rate of reproduction is independent of the concentration 
of sucrose and of bios; it is independent of the concentration of 
alcohol until this reaches 1°8 gram/100 c.c. The assumptions 
underlying Carlson’s formula for the rate of reproduction of yeast 
are therefore without foundation (A., 1913, i, 117). J. F.S. 


Action of Saponins on Yeast-cells. Friepricu Boas (Ber, 
Deut. bot. Ges., 1922, 40, 32—38; cf. A., 1921, i, 294; A., 1922, 
i, 94).—The effect of different varieties of saponin on the alcoholic 
fermentation of sucrose by yeast was studied. Whilst with highly 
active saponins fermentation was inhibited owing to destruction of 
the yeast plasma, with less active saponins the rate of evolution 
of carbon dioxide was increased owing to increased permeability 
of the plasma membrane. The addition of salts generally inhibited 
fermentation. The action of different saponins on yeast may be 
correlated with their hemolytic activity. The action of saponin 
is due to its effect on the colloidal state of the lipoid complex of 
the plasma membrane. G. W. R. 


Decomposition of Lactic Acid by Yeast and by Blood-cells. 
Orto Firtsx and Frirz LizBen (Biochem. Z., 1922, 128, 144— 
168).—For the extraction of lactic acid the authors use and recom- 
mend Ohlsson’s method (A., 1916, ii, 542), the removal of amyl 
alcohol by extraction with benzene being replaced by steam distil- 
lation. Yeast-cells and blood can destroy lactic acid, the most 
favourable condition in the case of yeast-cells being agitation of 
the medium in a brisk current of oxygen. Under such conditions 
25—50 grams of press yeast destroy 0-2—0-3 gram of lactic acid 
in six to fourteen hours. The fate of the lactic acid is not known, 
but a portion appears as carbon dioxide. Yeast killed by acetone 
or heat cannot destroy lactic acid. H. K. 


The Course of Alcoholic Fermentation in the Presence of 
Urea. Marra SANDBERG (Biochem. Z., 1922, 128, 76—79).— 
Top and bottom yeasts ferment sucrose in the presence of large 
quantities of urea with production of about 4% less alcohol than 
in the absence of urea. The urea is unchanged at the end of the 
fermentation. H. K. 


Formaldehyde as an Intermediate Step between the Real 
Assimilation and the Formation of Carbohydrate in the 
Plant. II. Martin Jacopy (Biochem. Z., 1922, 128, 119— 
121; cf. A., 1920, i, 800).—Leaves of T'ropwolum majus exposed to 
formaldehyde vapour show an increased weight of dry material 
which is independent of the presence of oxygen. H. K. 


The Resorption of Aluminium Ions by the Roots of Plants. 
Jutius Sroxuasa [with J. Sespor, F. Tymicu, and J. Cwacua] 
(Biochem. Z., 1922, 128, 35—47;; cf. A., 1918, i, 475).—-Hydrophytes, 
mesophytes, and xerophytes were grown in aqueous culture media 
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with and without addition of aluminium sulphate. Aluminium is 
absorbed by the first two groups, but only slightly by xerophytes, 
the roots taking up most. The amount absorbed falls off with 
increasing concentration of aluminium in the solution. Employing 
plants which absorb considerable amounts of aluminium, for 
instance, Eriophorum vaginatum, Phragmites communis, and Carex 
riparia, it was found that when aluminium or iron was absorbed, 
calcium, magnesium, and sodium appeared in the nutrient medium, 
and if both iron and aluminium were present together the absorption 


of either was partly inhibited and less of the other ions appeared. 
H. K. 


Behaviour of certain Organic Compounds in Plants. XIV. 
G. Cramictan and A. Gatizzi (Gazzetta, 1922, 52, i, 3—20).—The 
authors have investigated the resistance to oxidation by pulped 
spinach of uric and dimethyluric acids; aniline, acetanilide, and 
methylacetanilide ; salicylic acid, methyl salicylate, and m-hydroxy- 
p-toluic acid; pyrrole- and dimethylpyrrole-carboxylic acids; 
phthalic and tetrahydrophthalic acids; aniline, «-naphthylamine, 
pyridine, and quinoline; carbamide and guanidine; eugenol, 
vanillin, and benzilic acid (cf. A., 1921, i, 483). The results obtained 
confirm the previous conclusion that the chemical actions of organic 
compounds on plants are not determined solely by etherification 
of the hydroxyl, amino-, and imino-groups, but are dependent also 
on other differences of constitution. The most poisonous products . 
are not necessarily those most resistant to oxidation by vegetable 
enzymes. 

Immersion of the leaves of Prunus lawrocerasus in boiling water 
for some minutes results in the inactivation of the emulsin, whilst 
the oxidising enzymes present retain their activity. Amygdalin 
and saligenin are largely, and salicin completely, destroyed by the 
oxidising enzymes of pulped spinach. Thus, the oxidation of 
dextrose appears to catalyse that of the aromatic compound com- 
bined with the sugar. Tannin is far more resistant than pyrogallol 
to the oxidising enzymes of spinach. 

It was previously found that, in general, fundamental compounds 
harmless to plants yield innocuous derivatives, but the fact that 
xanthine and ammonia were regarded as non-poisonous whereas 
theobromine, caffeine, and the amines are poisonous did not accord 
with this conclusion; further experiment shows that xanthine 
and ammonia exert a deleterious action on the bean plant. 

The observation that esters are more injurious to bean plants 
than the corresponding potassium salts is confirmed by the results 
of tests with ethyl and potassium succinates and oxalates. The 
influence of alcohols is similar to that of the amines, as far as the 
development of the plants is concerned, although the phenomena 
characteristic of the alkaloids do not appear. Further, the action 
diminishes as the number of carbon atoms in the normal chain 
increases, with the exception that methy] alcohol, like methylamine, 
is the least harmful of the series. Like isoamylamine, isobutyl 
and isoamyl alcohols exhibit abnormally high toxicity, probably 
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owing to the presence of a methyl group in the side-chain of the 
alcohol radicle. 

For compounds containing equal numbers of carbon atoms, the 
series: amines, alcohols, aldehydes, acids, represents the order of 
diminishing toxicity towards plants, the toxicity increasing with 
the resistance offered to enzymic oxidation. Acetone, methyl] 
ethyl ketone, cyclohexanone, and 2-methylcyclohexanone appear 
to be without influence on bean plants. Experiments with glycollic 
and acetic acids, and with lactic and propionic acids, fail to reveal 
any specific influence of the substituted hydroxyl group. As 
regards the effect of a double linking, stearic and succinic acids 
are harmless to bean plants, whereas oleic, fumaric, and maleic 
acids retard development and cause darkening and ultimate drying 
of the leaves. 


The Chemical Composition of the Ergot of Diss and of the 
Ergot of Oats. Grorces Tanret (Compt. rend., 1922, 174, 
827—830).—The ergot of diss, Ampelodesmos tenax, Linck, from 
North Africa, and the ergot of Algerian oats contain the same 
principles as the ergot of rye, but the proportions are very variable 
in passing from one species to another. The ergot of diss is poor 
in crystallised ergotinine, whilst that of oats, on the other hand, 
is richer than the average for the ergot of rye. The ergot of oats, 
but not the ergot of diss, could apparently be substituted for that 
of rye in years of scarcity. W. G. 


Proteins of the Adsuki Bean, Phaseolus angularis. D. 
Breese Jones, A. J. Frys, and C. E. F. Gersporrr (J. Biol. 
Chem., 1922, 51, 103—114).—The adsuki bean contains 21-13% 
of protein (N 6-25). By extraction with sodium chloride solu- 
tion, an «- and a $-globulin were obtained which were separated 
by fractional precipitation with ammonium sulphate. Both 
globulins gave positive tests for tryptophan. They differed mainly 
in their sulphur content. Using Van Slyke’s method, the following 
values were obtained for the diamino-acids: «-globulin—arginine 
5:45, histidine 2-25, lysine 8-30, cystine 1-63; 6-globulin—arginine 
7-00, histidine 2-51, lysine 8-41, cystine 086%. The adsuki bean 
was also found to contain a small quantity of an albumin. 


E. S$. 


The Carbohydrate Content of the Seed of Asparagus 
officinalis, L. W. E. Cake and H. H. Bartwert (J. Biol. Chem., 
1922, 51, 93—102).—The reserve carbohydrates of the asparagus 
seed consist of hemicelluloses. After removal of oil from the seed 
they may be extracted by dilute alkali, from which they are pre- 
cipitated by acidification or addition of alcohol. Obtained in this 
way, the dry substance forms blue adsorption compounds with 
iodine which readily decompose on washing with water.. Estim- 
ations of the carbohydrates in the seeds gave the following results : 
pentosans 2-02, galactans 0:42, dextrose 3-3, levulose 1-4, con- 
densed mannose 21-8, condensed dextrose 15-1, condensed lzevulose 
64%. From the values obtained for condensed sugar it is con- 
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cluded that the hemicelluloses occur either as mixtures of gluco- 
mannans and fructomannans or as glucofructomannans. Cellulose, 
starch, and inulin are absent from the seeds. E. S. 


Nitrogen Distribution of Proteins extracted by 0-2 per 
Cent. Sodium Hydroxide Solution from Cotton-seed Meal, 
the Soja Bean, and the Coconut. W. G. FrizEDEMANN (J. Biol. 
Chem., 1922, 54, 17—-20).—The following results were obtained : 
Cotton-seed meal—amide-N 10-54, humin-N 2-09, cystine-N 1-11, 
arginine-N 23-48, histidine-N 4-94, lysine-N 5-10, amino-N of 
filtrate 51-26%. Soja bean—amide-N 11-31, humin-N_ 1-84, 
cystine-N 1-04, arginine-N 14-57, histidine-N 5-92, lysine-N 8-26, 
amino-N of filtrate 54-32%. Coconut—amide-N 7-40, humin-N 
2-08, cystine-N 0-86, arginine-N 28-60, histidine-N 4-88, lysine-N 
456, total-N of filtrate 51-35%. E. 8. 


The Réle played by the Various Elements of the Wood of 
Juniperus oxycedrus in the Formation of Oil of Cade. R. 
Huerre (J. Pharm. Chim., 1922, 25, 165—173, 214—221).—The 
various constituents of oil of cade are produced by the action of 
heat on certain well-defined constituents of the wood of Juniperus 
oxycedrus, of which two groups may be distinguished, namely, the 
water-soluble matter, the essential oil, a resin soluble in light 
petroleum and in ether, and a resin soluble only in ether, all of 
which contribute to the production of a pyrogenous oil lighter than 
water, and, secondly, a resin soluble in ethyl acetate, and the 
deresinified wood itself, both of which furnish a tarry distillate 
heavier than water. The above elements of the wood give the 
following percentages of their weights of distillate : matter soluble 
in water 9%, essential oil 100%, resin soluble in light petroleum 
55%, resin soluble in ether 45%, resin soluble in ethyl acetate 
33%, wood 2%. The light oil obtained from the first group of 
materials acts as a solvent for the tar produced by the distillation 
of the entire wood, and if this is poor in essential oil, but little oil 
of cade is produced, whilst if it is also poor in resins soluble in ether 
and in light petroleum only a trace is obtained, consisting of tar 
heavier than water. G. F. M. 


Volatile Oil of Milfoil. R. F. Kremers (J. Amer. Pharm. . 
Assoc., 1921, 10, 252—261).—Dried Achillea millefolium, when 
distilled with steam, yielded 0-467% of oil, two specimens of which 
had respectively d1? 0-915, 0-913; acid number, 7-24, 4:27; ester 
number, 2-22, 5:65; saponification number, 9-44, 10-92; ester 
number after acetylation, 23-5, 17-8. The following substances 
were present : methyl alcohol, formaldehyde, ethyl alcohol, acetone, 
furfuraldehyde, valeric acid, formic acid, eugenol, pinene, nopinene, 


cineole, thujone, borneol, camphor, caryophyllene, and azulene. 
CHEMICAL ABSTRACTS. 


Spilanthol, the Pungent Principle of Para Cress. II. 
Yasuuiko ASAHINA and Micuiz6 Asano (J. Pharm. Soc. Japan, 
1922, 85—97; cf. A., 1920, i, 654)—-When hydrospilanthol is 
strongly pressed on a clay plate, its melting point is raised to 
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36—37° and its boiling point to 171°/6 mm. The analytical results 
correspond with the formula C,,H,,ON, and the acid obtained from 
it by hydrolysis (lec. cit.) gave an amide, m. p. 98°, and an anilide, 
m. p. 67—68°, which proved to be identical with decoamide and 
decoanilide. The authors next proceeded to synthesise the isobutyl. 
amides of decoic and n-nonoic acids. According to Fittig’s method 
(Annalen, 1885, 227, 85), heptaldehyde was condensed with suc. 
cinic acid, producing hexylparaconic acid, which when subjected 
to dry distillation yielded decenoic acid; this on reduction with 
hydrogen in the presence of platinum black gave decoic acid, 
m. p. 30—31°. 

n-Nonoic acid was prepared by oxidising dihydroxystearic acid 
with chromic acid mixture. Decoisobutylamide, forms white 
needles, m. p. 37—38°, b. p. 171°/6 mm., and a mixture with hydro. 
spilanthol melts at 36—37°. Nonoisobutylamide, forms white 
needles, m. p. 37—38°, b. p. 162°/6 mm., but a mixture with hydro. 
spilanthol melts below 30°. It follows that hydrospilanthol is 
mainly composed of decoisobutylamide; the hay-like odour and 
bitter taste of the former depend on some impurities, which are 
not removed by mere distillation. K. K. 


Constituents of the Seeds of Pharbitis Nil Chois. II. 
YasuuHIKO ASAHINA and Torast Surmipzu (J. Pharm. Soc. 
Japan, 1922, 1—18; cf. A., 1920, i, 360)—When pharbitin, a 
glucoside of the seeds, was hydrolysed with barium hydroxide, 
d-«-methylbutyric acid, b. p. 176°, d#** 0-9303, [«], +19-33°, con- 
taining a small quantity of tiglic acid, was obtained. Nilic acid 
(loc. cit.) purified as its copper salt, C;H,0,Cu, which forms blue 
crystals, was converted by distillation into tiglic acid and water, 
hence it is B-hydroxy-«-methylbutyric acid. In addition to pentose, 
rhamnose was isolated in crystalline form from the decomposition 
product of pharbitic acid. When ipurolic acid was warmed with 
hydriodic acid and red phosphorus in a sealed tube, a syrupy 
acid containing iodine was obtained, which gave myristic acid, 
m. p. 535°, when reduced with zinc and hydrochloric acid. The 
acid has therefore a normal carbon chain. When oxidised with 
nitric acid (d 1-35), ipurolic acid gave suberic and azelaic acids, 
whilst with hot chromic acid mixture, butyric acid and a diketone, 
white needles, m. p. 49° (disemicarbazone, aggregates of needles, 
m. p. 135°), were isolated in addition to the two acids above 
mentioned. 

When ipurolic acid is boiled with acetic anhydride and sodium 
acetate, and the reaction product is saponified with alkali, an un- 
saturated monohydroxy-acid is produced, the reduction of which 
with hydrogen in the presence of platinum black gives a mono- 
hydroxymyristic acid, needles, m. p. 51°. When the acid is oxidised 
with chromic acid mixture, sebacic and butyric acids are obtained. 
From these results, the ipurolic acid is shown to be a ®-hydroxy- 
acid of the formula : 


CH,-CH,-CH,°CH(OH)-[CH,],*CH(OH)-CH,CO,H. ‘ 
K 
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Pectinase produced by Different Species of Rhizopus. 
L. L. Harter and J. L. WetmeErR (J. Agric. Research, 1921, 22, 
371—377; cf. Harter and Weimer, ibid., 1921, 21, 609—625).— 
Rhizopus spp., parasitic on sweet potatoes, produce an enzyme which 
dissolves the middle lamellz of the cells of the host plant. The 
relative activity of the pectinase produced was compared for nine 
parasitic and two non-parasitic species by noting the time required 
for maceration of disks of sweet potato. The results show con- 
siderable variation in the amount of mycelial enzyme and also in 
the amount excreted in culture solutions. Pectinase is produced 
even by the non-parasitic species. G. W. R. 


The Efflorescences of Rhodymenia palmata ; Presence of 
a Xylan in the Floridean Algz. C.Sauvaceau and G. DENIGES 
(Compt. rend., 1922, 174, 791—794).—The authors have obtained 
from the alga, Rhodymenia palmata, a pentosan which they have 
definitely identified as a xylan. It is admixed with a certain 
amount of a methylpentosan, which they were not able to identify. 
They were not able to find any indication of the presence of either 
mannitol or trehalose. W. G. 


Velocity of Reaction of Vegetable Enzymes. I. Influence 
of the Concentration of the Enzymes on the Velocity of Action 
of the Enzymes of Germinated Barley. Dario MAEsTRINI 
(Arch. Farm. sperim. Sct. aff., 1921, 32, 40—48, 49—59).—Measure- 
ments of the velocities of action of the three principal enzymes of 
germinated barley, namely, amylase, protease, and lipase, yield 
results in contradiction with the law of Schiitz and Borissow, which 
states that the velocity of peptic digestion is proportional to the 
square root of the amount of the enzyme. The amylolytic and 
proteolytic actions of extract of germinated barley may be com- 
pletely inhibited by addition of dextrose and peptone respectively. 
During the final period of the enzyme action, the amount of hydro- 
lytic products produced is greater with the smaller concentrations 
of the enzyme; this result appears to depend on accumulation of 
the products of the action, since removal of these results, in the 
case of amylase, in renewal of the hydrolysis. 


Velocity of Reaction of Vegetable Enzymes. II. Effect 
of Hydrogen Ions and of Salts on the Velocity of Action of the 
Enzymes of Germinated Barley. Dario MArstrin« (Arch. 
Farm. sperim. Sci. aff., 1921, 32, 99—112; cf. A., 1920, i, 273, 
413; 1921,i, 152, 281, 628)—Treatment of germinated barley with 
03% acetic acid solution having electrical conductivity \=14 x 10 
yields an extract having very high amylolytic activity. As the 
concentration of the acid is increased, the activity diminishes until 
it becomes almost zero for 0°9% acid, having A=4510. With 
proteases (lipases), the optimum activity is obtained with about 
04%, acetic acid solution, having A=28(26)x104*; 09% acid 
gives an extract of very low proteolytic and lipolytic activities. 
The enzymic activity of these extracts appears to be proportional, 
within certain limits, to the concentration of the hydrogen-ions. 
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The author’s results with malt amylase furnish no support for 
Duclaux’s statement that calcium chloride inhibits completely 
the action of vegetable enzymes. The activity of malt diastase 
may be enhanced by chlorides, such as those of sodium and calcium, 
provided that the hydrogen-ion concentration of the enzyme 
solution is not at its optimum value. Cadmium chloride inhibits 
the amylolytic action of germinated barley extracts. T. H. P. 


Velocity of Reaction of Vegetable Enzymes. III. Effect 
of the Quantity and Volume of the Substrate on the Activity 
of the Amylase of Germinated Barley. Dario Maxgsrrini 
(Arch. Farm. sperim. Sci. aff., 1921, 32, 126—128, 129—133)— 
The results of the experiments here described show that, as regards 
the absolute quantity of the substrate, the behaviour of malt 
amylase closely resembles that of ptyalin (cf. Bielfeld, A., 1901, 
ii, 561) and that of emulsin, the quantity of reducing sugars pro- 
duced being directly proportional to the absolute quantity of 
substrate used. Increase in the amount of the latter without 
increase of its concentration does not greatly affect the production 
of reducing sugars by amylase under the experimental conditions 
employed. Gradual increase of the volume of the substrate by 
addition of water is accompanied by a corresponding diminution 
in the activity of the amylase. zm. FE. 


Analysis and Composition of Maize Pollen. R. J. Anpmr- 
son and W. L. Kutp (J. Biol. Chem., 1922, 50, 4833—453).— Pollen 
from three different varieties of maize was investigated. Con- 
siderable variations in composition, especially as regards starch 
and sucrose, were found, but it is possible that these were due to 
differences in the degree of ripeness. From the ripe pollen of 
the variety mainly examined were isolated: choline, /-proline, 
inositol, a substance melting at 88—89° which was probably 
myricyl alcohol, and an amorphous and a crystalline phosphatide. 
The amorphous phosphatide gave on hydrolysis choline and a small 
quantity of another base which formed an aurichloride containing 
Au 49°84% and having m. p. 132°, glycerophosphoric acid, a 
saturated fatty acid, m. p. 63°, which was probably palmitic acid, 
and a small quantity of an unidentified unsaturated fatty acid. 
It was also found to contain sulphur. The crystalline phosphatide 
was hygroscopic after drying over sulphuric acid, and contained 
nearly two atomic proportions of nitrogen to one of phosphorus. 

EK. 8. 


Absorbent Power of Soils, and the Absorption by Plants 
of Nutritive Substances from the Soil. Luicat Casa.e (Staz. 
sper. agr. ital., 1921, 54, 65—113).—The causes determining the 
absorbent power of soils are the same as those which govern absorp- 
tion by colloids. The colloidal constituents of the soil acquire 
a positive or negative charge by yielding anions or kations to the 
liquids moistening them; the positive colloids are considered to 
be absorbed by the mass of the negative colloids, and the absorption 
of kations to take place as soon as the necessary difference of 
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potential is established between a colloid particle and the zone of 
concentration of kations round it. The coagulating power of 
various electrolytes is given by the decreasing order: Fe>Al> 
Mg>Ca>K>NH,>Na; in general, the coagulating power of the 
electrolyte is the greater the lower the solution tension of the 
kation and the greater its relative velocity, sodium being an excep- 
tion. The anion of electrolytes also influences the coagulating 
power. Absorption by colloids is exerted on the entire zone of 
concentration. From the complex solutions which moisten the 
soil, potassium and ammonium ions are more absorbed than those 
of calcium, magnesium, and sodium. The last to be absorbed 
form the outermost layers, and being most easily redissolved, are 
most easily replaced by other bases; the substitution is therefore 
not chemical, but electrical in character. In order that absorption 
can occur, the colloid must acquire a negative charge by sending 
positive ions into solution. Basic silicates and humates, after 
being treated with boiling hydrochloric acid and washed, cannot 
do so, and therefore lose their absorbent power. The behaviour 
of organic colloids is exactly identical with that of inorganic colloids 
treated with metallic salts of solution tension lower than that of 
hydrogen. The ectoplasm of the absorbent cells of a plant sends 
hydrogen-ions into solution and thus acquires a negative charge 
which is less than that of the colloids of the soil, so that there is 
a difference of potential between the plant and the soil; the 
colloidal particles are consequently attracted and adhere to the 
absorbent zone, and, in endeavouring to equalise their negative 
charge with that of the ectoplasm, send kations towards it, estab- 
lishing a kind of continuity. Equalisation does not, however, 
occur, since the absorbed ions are attracted by the tonoplast in 
an identical manner; they thus pass through the protoplasmic 
mass and can be utilised. The passage of nutritive substance 
from cell to cell is governed by the same causes as those controlling 
absorption. The beneficial action of fertilisers is explained by 
the action which their kation has in lowering the negative charge 
of the colloids, thus raising the difference of potential between 
them and the plant. CHEMICAL ABSTRACTS. 


Factors affecting the Hydrogen-ion Concentration of the 
Soil and its Relation to Plant Distribution. W. R. G. ArKins 
(Sci. Proc. Roy. Dubl. Soc., 1922, 16, 369—413).—A comprehensive 
survey is given of modern theories on soil reaction. The buffer 
system in soils is discussed. Whilst the maximum alkalinity due 
to calcium carbonate in the soil is Py, 9°01, in the presence of carbon 
dioxide lower alkalinities are obtained owing to the formation of 
calcium hydrogen carbonate. In the presence of magnesium 
carbonate, alkalinity up to Py 10°0 is possible, a circumstance 
which may explain the supposed unfavourable effect of lime pre- 
pared from dolomitic limestone. Alkalinities of more than Py 10°0 
are possible where sodium carbonate is present in the soil. In 
such cases, the alkalinity may be reduced to Py 8 by additions of 
calcium sulphate. A survey of soils derived from different rocks 
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shows the influence of geology on soil reaction. This relation jg 
also modified by topographical factors. Records are given for the 
soil reaction of the habitats of a large number of native plants, 
Data are also given for the reaction of spring- and river-waters. 


G. W. R. 


Relation of the Hydrogen-ion Concentration of the Soil to 
Plant Distribution. E. A. FisHer (Nature, 1921, 108, 306; 
cf. Atkins, this vol., i, 415, and preceding abstract).—The apparent 
Pu Of the soil, as determined colorimetrically, is often influenced by 
the fineness of division of the sample. Moreover, the actual p, of 
the soil at the moment of measurement is sometimes of less im. 
portance than the rate of change of the py under natural con. 
ditions. The buffer effects imposed by the nature of the soil on 
its reaction vary enormously in magnitude with different soils. It 
is suggested that measurements should be made, not merely of the 
Pa Of soils, but also of the variations in py with addition of acids 
and alkalis; the titration curves could then be correlated with the 
magnitude of the buffer action of the soil. A. A. E. 


Factors in the Development of Soil Acidity. J. Kénic, 
J. HASENBAUMER, and E. Krécer (Z. Pflanz. Diing., 1922, [A], 1, 
3—12).—Estimations of the P, of soil moisture were made in order 
to determine the effect of different soil dressings, the effect of the 
growth of individual species of plants with varying manurial 
treatment, and the effect of different species of plants on soil 
acidity. The experiments were carried out in zinc pots. Even 
without the addition of any dressing, there was a slight increase 
in acidity after eight months, probably owing to defective aeration. 
Slight increases of acidity were observed as the result of normal 
applications of superphosphate, potassium salts, and ammonium 
salts. Sodium nitrate, “‘nitrolime,” and basic slag had little effect, 
whilst calcium carbonate decreased the soil acidity. Similar results 
were obtained when the soil carried a crop of oats. In the experi- 
ments with different crops, peas, lupines, and buckwheat produced a 
slight increase in acidity, whilst maize, grass, clover, and mustard 
gave slight decreases. ‘These results are in agreement with observ- 


ations on the acidities of the root sap of the plants used. 
G. W. R. 


Soil Acidity and its Effect on Germinating Plants. Or7o 
LEMMERMANN and L. Fresenius (Z. Pflanz. Diing., 1922, [A], 1, 
12—32; cf. A., 1921, ii, 516)—Three types of soil acidity may be 
distinguished, namely, the actual acidity of the soil moisture due 
to the presence of acids, the latent acidity developed in the presence 
of solutions of neutral salts due to base exchange whereby salts 
of iron and aluminium appear in the soil extract and produce 
acidity by hydrolysis, and the latent acidity developed in the 
presence of salts of weak acids and strong bases where the base 
is absorbed by the soil colloids and the acid remains in the extract. 
The greatest acidity is found in the latter case and is not considered 
as of importance from a plant physiological point of view. The 
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three types of acidity for a number of soils as measured by the 
titratable acidity and by the Py were compared. Whilst the 
results show a general agreement, the order of acidity is not quite 
consistent between the three series. Experiments with seedlings 
wn in sand cultures with the addition of varying amounts of 
sulphuric acid in the water supplied show that cereals have differing 
toleration. Oats showed the greatest toleration of acidity, whilst 
wheat was the most sensitive. In the case of oats, a concentration 
of 0:05°% of sulphuric acid was required to produce injury. The 
efect on the titratable latent acidity of the soil extract of the 
previous addition of varying amounts of sulphuric acid is shown 
by curves giving the relation between the amount of sulphuric 
acid added and the titratable latent acidity of the soil extract. 
The curves for soils treated with sodium acetate show higher acidities 
than in the case of soils treated with potassium chloride. In the 
ase of the potassium chloride series, the amount of sulphuric 
acid required to produce a titratable acidity in the extract sufficient 
to cause injury (as shown by the sand culture experiments) gives 
an expression for the amount of added acid which will produce 
hrmful effects on plant growth. Results obtained with sodium 
acetate and similar salts are not regarded as trustworthy criteria 
as to the acidity of the soil for plant physiological purposes. From 
the differing tolerations of plants to acidity, the acceptance of 
ay particular degree of acidity, measured as P,,, as critical is not 
to be recommended. Soil acidity must be considered in relation 
vith the manurial treatment. Soils may have little active acidity, 
but marked latent acidity. With such soils no injurious effect 
due to acidity is observable unless dressings of salts such as potass- 
ium chloride are given. G. W. R. 


Displacement Method for Obtaining Soil Solution. IF. W. 
PaRKER (Science, 1921, 54, 438—439).—The method, which is 
esentially that of Itscherekov (J. expt. Landw. [Russia], 1907, 8), 
consists in displacing the soil solution from soil packed in brass 
or glass cylinders, by means of ethyl alcohol. The latter, as it 
percolates through the soil, displaces some of the soil solution which 
forms a zone of saturation below the alcohol; this zone increases 
indepth as it is continually forced downwards by the alcohol, and 
s ultimately delivered free from alcohol. From 35 to 75% of 
the soil solution may be obtained by this method. Successive 
portions of the displaced solution have the same composition, and 


the results indicate that the true soil solution is secured. 
A. A. E. 


Basic Exchange in Soils. Von Nostirz (Mitt. deut. landw. 
fes., 1921, 36, 608—610).—A review of the present state of know- 
kdge regarding absorption and basic exchange in soils, with par- 
ticular reference to the work of Ramann (A., 1917, ii, 468; 1919, 
615; ii, 154; 1920, ii, 257), which is of importance inasmuch 
as permutite-like hydrated aluminium silicates are fairly widely 
distributed in soils. The author has shown that even crystalline 
iilicates such as mica and felspar can to a certain extent exchange 
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their potash for other bases; thus excessive liming may cause 
potash impoverishment. Certain soils can be deprived of all basic 
elements by repeated treatment with ammonium nitrate; after 
treatment of such a soil with a solution containing ammonium, 
calcium, and magnesium salts, plants die soon after germination 
with typical symptoms of potash-hunger, whereas appropriate 


addition of potassium salts restores the fertility. 
CHEMICAL ABSTRACTS, 


The Nature of certain Aluminium Salts in the Soil and their 
Influence on Ammonification and Nitrification. Irvine A. 
DENISON (Soil Science, 1922, 13, 81—106).—By the analysis of 
dialysed extracts from some acid soils, it is shown that the soluble 
aluminium in soils is not in the form of salts but of colloidal alumin. 
ium hydroxide. Increased hydrogen-ion concentration brought 
about by the formation of mineral acids, by adsorption of basic 
ions from salts, may ultimately produce soluble aluminium salts. 
The presence of soluble aluminium salts is the result rather than 
the cause of soil acidity. Ammonification is stimulated by 
aluminium salts, but nitrification suffers a temporary check. 
Calcium carbonate is the most effective agent for the removal of 
soluble aluminium salts from soils. A. G. P. 


Substances Dissolved in Rain and Snow. Sn#eErmay 
ScHaFFER (Chem. News, 1922, 124, 35—36).—Forty-five samples 
of rain and snow which fell between August 18th, 1920, and June 
Ist, 1921, have been analysed. The deposits consisted of 18°14 in. 
of rain and 34:0 in. of snow, which fell in Mount Vernon, Iowa. 
During the period 0°60126 lb. of nitrates, 0°03985 lb. of nitrites, 
1-48045 lb. of free ammonia, 1:16022 lb. of albuminoid ammonia, 
34°43179 lb. of chlorides, and 102°08035 lb. of sulphates calculated 
as SOs, fell per acre. Generally, the author finds no seasonal change 
in the amount of these substances deposited. The nitrates had an 
average value of 0°3 per million of rain with a maximum of 1:0 per 
million, the average for the nitrites was 0°0033 per million with a 
maximum of 0:03 per million; free ammonia had an average of 
0°67 and a maximum of 2°1 per million, whilst the average for 
albuminoid ammonia was 0°38 and the maximum 2:0 per million. 
The chlorides had an average of 10°1 and a maximum of 49°7 per 
million. It is shown, from an analysis of the sodium and potassium 
in the chloride, that these do not come from ocean spray, but 
probably from coal smoke. The average for the sulphates was 
29°9 and the maximum 101:2 per million. Sulphites were also 
estimated, seven samples showed no sulphite, whilst the remaining 
samples had an average of 1°43 parts per million with a maximum 
of 1°8 per million. The total nitrogen which fell in this period was 
3°28178 lb. per acre and consisted of 5°74% nitric acid, 0°51% 
nitrous acid, and 93°73°%% ammonia. J. ¥. 8. 
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Natural System of Carbon Compounds. II. Empirical 
and Rational Allologous Series and their Graphical Repre- 
sentation as a System. Herman Decker (Helv. Chim. Acta, 
1922, 5, 285—299; cf. this vol., i, 417).—Series of compounds 
are termed allologous when the formule of members conform to 
a general expression. The special type of allology in which the 
formule of compounds differ by (CH,),, is termed empirical homo- 
logy. These definitions, however, permit the inclusion in one class 
of structurally different compounds. Rational homology, exhibited 
by compounds the interconversion of which may be conceived 
by addition or removal of -CH,* groups, may be direct or indirect, 
according as the relationship is analogous to that of direct descent 
or of cousinship in human genealogy. Irrational homology, 
exemplified by the acetylenes and the allylenes, is specially frequent 
among aromatic compounds. Among hydrocarbons, C,H», the 
following types of rational allology (of which the respective series 
equations are indicated) are at present distinguishable :—homologues 
—paraffins (n—m/2+-1=0), ethylenes (n—m/2=0), acetylenes 
(n—m/2—1=0), benzene homologues (n—m/2—3=0), naphthalene 
homologues (n—m/2—6=0) ; centrologues—acetylene, benzene, . . . 
(n—m=0); phenylogues—benzene, diphenyl, . . . (n—3/2m+3=0), 
toluene, diphenylmethane, . . . (n—3/2m-+5=0), ethylbenzene, di- 
phenylethane, . . . (n—3/2m+7=0); benzologues—benzene, naph- 
thalene, . . . (n—2m+6=0), diphenyl, phenylnaphthalene, .. . 
(n—2m+8=0), pyrene, isoperilene, . . . (n—2m+4=0); and peri- 
logues—naphthalene, pyrene, ... (n—3m+14=0); anthracene, 
perilene, . . . (n—3m+16=0). The series equations show that 
each of these may be represented by straight lines, of which the 
angle of inclination to the n-axis is termed the specific constant 
of the type. The discussion of the results of this mode of repre- 
sentation does not lend itself to abstraction. J. K. 


Some Compounds of Bivalent Carbon. ALFRED GILLET (Bull. 
Soc. chim. Belg., 1922, 31, 126—131; cf. this vol., i, 213)—A 
development of the theory put forward in the previous paper. 
Various data are tabulated and the conclusion is drawn that, of 
all the known saturated isomerides, the compound which is most 
closely related in formula to the corresponding unsaturated 
compound differs least in boiling point from the latter. Some 
connexion between these differences and their variations in various 
series of compounds is deduced. H. J. E. 


Oxidation of Aliphatic Hydrocarbons with Nitrogen Per- 
oxide. II. Cu. GrRANACHER and P. ScCHAUFELBERGER (Helv. 
Chim. Acta, 1922, 5, 392—395; cf. A., 1921, i, 2)—Neither palmitic 
nor stearic acid could be detected among the acids obtained by 
the oxidation of paraffin (m. p. 50—52°) with nitrogen peroxide 
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(cf. Bergmann, A., 1918, i, 285). The main fraction, b. p. 240~ 
300°/23 mm., of the esterification product of the acid mixture 
furnished an ester, leaflets, m. p. 40°5°, from which a saturated 
acid, Cy.H,4,0., leaflets, m. p. 59—60°, was obtained. Since these 
are not the properties of behenic acid, the new acid must contain 
a branched chain structure, and it is concluded that paraffin 
contains considerable quantities of hydrocarbons, other than 
normal. From a fraction, b. p. 90—135°/12 mm., of the esterified 
product, a lithium salt, C,,H,,0,Li, was obtained, corresponding 
with a saturated liquid hydroxy-acid, probably naphthenic acid or 
containing a branched chain structure. Another fraction, b. p. 
135—155°/12 mm., similarly furnished a lithium salt, C,;H2,0.Li, 
also derived from an analogous hydroxy-acid. J. K. 


Preparation of Fatty Acids, Aldehydes, and Ketones from 
Mineral and Tar Oils. Cart Harriss (D.R.-P. 339562; from 
Chem. Zentr., 1921, iv, 1222).—The raw oils before oxidation with 
ozone are treated with liquid sulphur dioxide to remove the portions 
soluble therein. For example, the tar from bituminous coal is 
treated with liquid sulphur dioxide, whereby strongly unsaturated 
compounds are removed, less unsaturated compounds with double 
linkings remaining behind in the residue. This is cooled to the 
point of partial solidification and the portion remaining liquid, 
the so-called “‘Schwitz”’ oil, is run off and fractionated with 
steam. The fraction between 100 and 250°/10 mm. is treated with 
ozone until the increase in weight amounts to 8—12%. The 
oxidised oil is then treated with superheated steam to decompose 
the peroxides formed and the acids are separated from the un- 
attacked portion by hot concentrated potassium hydroxide. The 
resultant soaps are separated from the oil by treatment with 
superheated steam. The soaps thus obtained on hydrolysis give 
principally palmitic and stearic acids. The material after the 
removal of the soaps still contains unsaturated compounds and 
the portion containing aldehydes is again treated with ozone, 
steam, and potassium hydroxide, whereby aldehydes are con- 
verted into acids. The yield of fatty acids, for the most part 
crystalline, amounts to about 18—20% of the Schwitz oil. In 
order to obtain aldehydes and ketones, the ozonised material 
after treatment with steam is shaken with sodium hydrogen sulphite 
and the aldehydes and ketones are recovered by way of the bi- 
sulphite compounds. A large number of aldehydes and ketones 
are obtained boiling over a large range. A yield of aldehydes and 
ketones up to 80% may be obtained if the ozonides are treated 
with sodium hydrogen sulphite or potassium ferrocyanide in the 
presence of potassium hydrogen sulphate. The residual ‘‘ Schwitz ” 
oil after treatment with sulphuric acid is no longer oxidisable and 
has m. p. —6° to 1°, according to origin; b. p. wettiee” Po _ 


Preparation of Diolefines and Polymerisation Products 
Thereof. H.Orro Traun’s FoRSCHUNGSLABORATORIUM (Brit. Pat. 
156116).—Diolefines are obtained by heating together for a suitable 
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time under pressure at a sufficiently high temperature molecular 
quantities of acetylene and ethylene hydrocarbons in presence 
‘or absence of a catalyst, for example, anhydrous alkali hydroxides, 
and if either the pressure or temperature or time of interaction be 
increased polymerisation products of the diolefines are obtained 
in a single operation. For example, a mixture of acetylene and 
propylene in approximately molecular proportions is forced into 
a thick-walled spiral or autoclave at 3—15 atmos. pressure 
and heated at 350—450°. The spiral is provided with a non- 
return inlet valve and an outlet valve which can be regulated to 
release the gases at any desired pressure. ‘The escaping gases are 
cooled and the diolefine condenses, unchanged gas being recircu- 
lated through the apparatus. By using an indifferent gas as a 
diluent to increase the pressure to, say, 30 atmos. the yield of 
diolefine, in the present instance isoprene, can be increased to 
85% of the theoretical. When the operation is performed in an 
autoclave and the heating is continued for ten to fifteen hours 
at 55—65 atmos. pressure the diolefine undergoes polymerisation 
to rubber-like substances together with intermediate products 


which can be utilised as varnish and turpentine substitutes. 
G. F. M. 


Preparation of Diolefines and Derivatives Thereof. H.Orro 
TRAUN’S FoRSCHUNGSLABORATORIUM (Brit. Pat. 156122).—Halogen- 
ated derivatives of diolefines are obtained by the pyrogenetic decom- 
position of hydrocarbons such as turpentine, dipentene, or limonene 
in presence of halogens or hydrogen haloids, the reactions being 
accelerated by catalysts such as silicon alloys, silicates, or metallic 
platinum. Similar diolefine derivatives are also produced by the 
chlorination of pentane or isopentane at 600—800°. From these 
stable derivatives the unstable diolefines may readily be obtained 
as required for use by splitting off hydrogen haloid. By way of 
example, a mixture of equal volumes of benzene and limonene 
vapours and hydrogen chloride is passed through a ferro-silicon 
tube heated at 550—600°, or, alternatively, a mixture of 1 vol. of 
gasolene vapour (b. p. 40—45°) and 4 vols. of chlorine is similarly 
treated at 600—800°, and the chlorinated products, consisting 
mainly of dichloropentanes, are led into a suitable water-cooled 
condenser and collected. The yield of compounds from which 
diolefines suitable for caoutchouc synthesis can be obtained amounts 
to 60—80% of the theoretical. G. F. M. 


Compounds of Acetylene with Silver Phosphate and Silver 
Arsenate. P. Benepicr OBERDOERFER and J. A. NIEUWLAND 
(J. Amer. Chem. Soc., 1922, 44, 837—-840).—The formula assigned 
to their acetylene silver phosphate compound by Nieuwland and 
Maguire (A., 1906, ii, 721) is now shown to be incorrect. The 
substance which they analysed contained small amounts of water 
and free phosphoric acid. Analytical results from the carefully 
purified substance give the following formula to the compound, 
6(Ag-C?CH),Ag,HPQ,. 

An acetylene silver arsenate has also been prepared by the same 

t2 
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method, and the analytical data point to the constitution 
2(H;AsO,),Ag,As0,,4C,Ag,. Its properties are similar to those of 
acetylene silver phosphate (loc. cit.). W. G. 


The Interaction of Methyl Iodide and Potassium Plumbite, 
J. G. F. Druce (Chem. News, 1922, 124, 215—217; cf. A., 1920, 
i, 426).—Contrary to the behaviour of alkaline solutions of stannous 
hydroxide, it is shown that no organo-metallic compounds are 
obtained with potassium plumbite and methyl iodide. The con. 
stitutional formule of the potassium hydrogen plumbites and 
stannites are discussed. W. E. G. 


Preparation of Vinyl Compounds and Polymerisation 
Products Thereof. H.Orro Traun’s FoRSCHUNGSLABORATORIUM 
(Brit. Pat. 156117)—The addition of hydrogen haloids, methy| 
haloids, or organic carboxylic acids to acetylene hydrocarbons 
takes place smoothly and rapidly at 100—120° under a pressure 
of 1—2 atmos. By increasing the pressure and by raising the 
temperature when all the acetylene is absorbed, polymerisation 

roducts of the vinyl esters are obtained without the necessity of 
isolating the intermediate product. Although the reactions pro- 
ceed quite satisfactorily without catalysts, they can be accelerated 
if desired by the addition of small amounts of certain metals or 
metallic compounds (other than mercury compounds, the use of 
which is already known, and involves troublesome regeneration 
processes) such as magnesium, tin, or copper, or their compounds, 
iodine, hydriodic acid, boron compounds, or organic acid anhydrides. 
If the acetylene is diluted with an inert gas such as nitrogen, or 
with benzene or petroleum vapour, the pressures can be increased 
to 10—15 atmos. or more and the reaction correspondingly accelerated 
without risk of explosion of the acetylene. Examples: (1) 40 parts 
of allylene and 36—38 parts of dry hydrogen chloride are heated 
at 120° at 1—2 atmos. pressure for ten io twenty-four hours. 
Yields of 80—85% of 8-chloropropylene and 10—15% of another 
chloro-compound are formed, and the former can be completely 
polymerised by further heating at 150—200°. The polymerisation 
is accelerated by increasing the pressure to, say, 15 atmos. by the 
introduction of nitrogen. The polymerisation product can be 
employed for the preparation of varnishes, or can be transformed 
into rubber-like substances by the removal of the halogen by the 
action, for example, of sodium, calcium, or magnesium in presence 
of an inert organic liquid. (2) Twenty-six to twenty-eight parts 
of acetylene are gradually introduced into a mixture of 50 parts 
of acetic acid and 1 part of acetic anhydride. The mixture is 
heated at 40—60° and the pressure raised to 5 atmos. by the intro- 
duction of nitrogen. The product consists of 75 parts of vinyl 
acetate and 3—5 parts of ethylidene diacetate. If the temperature 
is then increased to 120—200° and the pressure to 10 atmos. or 
more, the esters are polymerised to products which vary in con- 
sistence from semi-liquids to more or less tough solids, according 
to the extent to which the polymerisation is allowed to proceed. 

G. F. M. 
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Preparation of Vinyl Haloids. H.Orro Traun’s Forscuunes- 
LABORATORIUM (Brit. Pat. 156120).—Vinyl haloids are obtained in 
good yield without the intermediate isolation and purification of 
acetylene by the action of concentrated aqueous hydrogen haloids 
at 60—95° on calcium carbide in the presence of a catalyst, pre- 
ferably a mixture of a mercury and a copper salt. The reaction 
occurs Without catalysts if the pressure is increased above atmo- 
spheric, but some of the vinyl haloid is polymerised under these 
conditions. The vinyl chloride distils off as it is formed, and if 
astream of hydrogen chloride is passed through the reaction mixture 
during the operation the yield is almost quantitative. Small 
quantities of zinc, aluminium, or tin chlorides accelerate the 
addition of hydrogen chloride to the nascent acetylene, but ferric 
chloride accelerates the reaction in the direction of the formation 
of dichloroacetaldehyde. G. F. M. 


The Labile Nature of the Halogen Atom in Organic Com- 
pounds. [I. Action of Hydrazine on Nitrogen-Halogen 
Compounds and on Bromomalonic Esters. EpmunpD LANGLEY 
Hirst and ALEXANDER KILLeN Macsetu (T., 1922, 124, 904— 
11). 


The Labile Nature of the Halogen Atom in Organic Com- 
pounds. I. Titanium Reductions of Substituted Nitro- 
paraffins. THomaS HENDERSON and ALEXANDER KILLEN 
MacBeTH (T., 1922, 121, 892—903). 


The Surface Tension of Mixtures of Alcohol and Water at 
25°. Louis Letcuton BrrcumsHaw (T., 1922, 121, 887—891). 


Co-ordination Forms of Glycerides. I. Kiimont (OCesterr. 
Chem. Ztg., 1922, 25, 63—64).—A reply to Griin (this vol., i, 
420). H. W. 


Properties of Mixtures of Ethyl Ether, Sulphuric Acid, 
and Water. JAmEs Rosert Pounp (T., 1922, 121, 941—945). 


Preparation of Alkyl Sulphates. Henry Dreyrus (Brit. 
Pat. 177189).—Ethyl sulphate or its homologues are obtained by 
heating alkali pyrosulphates (2 mols.) or chlorosulphonates (2 mols.) 
with ethyl alcohol or ethyl ether or their homologues (2 mols.) 
and after four to five hours, distilling off the ester, preferably in 
avacuum, Alternatively, the alcohol vapours may be passed over 
sodium pyrosulphate heated at 150° in a vacuum, whereby ethyl 
sulphate together with unchanged alcohol distils off as fast as it 


is formed. G. F. M. 


Preparation of Vinyl Sulphuric Acid and Homologues 
thereof. H.Orro Traun’s ForscHUNGSLABORATORIUM (Brit. Pat. 
156121).—Vinyl sulphuric acid is formed almost quantitatively 
according to the equation CH!CH-++H,SO,—CH,-CH'SO,°OH, when 
cold anhydrous sulphuric acid (96 parts) is gradually saturated, 


92 


at temperatures below 0°, with 26 to 28 parts of acetylene at 
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2 to 5 atmos. pressure, preferably in presence of small quantities 
of a catalyst such as mercuric sulphate. Homologues of acetylene 
can be used in a similar way. G. F. M. 


Trimethylene Dinitrate. F. Brzcuta (Z. ges. Schiess-Spreng. 
stoffw., 1922, 17, 57—58).—Pure trimethylene glycol (b. p. 211— 
212°/741 mm., d® 1:054) was nitrated in Schlégel’s apparatus, 
the composition of the mixed acids being nitric, 25:26, sulphuric, 
66°55%, water, 819%. Ten grams of the glycol were slowly 
dropped into 200 grams of mixed acids cooled to 8° with violent 
agitation. The increase of temperature was much greater than 
in the nitration of glycerol, and drops hanging from the funnel 
on being splashed with the acids ignited regularly. The nitrate 
obtained was washed with cold water, 2% sodium carbonate 
solution, and finally several times with cold water and dried to 
constant weight in a vacuum over sulphuric acid. The nitrogen 
content was 16°7% (theoretical, 16°87%). The product was 
similar to glyceryl nitrate but less viscous; d 1°408. It was 
miscible in all proportions with methyl alcohol, ether, chloroform, 
benzene, or acetone, only slightly soluble in carbon bisulphide, 
solubility in 96% ethyl alcohol 1:5, solubility in water at 20° 
1:410. No signs of crystallisation occurred on cooling for three 
hours at —20°. Tested by Abel’s method at 83°, it showed slightly 
less stability than glyceryl nitrate. Its sensitiveness to impact 
is the same as that of the latter. H. C. R. 


Symmetrical Dibromopivalic Acid and 1-Methylceyclo- 
propane-1-carboxylic acid. Moritz KouN and _ ANISSIM 
MENDELEWITSCH (Monatsh., 1921, 42, 227—244).—Symmetrical 
dibromopivalic acid and from it dihydroxypivalic acid were 
synthesised by the following steps. Two mols. of formaldehyde 
and 1 mol. of propaldehyde were condensed in aqueous potassium 
hydroxide to dihydroxy-««-dimethylpropaldehyde, which was 
converted into its oxime. The oxime, which readily decomposes 
on heating, was boiled with excess of acetic anhydride whereby 
it was converted into diacetoxypivalonitrile. By heating in a 
sealed tube at 125—130° for twenty hours with saturated hydro- 
bromic acid, the nitrile was converted into dibromopivalic acid, 
CMe(CH,Br),*CO,H, m. p. 56—58°, crystallising from light petrol- 
eum in rhombic pyramids [a:b : c=0°8949 : 1 : 0°7789], d 2-078. 
By boiling with lead oxide and water, the dibromopivalic acid was 
converted into dihydroxypivalic acid, m. p. 179—182°, crystallising 
from water in small, acute rhombohedra or tetrahedra belonging 
to the trigonal-pyramidal class of the rhombohedral system, 
[a :c=1:1°2549], d 1329. The product obtained by Koch and 
Zerner (A., 1901, i, 633), m. p. 163—164°, was evidently impure. 

Methyl dibromopivalate has b. p. 229—231°. Methyl dihydroxy- 
pivalate was prepared by alkylating dihydroxypivalic acid with 
diazomethane. It forms apparently rhombic, very deliquescent 
prisms, m. p. 40—45°, b. p. 145°/20—22 mm. 

_ By reduction of the methyl] ester of dibromopivalic acid in methyl 
alcohol with zinc dust, methyl 1-methyleyclopropane-1-carboxylate 
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was formed; it is a colourless, mobile liquid, b. p. 121—123°, 
with a camphor-like odour. The free acid crystallises from water 
in spear-shaped crystals, m. p. 28—31°, b. p. 183—185°/762 mm. 
The calcium salt, (C;H,O,),Ca, crystallises in flat, rhombic needles ; 
the silver salt, C;H,O,Ag, forms thin needles or leaflets, apparently 
rhombic. EK. H. R. 


Behaviour of Crotonic Acid in Ultra-violet Light. II. 
R. SrOERMER and E. Rosert (Ber., 1922, 55, [B], 1030—1040; 
cf. Stoermer and Stockmann, A., 1914, i, 925).—It has been found 
previously that the transformation of crotonic into isocrotonic 
acid under the influence of the light from a Uviol lamp could not 
be established with certainty. By the use of the more powerful 
Herius lamp, this transformation has been shown to occur to a 
small extent; on one occasion, it was found possible to isolate 
pure ésocrotonic acid from the product, but, in general, the sub- 
stance is separated as the corresponding amide. The experiments 
are rendered difficult by the restricted range of solvents available 
and the marked resinification which usually occurs, but is least 
obvious in toluene. 

Under the influence of ultra-violet light, aniline and ammonia 
are very readily added at the double bond of «$-unsaturated acids. 
Thus crotonic acid and aniline give mainly f§-anilinobutyric acid 
and anilinobutyranilide with minor amounts of croton- and iso- 
croton-anilides, whereas the chief products with ammonia are 
aminobutyric acid and iminodibutyric acid, and, in addition, 
very small quantities of crotonamide. Crotonic acid and p-tolu- 
idine give 8-p-toluidinobutyric acid, which could not be caused to 
crystallise and was therefore analysed as its ethyl ester, b. p. 186— 
188°/30 mm.; the latter yields a hydrochloride which crystallises 
with difficulty. 

Acetic, propionic, and (to a less extent) benzoic acids are con- 
verted into their anilides when mixed with aniline and exposed 
to the light of the Heriius lamp; the action is shown to be due to 
the radiation and not to the temperature of the lamp. The forma- 
tion of amides takes place with considerably greater difficulty. 


H. W. 


Erucic Acid and Erucic Anhydride. II. D. HoLpE and 
C. WitKE (Z. angew. Chem., 1922, 35, 186—187; cf. this vol., i, 
217).—Historical. The authors give an account of attempts by 
earlier workers to isolate pure erucic acid from rape oil, the suc- 
cessful conclusion of which in their hands has been already 
described (loc. cit.). G. F. M. 


So-called Rapic Acid. ALFRED GRABNER (Monaish., 1921, 
42, 287—-292)—The acid known as rapic acid was first isolated 
by Reimer and Will (A., 1887, 1030) and was shown by Zellner 
to have the formula C,,H3,0, (A., 1896, i, 592) and to be probably 
an isomeride of oleic acid. It has now been submitted to detailed 


comparison with oleic acid and shown to be identical therewith. 
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Action of Thionyl Chloride on «-Hydroxy-acids. E. f, 
BuatsE and (Mitz) Montracnr (Compt. rend., 1922, 174, 1173~ 
1174).—Thionyl chloride reacts with glycollic acid, giving two 
products, namely, Chlorosulphonylacetyl chloride, SO,Cl-CH,°COCI, 
b. p. 78—82°/16 mm., and chloroacetoxyacetyl chloride, 

CH,Cl-CO-0-CH,COCI, 
b. p. 99—101°/17 mm. The former compound is very unstable, 
and on heating at 180° it decomposes, giving sulphur dioxide and 
chloroacetyl chloride. It is also decomposed by water or methyl 
alcohol. With aniline, it gives glycollanilide sulphite, 
S0(0-CH,°CO-NHPh),, 

m. p. 140—141°. This sulphite also loses sulphur dioxide when 
heated, giving glycollanilide, which, with thionyl chloride, regen. 
erates the sulphite. Chloroacetoxyacetyl chloride gives with 
aniline an anilide, m. p. 119°. W. G. 


Oxidation of Dihydroxystearic Acid. Yosuiniko AsAutna 
and Yosutroyo Isumpa (J. Pharm. Soc. Japan, 1922, 171—179).— 
Azelaic and n-nonoic acids are readily prepared from dihydroxy. 
stearic acid by oxidation. One part of dihydroxystearic acid 
(obtained by oxidation of oleic acid with potassium permanganate 
in potassium hydroxide solution) is added to a mixture of 2 parts 
of crystallised sodium dichromate and 25 parts of 25° sulphuric acid, 
and gradually heated on an oil-bath until the temperature has risen 
to 80°; the mixture is then distilled with steam, the temperature 
of the bath being maintained at 110—120°. The distillate is 
saturated with sodium chloride, extracted with ether, and rectified, 
when n-nonoic acid of b. p. 150°/20 mm. is obtained. The non- 
volatile residue is filtered while hot. On cooling the filtrate, 
impure azelaic acid crystallises. It is dissolved in concentrated 
sodium carbonate, or, better, sodium hydroxide solution, boiled 
until the accompanying coloured compound is destroyed, filtered, 
acidified, and crystallised, when white leaves, m. p. 128—132°, 
are obtained. From 504 grams of dihydroxystearic acid, 2025 
grams of azelaic acid and 130 grams of m-nonoic acid were 
obtained. 

By the same method, 89 grams of azelaic acid and 41°5 grams 
of heptoic acid were prepared from 480 grams of the trihydroxy- 
stearic acid obtained from ricinolic acid by oxidation with potassium 
permanganate. K. K. 


The Hydrolysis of the Mono- and Di-ethyl Esters of Diethyl- 
malonic Acid. PuHmuirprr Dumesnit (Bull. Soc. chim., 1922, 
[iv], 31, 320—324; cf. A., 1921, i, 391).—The author has repeated 
previous work (loc. cit.) under slightly different conditions, and 
has obtained confirmatory results. W. G. 


Glutaconic Acid. II. P. E. Verxape (Rec. trav. chim., 
1922, 41, 208—223; cf. Verkade and Coops, A., 1920, i, 592).— 
A summary and extension of previously published work. Different 
methods of preparation of glutaconic acid (Conrad and Guthzeit, 
A., 1883, 311; Blaise, A., 1904, i, 10; Fichter and Dreyfus, A., 
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1900, i, 426; von Pechmann and Jenisch, A., 1892, i, 147; von 
Pechmann, A., 1891, ii, 1457; Bucherer, A., 1890, i, 736) are 
shown to yield a substance of identical properties; no trace of 
the presence of an isomeride could be detected. Various methods 
of preparation of isomerides were attempted, but without success. 
The formula suggested by Perkin and Tattersall (T., 1905, 87, 
361) and modified by Thorpe (T., 1912, 101, 871) is discussed and 


the author suggests that C0,H—CH—CH—CH—CO,H is the 


best representation of the experimental evidence. H. J. E. 


Isomerism in the Glutaconic Acid Series. Franz Frist 
(Annalen, 1922, 428, 25—40).—The evidence which has been 
accumulated by Thorpe and bis co-workers during the past seven- 
ten years is summarised. The author maintains his view that 
the isomerides in this series of acids are of the ordinary geometrical 
type, the difference, revealed by Thorpe’s work, between the 
chemical relationship of these compounds and that subsisting 
between other maleoid and fumaroid acids being a difference of 
degree and not one of principle. The absence of a second form 
of glutaconic acid is readily explicable on the assumption that the 
double bond changes position (cf. following abstracts and this 
vol., i, 553). C. K. I. 


The Two 6-Methylglutaconic Acids. Franz Frist and 
Paut Kart Brever (Annalen, 1922, 428, 59—68).—Both the 
cis-, (labile) and trans- (normal) forms of ethyl @-methylglutaconate 
yield ozonides which on hydrolysis give ethyl acetoacetate and 
ethyl glyoxylate (also acetone and oxalic acid). cis-Ethyl 8-methyl- 
glutaconate readily absorbs chlorine, giving a dichloride (CygH,,0,Cl,), 
b. p. 159—161°/12 mm., and a trichloro-compound (C,)H,,0,Cls), 
b. p. 116°5°/0°57 mm., 130°/0°96 mm., 142°0°/1-70 mm., 155°0°/2°70 
um. The dibromide, b. p. 108°/0°11 mm., 116°/0°66 mm., 133°/2°20 
mm., 154—156°/11 mm., 159—160°/13 mm., on condensation with 
ethyl sodiomalonate gives ethyl ethanetetracarboxylate and ethyl 
-ovalyl-n-butyrate, b. p. 125°3°/1°6 mm., 163°/5 mm. (cf. preceding 
abstract). GC. &. &. 


«8-Dimethylglutaconic Acid. I'ranz Frist and (in part) 
Paut Karu Breuer (Annalen, 1922, 428, 68—75)—Neither the 
cis- (labile) nor frans- (normal) forms of «f-dimethylglutaconic 
acid undergo optical resolution with the help of brucine, strychnine, 
or quinine. The quinine salt of the cis-acid is crystalline (needles), 
and has the composition C,H 4904,2C.9H,,0,N.,6H,0. 

Ethyl cis- (labile) «8-dimethylglutaconate gives an oily ozonide, 
(,,;H,,0,, which on hydrolysis gives ethyl acetoacetate, ethyl 
methylacetoacetate, methyl ethyl ketone, and other products 
which were not identified. The trans- (normal) ester yields an 
oily ozonide, C,,H,,0,9, which on hydrolysis gives mainly ethyl 
acetoacetate, acetone, and acetic acid. To account for these 
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results it appears to be necessary to assume three-carbon 
tautomerism as in the case of the $-phenyl-«-methylglutaconic 
esters (cf. preceding abstracts and this vol., i, 553). C. K. I. 


Aleuritic Acid. C. Harries and W. Nacet (Chem. Umschau, 
1922, 29, 135—137)—The acid was obtained as potassium salt 
in 30% yield by allowing 5N-potassium hydroxide to act in the 
cold for twelve hours on shellac. After purification, the acid 
gave figures corresponding with the formula C,,H,,0;, and mole. 
cular weight determinations confirmed this. The acid has m. p, 
100—101°, and yields a methyl ester (colourless needles, m. p. 
69—70°) and a triacetyl derivative, C,;H,,(OAc),°CO,H, and when 
reduced by hydriodic acid yields palmitic acid. The acid is there. 
fore a trihydroxypalmitic acid as suggested by Endemann and 
not dihydroxytridecoic acid as stated by Tschirch and Farner 
(A., 1899, i, 447). H.C. R. 


Action of Acids on Ammonium Molybdomalate. Ef. 
Darmois (Compt. rend., 1922, 174, 1062—1064).—The ammonium 
molybdomalate, 2Mo0,,C,H,O;(NH,)., is very sensitive to the 
action of acids. On the addition of small amounts of hydrochloric 
acid to its solution the rotation rapidly decreases to a limit value 
which is the same if nitric or sulphuric acids is used in place of 
hydrochloric acid. The limiting value of the rotation corresponds 


with the formation of the compound, MoO,,2C,H,O;. If acetic 
acid is used, the action is not so marked and the results with this 
acid and its chloro-derivatives indicate that, in these cases, the 
diminution in rotation is proportional to the total quantity of 
hydrogen-ions. It is suggested that this difference may serve 
as the basis of a method for detecting the presence of mineral 
acid in acetic acid. W. G. 


Preparation of Formaldehyde and Methyl Alcohol. H. 
Otro Traun’s ForscHUNGSLABORATORIUM (Brit. Pat. 156148).— 
Formaldehyde and methyl alcohol are obtained by the oxidation 
of methane, or natural gas containing methane, by means of 
carbon dioxide, the mixed gases being passed through a con- 
stricted pipe heated at 500—700° at the constriction, and the 
gaseous reaction products rapidly cooled. The tube may be made 
of copper, silver, or nickel, or alloys of these metals with one 
another or with tin, zinc, aluminium, etc., which metals catalytically 
assist the reaction. If iron pipes are used, they are advantageously 
packed with wire or turnings of the above metals or alloys. The 
following reactions apparently occur in the process: 2C0O,= 
2CO+20 and CH,+20=H-CHO-+H,0. The yield of formaldehyde 
under favourable conditions may amount to 56%, calculated on 
the methane employed. The yield of methyl alcohol is favoured 
by a slower passage of the gas through the tubes, and by the 
presence of hydrogen in the gas mixture. Saturation of the gases 


with alcohol vapour at 20—30° favourably influences the ‘x * 
G. F. M. 
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Aptitude of Formaldehyde to Form Hydrocyanic Acid by 
Oxidation in Ammoniacal Silver Solutions. R. FossE and 
A. HiruLie (Compt. rend., 1922, 174, 1021—1023; cf. this vol., 
i, 117).—By oxidising very small amounts of formaldehyde with 
excessive amounts of potassium permanganate in strong ammonium 
hydroxide in the presence of a silver salt and ammonium chloride 
the yield of hydrocyanic acid obtained may be as high as 37%. 
At the same time, however, a considerable amount of cyanic acid 
is produced. W. G. 


Preparation of Acetaldehyde from Acetylene. SuvuicHir6 
Ocut, Yorcut Onozawa, and THE Tokyo INDUSTRIAL LABORATORY 
(Japan. Pat. 38752, 1921).—Acetaldehyde is prepared by intro- 
ducing 10-3 litres of acetylene into 100 c.c. of a solution containing 
25 grams of sulphuric acid, 1 gram of mercuric oxide, and 3-6 grams 
of ferric acetate, and heating at 40° for three hours, the product 
being then distilled with steam. K. K. 


Researches on Residual Affinity and Co-ordination. VIII. 
Interaction of Tellurium Tetrachloride and £-Diketones. 
GmBeRT T. Morcan and Harry Ducatp KerrrH Drew [with 
K. A. CooPpER] (T., 1922, 121, 922—940). 


Electrolytic Reduction of Dextrose. ALEXANDER FINDLAY 
and VERNON Harcourt Wiuuiams (Z'rans. Faraday Soc., 1922, 
17, 453—456).—The method and apparatus used were those of 
Tafel (A., 1900, ii, 588). A current density of 0-16 ampere per 
sq. dem. was employed, the solutions contained 1—10% of dextrose 
in 3% of sulphuric acid, the rate of absorption of hydrogen fell 
rapidly almost to zero, and the total amount absorbed corresponded 
with a 2% reduction of dextrose. The current concentration was 
varied between the limits of 0-04 and 0-444 ampere per 100 c.c. 
With increase of current concentration the absorption of hydrogen 
increases but falls off rapidly. No appreciable change was effected 
by changing the temperature, substituting gas carbon or Acheson 
graphite for lead electrodes or changing the current density. The 
rapid falling off of the hydrogen absorbed was found to be due to 
a film of lead formate formed on the cathode. The products of 
reduction were found to be formic acid and a pentose (cf. Léb, 
A., 1910, i, 94); contrary to the claims of O’Brien Gunn [D.R.-P. 
140318 (1900)], no hexahydric alcohol was formed. W. T. 


The Catalytic Hydrogenation of Dextrose. W. KH. Cake 
(J. Amer. Chem. Soc., 1922, 44, 859—861).—When dextrose is 
hydrogenated in N/2-potassium hydroxide solution in the presence 


of platinum black, d-sorbitol and d-mannitol are obtained. 
W. G. 


Syntheses of Mixed Acylated Halogen Sugars. Karu 
FREUDENBERG and Orro Ivers (Ber., 1922, 55, [B], 929—941).— 
The authors have attempted the synthesis of substances of the 
type of acetobromoglucose in which the individual acetyl groups 

es 


i. 524 ABSTRACTS OF CHEMICAL PAPERS. 


are replaced by other acyl radicles. The preparation of triacetyl. 
p-toluenesulphonylbromoglucose, 
CHBr-CH(OAc)-CH(0-SO,°C,H;)-CH*CH(OAc)-CH,"OAc, 
satan sat “ Oo— eae eek emeatnd 


is now described, the initial material being dextrosediacetone 
(cf. Fischer and Rund, A., 1916, i, 364). 

A simplified method for the preparation of dextrosediacetone 
consists in shaking §-glucose (Behrend, A., 1907, i, 481; 1911, 
i, 14) with acetone containing a little hydrogen chloride at the 
atmospheric temperature and subsequent neutralisation of the 
acid by the addition of 5N-sodium hydroxide solution; the bulk 
of the acetone is removed by distillation on the water-bath and 
the remainder under diminished pressure. The dextrosediacetone is 
removed from the residue by treating it with warm light petroleum. 
It is converted by toluene-p-sulphonyl chloride in the presence of 
aqueous potassium hydroxide solution or pyridine into toluene-p- 
sulphonyldextrosediacetone, slender needles, m. p. 120—121°, [a], 
—81-7° in s.-tetrachloroethane; the latter substance is remarkably 
stable towards warm concentrated alcoholic alkali hydroxide 
solutions and is unaffected by ammonia at 100°. Warm dilute 
sulphuric acid causes the successive removal of the acetone residues 
and the toluene-p-sulphony! group, so that by interrupting the 
reaction at the requisite moment it is possible to isolate 3-toluenc 
p-sulphonyldextrose (the constitution assigned to this compound is 
necessarily dependent on the correctness of the formulation of 
dextrosediacetone); the substance crystallises as the monohydrate. 
m. p. (indefinite) 70—71° after softening at 65—66°, [«]}} +39-64° 
in aqueous solution. It is re-converted by acetone and hydrogen 
chloride into toluene-p-sulphonyldextrosediacetone. ‘Treatment of 
toluene-p-sulphonyldextrose with fsyridine and acetic anhydride 
leads to the formation of tolwene-p-sulphonyltetra-acetylglucose, 
m. p. 170—171° (decomp.), [«]p +13-6°, when dissolved in s.-tetra- 
chloroethane. The tetra-acetyl derivative is converted by glacial 
acetic acid and hydrogen bromide or by liquid hydrogen bromide 
into toluene-p-sulphonyltriacetylbromoglucose, slender needles, m. Pp. 
150—151°, [«], +-164-4°, which can also be prepared directly from 
toluene-p-sulphonyldextrosediacetone, glacial acetic acid, and 
hydrogen bromide; it is re-converted by a solution of thallium 
acetate in acetic acid and acetic anhydride into toluene-p-sulphonyl- 
tetra-acetyldextrose. T oluene-p-sulphonyltriacetylmethylglucoside, 
slender needles, m. p. 138°, [«]$ —17-1° in s.-tetrachloroethane is pre- 
pared by agitating a solution of the bromo-compound in methyl 
alcohol with silver carbonate. 

Benzoyltriacetylbromoglucose, m. p. 152°, [a], +162-5° when 
dissolved in s.-tetrachloroethane, is prepared by the action of 
glacial acetic acid and hydrogen bromide on _ benzoyldextrose- 
diacetone (Fischer and Noth, loc. cit.). 

An improved method is. given for the preparation of octa-acetyl- 
maltose. When dissolved in benzene, it is converted by a saturated 
solution of hydrogen chloride in anhydrous ether into a crystalline 
substance, m. p. 112—114°, [«]p +67-5° in chloroform, which 
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appears to be an octa-acetylchloromaltose; the chlorine atom 
js displaced with unusual readiness. 

The estimation of readily eliminable halogen is conveniently 
effected by boiling a solution of the substance in glacial acetic 
acid with a similar solution of thallium carbonate. The thallium 
haloid which is quantitatively precipitated is filtered through a 
Gooch crucible, washed with hot glacial acetic acid, dried at 
135—140°, and weighed. H. W. 


Thioglucose. Fritz WRrEDE (Z. physiol. Chem., 1922, 119, 
46—59).—Boiling potassium disulphide solution converts tetra- 
acetylbromoglucose into octa-acetyldithiodiglucose (Wrede, A., 
1920, i, 13), and this, on reduction at a temperature below 25° 
with sodium amalgam in alcohol containing acetic acid, gives 
tetra-acetylthioglucose, which crystallises in thick, compact masses, 
m. p. 75°; [a]? —13-57°, in 90% alcohol, after seven days, —6-78° ; 
[«]p-+0-5° in aaSp-tetrachloroethane. Tetra-acetylthioglucose 
quickly changes Fehling’s solution in the cold and gives a dark- 
coloured precipitate on boiling. On long exposure to the air, 
but quickly if hydrogen peroxide be added, it is reconverted into 
octa-acetyldithiodiglucose. With diazomethane in ethereal solu- 
tion, tetra-acetyl-6-methylthioglucoside is formed, compact crystals” 
rom methyl alcohol, m. p. 95°, [«]i} —16-18° in ««$8-tetrachloro- 
ethane. By acetic anhydride, it is converted into penta-acetyl- 
ihioglucose, white, compact needles, m. p. 121°, [«]j} +1-6° in ethyl 
acetate. This substance is also obtained directly from octa-acetyl- 
dithiodiglucose on reduction with zinc dust and acetic anhydride. 
Penta-acetylthioglucose, on hydrolysis by methyl alcohol saturated 
with ammonia, is converted into thioglucose, which can also be 
obtained in a less pure condition by the reduction of octa-acety]l- 
dithiodiglucose with aluminium amalgam or sodium amalgam in 
alcoholic solution containing acetic acid. It has not been found 
possible to recrystallise thioglucose. After drying over phosphoric 
oxide in a vacuum, it is an amorphous, white powder, sintering 
at 70° and foaming at 105°. It shows mutarotation; [«]}} +23° 
in50°% alcohol when equilibrium is reached. Its solubility is similar 
to that of dextrose; its taste is unpleasant and scarcely sweet. 
Fehling’s solution gives a green colour in the cold, which does 
not increase on heating. It forms a silver salt, C,H,,0;SAg, a 
yellowish-white non-hygroscopic powder, which can be decom- 
posed by methyl iodide to give $B-methylthioglucoside isolated as 
its tetra-acetyl derivative. W. O. K. 


The Polymerisation of Lzvoglucosan. Amf& Picter and 
J. H. Ross (Compt. rend., 1922, 174, 1113—1114; A., 1921, i, 647, 
766).—When lzevoglucosan is heated with a trace of zine chloride 
at 140°, the reaction nCgH,,0,;=(C,H,,0;), takes place in a few 
minutes, but the products of the reaction vary with the pressure. 
As the pressure increases the value of m increases. Thus at a pres- 
sure of 15 mm. the product is a dilevoglucosan, m. p. 135°, [«]p 
+28-2°; at the atmospheric pressure the product is tetraleevoglucosan, 
[a], +111-9°; at a pressure of 4-6 atmos. hexalevoglucosan, 
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[a]p +94-1°, is obtained, and at 13-3 atmos. octalevoglucosan, 
[%]p -++72-8°, is the product. As the polymerisation increases, the 


products have properties more nearly approaching those of the 
dextrins. 


Celloisobiose. H. Ost and G. Knorn (Cellulosechemie, 1922, 
3, 25—38).—Celloisobiose is a well-characterised biose sugar the 
octa-acelate of which occurs in the products of acetolysis of cellulose, 
but readily undergoes conversion into the more stable cellobiose. 
octa-acetate. The octa-acetates are partly separable by extracting 
the crude product of acetolysis with ether and then extracting the 
extracts with alcohol. The isobiose acetate is concentrated in 
the fractions which are readily soluble both in ether and in alcohol. 
The biose itself is isolated by saponifying the acetate fraction with 
N /2-barium hydroxide at 25° and submitting the syrup to a 
systematic fractionation with aqueous alcohol of 85—100°% strength. 
The major portion occurs in the fractions soluble in 85° alcohol. 
A yield of 2-5 parts of purified isobiose per 100 of cellulose was 
thus isolated, but, owing to the instability of its acetate, the 
quantity originally formed must have been much larger. Cello- 
isobiose crystallises in microscopic needles with }$H,O; after 

‘drying at 105°, the crystals break down to a powder. It is hydro- 

lysed more slowly than most other bioses into 2 mols. of dextrose. 
It shows multirotation, which arrives at a constant value of 
[a}> +24-6° after six hours in 6—8% solution. It has a cupric- 
reducing value equivalent to 63-2% of dextrose, and forms an 
osazone melting at 165—167°, with a composition indicating one 
free aldehyde group. The authors consider that the cellulose 
molecule is probably built up entirely of biose units, and that 
their crude acetates derived directly from the cellulose apparently 
contained 40° of cellobiose octa-acetate, 40° of isobiose octa- 
acetate, and about 15° of acetates of cellulose dextrins, which 
themselves would presumably have given further quantities of 
biose acetates if the reaction had been more complete. J. F.B. 


The Heat Developed by the Action of Sodium Hydroxide 
on Cotton (‘‘ Mercerisation '’). Tuos. Barratrr and J. W. 
Lewis (T'rans. Text. Inst., 1922, 13, 113—120).—As a contribution 
to the problem of the connexion between the concentration of 
sodium hydroxide employed and the “degree of mercerisation ” 
produced, which has not yet received any satisfactory solution, 
the authors have measured the heat developed when well-scoured 
Egyptian cotton is immersed in solutions of sodium hydroxide of 
various concentrations. Since the heat developed is not great 
(the greatest rise in temperature being 0-5°) and equilibrium is 
only reached after several minutes in certain cases, an electrical 
system was elaborated by means of which heat development was 
measured directly and such factors as the specific heat of the 
liquid and the total thermal capacity of the calorimeter and its 
contents could be neglected. The apparatus is fully described, 
and it is stated that it would also serve for a study of heats of 
dilution. 
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A small correction was applied for the heat of dilution of the 
alkali by the water present in the cotton. This amounted to 5-1%, 
the material being kept for several months in a desiccator over 
sulphuric acid (d 1-345), at nearly constant temperature, in order 
to control the moisture content. The “heat of mercerisation ”’ 
increases with the concentration of the sodium hydroxide solution, 
but is not proportional to it. The curve shows an inflection corre- 
sponding with a rapid increase in the heat produced when the 
concentration of alkali is between 10% and 15%, which is the 
lower limit of the commercial mercerising process. A second 
inflection, corresponding with a decrease, occurs at about 30%, 
which is near the upper limit of solutions usually employed in the 
industry. The rate at which heat is developed is greatest between 
about 10% and 18°%, equilibrium being reached in solutions within 
these concentrations in about two minutes. J.C. W. 


Compounds of Iodine with Constituents of Starch. H. von 
Euter and Kari MyrpacKk (Annalen, 1922, 428, 1—24).—This 
paper records a large number of measurements of the partition 
coefficient of iodine between benzene and starch obtained from 
various sources and previously treated in different ways. The 
general inference is that two compounds are formed probably 
with the amylose, and the formule (C,H ,90;)2l. and (CgH 4905) jol, 
are suggested with reservations. The formation of these substances 
is reversible, and is controlled by a dissociation pressure for each 
which is constant for a constant temperature, although above 
40° the formation of hydriodic acid becomes perceptible. 

Starch-iodide can be titrated with sodium hydroxide, one atom 
of iodine being equivalent to about 7NaOH. On back-titration with 
acids, the iodine is again liberated and forms starch-iodide, one atom 
of iodine being set free for each 4NaOH neutralised. CC. K. I. 


Amylocellulose considered as Composed of Silicic Acid 
and Amylose. G. Marrirano and M. Carorre (Compt. rend., 
1922, 174, 1128—1130).—The authors suggest that the resistance 
to the action of hot water or acids shown by that part of the starch 
grain known as amylocellulose is due to the presence of silicic 
acid and that this material is really a complex compound of amylose 
with silicic acid of the type [Si0,(C,H,,0;),j]H,. They consider 
that the various amylaceous materials may be looked on as com- 
plexes of silicic acid, phosphoric acid, or simply water with the 
group C,H, 0;, and that this theory is in better accord with the 
experimental facts than that which demands varying stages of 
polymerisation and condensation. W. G. 


Chlorites of Ammonium, Tetramethylammonium, and 
certain Amines. Giorcio Renato Levi (Gazzetta, 1922, 52, i, 
207—209; cf. A., 1916, ii, 27)—Ammonium chlorite, NH,ClO,, 
forms transparent, pale yellow, prismatic needles, is not deliques- 
cent, decomposes rapidly when heated, and is exploded by per- 
cussion on an anvil. Methylamine chlorite, NH,Me,HCIO,, is 
obtainable only in 66—67% aqueous solution, which detonates 
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slightly when poured on to a hot iron plate. Dimethylamine 
chlorite, NHMe,,HClO,, and trimethylamine chlorite, NMe;,HCIO,, 
also obtainable only in aqueous solution, behave similarly to the 
previous compound, the tertiary compound exhibiting greater 
tendency to decompose on concentration. T'etramethylammonium 
chlorite, NMe,ClO,, forms colourless crystals, is highly deliquescent, 
explodes on percussion, and forms neutral aqueous solutions. 
2. me. P. 


Preparation of Hexamethylenetetramine and Formaldehyde 
H. Orto Traun’s FoRSCHUNGSLABORATORIUM (Brit. Pat. 156136).— 
Formaldehyde can be obtained in satisfactory yield by the contact 
oxidation of methane (or natural gas containing methane) if the 
oxidation takes place in presence of ammonia whereby the more 
stable hexamethylenetetramine is formed and the aldehyde is 
thus saved from destruction. For example, a mixture of 6 vols. 
of methane, 12 vols. of oxygen, and 4 vols. of ammonia is passed 
through a reaction tube provided with a constriction, where it is 
heated at 300—500°, or even at 700° if the reaction is performed 
under reduced pressure. The tube itself may serve as the catalyst, 
or a steel or iron tube packed at the constriction with silver, nickel, 
or copper wire may be used. The reaction product is condensed 
and consists mainly of hexamethylenetetramine (70% yield), from 
which formaldehyde can be regenerated in known manner. ‘The 
yields are favourably influenced by saturating the gases with 


methyl or ethyl alcohol vapour before passing them through the 
contact tube. G. F. M. 


The Two Modifications of Glycine. Methylation with 
Diazomethane. Hertnricn Birz and Hans PaErzoip (Ber., 
1922, 55, [B], 1066—1073).—The occurrence of two modifications 
of glycine has been noted by Fischer (A., 1905, i, 863) and Falk 
and Sugiura (A., 1918, i, 292); according to the former, the yield 
of aminoacetyl chloride hydrochloride from glycine depends on 
whether the plate or needle variety of the latter is used, whilst, 
according to the latter, the two modifications behave differently 
when heated and have differing additive capacity towards bromine. 
The explanation is now found in the observation that the large 
plate-like crystals deposited from aqueous solution enclose mother- 
liquor which is not removed even when the finely divided material 
is heated at 100°. This can be effected at 130°, and the behaviour 
of both crystalline forms becomes then physically and chemically 
identical. Alanine behaves in a similar manner. When heated 
glycine decomposes at about 245° after becoming brown at about 
220° and black at about 237°. Either form absorbs bromine vapour 
to an equal degree under identical conditions, but the actual amount 
depends greatly on the tension of the bromine vapour, and there 
does not appear to be any indication of the formation of a definite 
product. The absorbed bromine is evolved completely when the 
products are prepared over moistened potassium hydroxide. 

Neither variety is methylated appreciably by an ethereal solution 
of diazomethane, such action as is observed being due to the 
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nethylation of admixed methyl alcohol, which can also be 
atalysed by other agents. The addition of a small quantity of 
yater causes the reaction to proceed vigorously with the formation 
of betaine in about 75% yield from either variety; the action of 
the water is attributed to its solvent power towards glycine. 


H. W. 


Preparation of Dialkylaminoalkyl Compounds. [FARBWERKE 
orm. Meister, Lucius, & Brininea (Brit. Pat. 167781; from 
Chem. Zentr., 1921, iv, 1223).—Halogen alkyldialkylamines are 
alowed to react with alkali salts of compounds of the general 
frmula R°:CO-CHR’:*X, where R and R’ are hydrogen or an 
organic radicle and X is a negative group such as —CO,Et, —COMe, 
—Bz, or —-CN. Such compounds are ethyl acetoacetate, ethyl 
eyanoacetate, ethyl malonate, ethyl acetonedicarboxylate, ethyl 
amphorearboxylate, ethyl succinylsuccinate, or acetylacetone. 
Dialkylaminoalkyl compounds can also be prepared by the action 
of dialkylamines on halogen derivatives of the compounds men- 
tioned. Ethyl «-diethylaminoethylacetoacetate is prepared from 
ethyl sodioacetoacetate and chloro- or bromo-ethyldiethylamine, 
o from ethyl «-bromoethylacetoacetate and diethylamine. By 
imilar methods, the following compounds are obtained: methyl 
rdiethylaminoethylacetoacetate; ethyl  «-dimethylaminoethylaceto- 
acetate; ethyl diethylaminobutylacetoacetate ; ethyl diethylaminoethyl- 
nilonate; ethyl diethylaminoethylcyanoacetate; ethyl bisdiethyl- 
aminoethyldiketocyclohexanedicarboxylate (from diethylchloroethyl- 
amine and ethyl sodium succinylsuccinate); ethyl diethylamino- 
dhylacetonedicarboxylate; methyl diethylaminoethylcamphorcarboxyl- 
ate; diethylaminoethylacetylacetone. Diethylchloroethylamine is ob- 
tained by the action of thionyl chloride on diethylaminoethanol 
in chloroform solution and decomposition of the hydrochloride 
vith potassium carbonate. Diethylbromoethylamine is obtained 
by heating diethylaminoethanol hydrobromide with 48% hydro- 
bomic acid.  Diethylchlorobutylamine, NEt,*[CH,],,"CHMeCl, is 
obtained by the reduction of diethylaminobutanone to the corre- 
ponding alcohol and subsequent treatment with thionyl chloride. 
Diethylpiperazine dichloroethylate is obtained as a by-product in the 
preparation of ethyl «-diethylaminoethylacetoacetate. G. W. R. 


Synthesis of Formamide from Carbon Monoxide and 
Ammonia. Kurt H. Meyer and Lupwie ORrTHNER (Ber., 1922, 
55, [B], 857; cf. A., 1921, i, 775).—A correction in the calculation 
of the equilibrium constant. wa. W. 


Synthesis with Cyanamide. Cyanamidoethyl Alcohol and 
Guanidoethyl Alcohol. Emm Fromm and Ernst Honowp (Ber., 
1922, 55, [B], 902—911).—Cyanamidoethyl alcohol, an oily liquid 
which could neither be caused to crystallise nor distilled without 
décomposition even in a vacuum, is prepared by the action of 
ethylene chlorohydrin on an aqueous solution of sodium cyanamide 
and is characterised by its benzoate and -toluenesulphonate. 
The substance can react in the following forms, NC-NH-CH,°CH,°OH, 


i. 530 ABSTRACTS OF CHEMICAL PAPERS. 


o—t ‘NH, H.< O--C:NH 
HN:C:N-CH,°CH,°OH, CHa<oy oN , and CH Son ki 
and its derivatives are constituted differently from one another. 
With toluene-p-sulphony! chloride in the presence of alkali, a mono. 
toluenesulphonate, m. p. 128°, is obtained which doubtless has the 


Oo—¢ "NH 
constitution CH 2S Hy: fs '$0,:C,H,’ 


dilute sulphuric acid with loss of ammonia into 3- -p-toluenesulphon yl 
1 : 3-oxvazolid-2-one, m. p. 193°, is transformed by aniline even jy 
the absence of water into diphenylearbamide, and yields with 
CH, < 7~O- —¢ -NBz 


CH, -N: SO,°C,H,’ 
needles, m. p. 117°, which is converted by cold dilute sulphuric 
acid into benzoic acid, ammonia, and the lactone, m. p. 193° (see 
above). Cyanamidoethy] alcohol is converted by benzoyl chloride 
in alkaline solution into a dibenzoyl derivative, colourless needles, 
m. p. 165°, to which the constitution NBz:C:N-CH, ‘CH, ‘OBz 
is assigned. It is completely stable towards dilute sulphuric acid, 
but is transformed by cold, concentrated sulphuric acid and 
subsequent addition of water ‘into benzoyl-B-benzoxyethylcarbamide, 
NHBz-CO-NH-CH,°CH,"OBz, m. p. 176°. It is converted by 
aniline into benzanilide and benzoylphenylcarbamide, lustrous 
platelets, m. p. 204°. Finally, when a boiling alcoholic solution 
of dibenzoyleyanamidoethyl alcohol is treated with ammonia dibenz. 
oyl-p- hydroxyethylguanidine, NHBz-C(NH,):N-CH,°CH,°OBz, thin 
needles, m. p. 150°, is produced from w hich henzoylearbamide i is 
readily isolated by ‘the action of dilute hydrochloric acid in the 
presence of alcohol; it is remarkable that the guanidine derivative 
cannot be benzoylated further by the Schotten-Baumann method. 

Guanidoethyl alcohol is prepared by passing gaseous ammonia 
into the boiling alcoholic solution of cyanamidoethy! alcohol; 
like the latter, it cannot be purified by crystallisation or distillation. 
It can react in the following forms: C(NH,),-N-CH,°CH,:OH, 


O--- O(NH, )a 
H, . Witl 
HN:C(NH,):NH:CH,:CH,-OH, and CH, <on. pv With 


benzoyl chloride, it gives a tribenzoate, C(NHBz),° N-CH,°CH,:OBz, 
m. p. 156°, which is hydrolysed smoothly by dilute hydro. 
chloric acid in alcoholic solution to dibenzoylcarbamide, m. p. 197°. 
With toluene-p-sulphonyl chloride and sodium hydroxide, it yields 
a disulphonate, N(SO,*C,H,)-C(NH,)-N(SO,°C,H,)-CH,°CH,OH, 


since it is converted by cold 


benzoyl chloride the derivative, small 


lustrous platelets, m. p. 163°, which loses ammonia, without, 


however, adding the elements of water under the action of boiling 
dilute sulphuric acid and gives 1 the new iene 

CH, ‘N- ‘80, C, H, ‘ 
m. p. 206°. H. W. 


The Action of Sulphuric Acid on Nitroguanidine. TrNnN=Y} 
L. Davis (J. Amer. Chem. Soc., 1922, 44, 868—872).—Nitro-[ 
guanidine is decomposed quantitatively by hot concentrated), 
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sulphuric acid, half of its nitrogen being liberated as ammonia 
and the whole of its carbon as carbon dioxide. 

Solubility curves of nitroguanidine in sulphuric acid of varying 
strengths at 0° and 25° have been constructed. W. G. 


Synthesis and Properties of Tetramethylenediguanidine. 
ALEXANDER KrEset (Z. physiol. Chem., 1922, 118, 277—283).— 
In repeating the synthesis by Kossel (A., 1910, i, 500, 625) of 
agmatine («-amino-é-guanidino-n-butane), by the action of cyan- 
amide on tetramethylenediamine (putrescine), the author has 
improved the yield, and has obtained also from the product of the 
reaction tetramethylenediguanidine, C,H,[ NH-*C(NH)-NH,], as its 
sulphate, spherical aggregates of needles, m. p. 291° (decomp.). The 
following salts have also been prepared: carbonate, small, thick 
prisms or boat-shaped crystals; hydrochloride, thick, transparent 
prisms; picrate, small, thin, light yellow prisms, m. p. 253—254° 
(decomp.); picrolonate, yellow, amorphous, m. p. 278—279° 
(decomp.); a@urichloride, small, lustrous needles, m. p. 172-5°, 
and platinichloride, orange, rhombic plates or feather-like, crystalline 


aggregates, m. p. 224° (decomp.). W. O. K. 
The Action of the Grignard Reagent on Thiocyanates. 
Roger ApaAms (J. Amer. Chem. Soc., 1922, 44, 873).—Certain 


structural formule given in a previous paper are now corrected 
(cf. A., 1921, i, 5). W.. &. 


Preparation of Ethylene Cyanohydrin [-Hydroxypropio- 
nitrile]. R6um and Haas (Fr. Pat. 525539; from Chem. Zentr., 
1921, iv, 1222).—The reaction of ethylene halogen-hydrins and 
cyanide solutions takes place in aqueous solutions at temperatures 
below the temperature at which the cyanohydrin is decomposed 
by aqueous salt solutions. For example, ethylene cyanohydrin is 
formed by the reaction of ethylene bromohydrin with potassium 
cyanide solution at 55—60°. Ethylene chlorohydrin reacts simi- 
larly with sodium cyanide solution; 85—95% of the theoretical 


| yield is obtained. G. W. R. 


The Action of Organo-magnesium Compounds on Glutaro- 
nitrile. P. Bruyiants (Bull. Acad. roy. Belg., 1921, [5], 7, 
252—259; from Chem. Zenir., 1921, iii, 1349; cf. Blaise, A., 1921, 
i, 647).—By the action of magnesium ethyl bromide on glutaro- 


| nitrile, ethane is evolved with the probable formation of a com- 
| pound, CN-CH,°CH,*CH:C:N-MgBr, which when decomposed by 
| acidified water gives exclusively glutaronitrile and glutaramide 


nitrile (?). By heating the nitrile (1 mol.) with magnesium 


| ethyl bromide (2 mols.) and decomposing with water, small 


quantities of a ketone, probably COEt-[CH,],-CN, a liquid of 
camphor-like odour, b. p. 170°/17 mm., are obtained; the semi- 
carbazone has m. p. about 215°. The hydrolysis of the ketone 


By | 


olf 


with hydrochloric acid gives propionylbutyric acid(?). The 
decomposition with water of the magnesium compound formed 
from an equimolecular mixture of glutaronitrile with a mag- 
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nesium methyl, ethyl, or propyl haloid gives a compound, 
C,9H,,ON, [I or, probably, II]; it forms crystals, m. p. 149-6~ 

(1) CN-[CH,},,CH—CO (IL) CN-[CH,],*CH—CO 
“  CN-[CH,],°C——= “  CN-[CH,],°CH:C—-NH 
149-8°; molecular weight in acetic acid 100—110. It reacts 
energetically with 1 molecule of bromine, giving 1 molecule of 
hydrogen bromide. By hydrolysis with hydrochloric acid, an 
acid, CO([CH,],-CO,H)., is formed, having m. p. 91—93°. 

G. W. R. 


Crystal Structures of Complex Cyanides of Potassium 
with Zinc, Cadmium, and Mercury. Roscor G. Dicxtnsoy 
(J. Amer. Chem. Soc., 1922, 44, 774—784).—The crystal structures 
of potassium zine cyanide, K,Zn(CN),, potassium cadmium cyanide, 
K,Cd(CN),, and potassium mercury cyanide, K,Hg(CN),, have 
been determined by X-ray spectral photographs and unsym-. 
metrical Laue photographs. It is shown that the theory of space 
groups is extremely useful in interpreting the experimental data, 
and also that it was not necessary to make any quantitative 
assumptions as to the “normal decline ” of intensity. All three 
substances have acubic structure. The following data are recorded: 
potassium zine cyanide, length of side of unit cube (d499)=12-54 A.U., 
distance between potassium and cyanogen 3-20 A.U., distance 
between zinc and cyanogen, 2-61 A.U.; potassium cadmium 
cyanide, d49).—12-84 A.U., distance between potassium and cyanogen, 
3-28 A.U., distance between cadmium and cyanogen, 2-67 AU.; 
potassium mercury cyanide, dygg—12-76 A.U., distance between 
potassium and cyanogen, 3-25 A.U., distance between mercury 
and cyanogen, 2-65 A.U. The unit cube in all cases contains eight 
molecules. It is shown that these complex cyanides have the 
same structure as magnetite and spinel. J. F.S. 


Attempts to Prepare Pure Calcium Cyanide. HEtnricn 
Prncass (Chem. Ztg., 1922, 46, 347).—Pure calcium cyanide cannot 
be prepared by Schulz’s method, which consists in mixing con- 
centrated solutions of potassium ferrocyanide and calcium chloride, 
ignition of the precipitate at a dull red heat, and extraction of 
the residue with water. The action of hydrocyanic acid on calcium 
hydroxide in aqueous solution gives a product containing about 
33% of calcium cyanide. At the atmospheric temperature, gaseous 
hydrocyanic acid and solid calcium hydroxide give the substance 
3Ca(OH),,2Ca(CN),,13H,O with 41% of calcium cyanide, whereas at 
600—700° they give carbon, and calcium cyanide and cyanamide. If 
carbonisation is excluded by working in a vacuum, calcium cyanide 
alone is formed. The absorption of gaseous hydrocyanic acid by 
lime increases up to 300°, and then falls; at 700°, the formation 
of cyanide does not take place. H. W. 


Magnesium Cyanide. Fr. Ficuter and Ricuarp SUTER 
(Helv. Chim. Acta, 1922,,5, 396—400).—Solutions of magnesium 
cyanide are best prepared by solution of the metal in 10—15% 
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aqueous hydrocyanic acid solution, but they gradually deposit 
the hydroxide even when preserved in an atmosphere of hydrogen 
cyanide. Contrary to the statement of Schulz (1856), the cyanide 
cannot be obtained in the crystalline condition by concentration 
of its solution. By addition of silver nitrate solution until a 
permanent turbidity is produced, filtration, and concentration in 
a vacuum, leaflets of magnesium disilver tetracyanide, 
Mg[Ag(CN).].,4H.0, ; 
are isolated. By recrystallisation of this salt, and accompanying 
it, needles of magnesium silver tricyanide, Mg[ Ag(CN),], are obtained. 
Dry magnesium hydroxide does not react with an ethereal solution 
of hydrogen cyanide (cf. Meyer, A., 1921, i, 501); in presence of 
moisture, a product is obtained which has suffered almost complete 
hydrolysis. The preparation of the anhydrous cyanide by heating 
magnesium ferrocyanide (analytical data for which indicate its 
existence in varying degrees of hydration) (Eidmann, A., 1899, 
i, 317) is unsatisfactory, not only on account of the presence of 
iron carbide and carbon in the product, but also owing to simul- 
taneous formation of magnesium nitride: 3Mg,[Fe(CN).]= 
2Mg,N,+3FeC,+7N,+15C. This decomposition occurs to an 
extent which rapidly increases with rise in temperature above 
400°, so that at 800° it is the sole reaction. The most favourable 
yields of cyanide (4:6—5-7 per cent.) were obtained at 450°. 
J. K. 


The Atomic Vibrations in the Molecules of Benzenoid 
Substances. R. Roprnson (Nature, 1922, 109, 476).—If, in 
the annexed formula, it is assumed (Bragg, Proc. Physical Soc., 
1921, 34, 33) that the centres of the carbon atoms at h, l, b, g, e, 
and ¢ lie in a plane, whilst those at k and a lie above the plane, 
and those at f and d an equal distance below it, enantiomorphism 

P mA would result in the case of all mono-substituted and in 
7\A/\, the majority of the higher substituted compounds. 
| |{ | It is suggested that the above conception represents 
‘\/\ 4 merely a phase of an oscillation of the relatively 

. . unrestricted molecules of the fused or dissolved 
substance in which the pairs of carbon atoms, k, a, and f, d, appear 
alternately above and below the plane containing the six remaining 
atoms. An identical result is obtained if all the atoms are sup- 
posed to be in motion in such a way that adjacent atoms move 
in opposite directions and to an equal distance from the plane 
of the original ring. A. A. E. 


Configurations of Molecules of Benzenoid Substances. 
J. Kenner (Nature, 1922, 109, 581; cf. preceding abstract).— 
Recent investigations (T., 1922, 121, 614) indicate that in the case 
of 6: 6’-dinitrodiphenic acid, the two benzene nuclei in separate 
molecules (as distinguished from their crystalline aggregates, to 
which Bragg’s results apply) are not coplanar. If this be so, it 
follows that the direction of the valency of each of the carbon 
atoms through which these nuclei are united is not, as represented 


Ep 
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in the usual formula for benzene, exerted in the plane of the 
benzene ring, and, further, that this condition is a stable Ohe, 
rather than a phase of an oscillation as suggested by Robinson, 
It is pointed out that one phase of Bloch’s formula for benzene 
corresponds closely with that deduced by Bragg from observations 
on diamond and on naphthalene and its derivatives. A. A-E, 


Ethylenic Stereoisomerism. Cu. DurraissEe (Ann. Chim,, 
1922, [ix], 17, 133—221).—A more detailed account of work already 
published (A., 1914, i, 845; 1920, i, 486; 1921, i, 17, 104, 114, 
168; this vol., i, 39). W. G. 


Oxidation of the Trinitroxylenes. M. Grua (Gazzetta, 1922, 
52, i, 183—188)—When oxidised by means of chromic acid, 
3: 4: 6-trinitro-o-xylene and 2 : 3: 5-trinitro-p-xylene yield, respec. 
tively, 3:4: 6(or 3:5: 6)-trinitro-o-toluic and 2 : 3 : 5-trinitro-p. 
toluic acids. By excess of chromic acid 2 : 4 : 6-trinitro-m-xylene 
in concentrated sulphuric acid solution is converted into 2: 4: 6.- 
trinitroisophthalic acid. 

3:4:6(or 3:5: 6)-T'rinitro-o-toluic acid, CO,H-C,HMe(NO,),, 
crystallises in white needles, m. p. 201—202°, and gives a reddish- 
brown coloration with alkali; its silver salt deflagrates when heated. 

2:4:6-Trinitroisophihalic acid, C,H(NO,),(CO,H),, forms white 
needles, m. p. 196—197° (evolution of gas), has a slightly bitter 
taste, and loses carbon dioxide with formation of s.-trinitrobenzene 
when heated above its melting point or boiled with water. 

2:3: 5-Trinitro-p-toluic acid, CsH;0,Np, crystallises in lustrous, 
white lamellz, m. p. 230—231°, and gives a brownish-red coloration 
with alkali hydroxides. Its silver salt, which deflagrates when 
heated, methyl ester, white needles, m. p. 114—115°, and ethyl 
ester, colourless prisms, m. p. 87—88°, were analysed. 

Methyl 3: 5-dinitro-2-amino-p-toluate, CyH,O,N3, prepared by 
the action of alcoholic ammonia solution on methyl 2 : 3 : 5-trinitro- 
p-toluate, forms lustrous, yellow needles, m. p. 139—140°, and 
methyl 3: 5-dinitro-2-ethylamino-p-toluate, C ,H,;0,N3, similarly 
obtained by the action of ethylamine, in yellow needles, m. p. 
103—104°, which are slowly reddened by the action of light. 

as a E> 

An Instance of the Apparent Effect of the Entering Group 
on the Position of Substitution in the Benzene Nucleus. 
Witu1am Daviess (T., 1922, 424, 806—815). 


The Cumulative Effect of the Chlorine Atom and the Methyl 
and Sulphonyl Chloride Groups on Substitution in the Benzene 
Nucleus. III. Witii1am Davies (T., 1922, 121, 785—791). 


Determination of the Configuration of the Stereoisomeric 
Hexamethylenes. A. Sxrra (Annalen, 1922, 427, 255—280).— 
Most of this work has already been described (cf. A., 1921, i, 508). 
cis-1-Amino-cis-2-trans-4-dimethylcyclohexane is characterised by 
an acetyl derivative, b. p. 149°/12 mm., m. p. 29°, a phenylcarb- 
amide, m. p. 60°, a s.-thiocarbamide, C1,Hs.N,8, m. p. 182°, a picrate, 


ll 
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leaflets, m. p. 176—177°, and a hydrochloride, needles, m. p. 223°. 
The five corresponding derivatives of cis-l-amino-trans-2-cis-4- 
dimethylcyclohexane have the following m. p.: 120°, 128°, 215°, 
155—156°, and 235°, respectively. Cc. K. I. 

Catalytic Preparation of Aniline. II. O. W. Brown and 
(. 0. HenKE (J. Physical Chem., 1922, 26, 272—287; cf. this vol., 
i, 445)—The reduction of nitrobenzene by hydrogen to aniline 
in the presence of various catalysts has been investigated. It 
is shown that cobalt is active at a lower temperature than nickel 
(loc. cit.), but it is to be noted that the cobalt contained a little 
nickel and the nickel a little cobalt. Iron is found to carry the 
reduction further than copper, but cannot be used below 300°, 
and at this temperature its action is too vigorous, the reduction 
being carried too far. Silver is an excellent catalyst, even better 
than copper prepared by ignition of the nitrate, because it may 
be used with a much higher rate of flow of nitrobenzene. Anti- 
mony, Manganese, and chromium also act as catalysts in the 
reduction of nitrobenzene. The lower oxides of molybdenum, 
vanadium, uranium, tungsten, and cerium also catalyse the reduc- 
tin. The activity of the oxides of molybdenum and vanadium 
is greater than that of the other three. Alumina has a slight 
activity, which is probably that of a dehydrating catalyst, as water 
is one of the products of the reaction. Commercial tellurium and 
the oxides of calcium, barium, and silicon have no appreciable 
activity. In the case of iron and antimony, a part of the reduction 
is due to the direct action of the metal, an oxide being formed. 
When antimony is used at a low temperature, the catalyst loses 
its activity, which is restored by heating at 450° in hydrogen. 
When, however, antimony is used at 320° it does not lose its 
activity with use. J. F.S. 

Migration of the Methyl Residue into the Benzene Nucleus. 
The Transformation of Methylaniline Hydrochloride into 
Toluidine Hydrochloride. Ernst BrckMANN and ERICH 
CoRRENS [with Orro LiescHE] (Ber., 1922, 55, [B], 852—856).— 
The conversion of methylaniline hydrochloride into toluidine 
hydrochloride has been regarded as an intramolecular change of 
the first order due to a direct exchange of position of the methyl 
group and a hydrogen atom, or, alternatively, as due to the pre- 
liminary production of methyl chloride and subsequent action of 
the latter on the aniline. The proof that a tertiary base is also 
produced greatly strengthens the latter conception. 

Experiments with methylaniline hydrochloride show that the 
Hofmann-Martius reaction does not take place at 235°; at 260°, 
a mixture of primary and secondary amines in about equal pro- 
portions is produced whereas at 310° the tertiary amine is formed 
in considerable amount. The course of the reaction does not 
appear to be influenced to any considerable extent by the presence 
of aluminium chloride or zinc chloride, the temperature being the 


fundamental factor. 
Methylaniline is not affected by treatment with concentrated 
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sulphuric acid at 100° or with a saturated solution of hydrogen 
chloride in glacial acetic acid and acetic anhydride at 150°; the 
Hofmann-Martius reaction does not therefore appear to be analogous 
to the Beckmann transformation. H.W. 


2:3- and 2:5-Dinitro-p-toluidines. JamEs Scort and 
Rosert Rosrnson (T., 1922, 121, 844—846). 


Complex Tautomerism. H. Ley and R. Grav (Z. physikal. 
Chem., 1922, 100, 271—-275)—When to a complex compound, 
formed between a nitrohydrocarbon, H-R(NO,),, and an aromatic 
amine, R’NA,, of the type HR(NO,), . . . R’NAg, a salt-forming 
group, XH, is added, the hydrogen of which can form an ion, 
then the resulting compound may exist in two possible forms, 
(NO,),RX[H ... NR’A,jJand HXR(NO,), . . . R’NA,. Evidence 
is advanced to prove that in the case of the complex formed between 
3 :5-dinitrobenzoic acid and diethylaniline, the two tautomerides 
actually exist. The complex forms light yellow crystals which 
dissolve in water to form a colourless solution. The solution has a 
marked electrical conductivity which points to the saline character 
of the dissolved substance. In chloroform, methyl alcohol, ethyl 
alcohol, amyl alcohol, and ethyl ether, the solution is yellow to 
yellowish-red. It melts at 93°, but when heated under water at 
73°, brownish-red liquid drops are formed which on solidifying 
pass back to the white form, which again melts at 93°. J. F.S. 


The Catalytic Reduction of Aromatic Nitro-compounds 
and a New Method for the Preparation of §-Arylhydroxyl- 
amines. I. K. Branp and JosrpH STEINER (Ber., 1922, 55, 
[Bj, 875—887).—Nord (A., 1920, i, 21) has studied the course of 
the catalytic reduction of nitrobenzene in the presence of a 
platinum catalyst and has thereby established the intermediate 
production of 6-phenylhydroxylamine; he has, however, been led 
to the conclusion that the method does not allow ready control, 
and that the intermediate products are only present in such small 
amount as to render their isolation and identification a matter of 
extreme difficulty. It is now found, however, that under suitable 
conditions @-arylhydroxylamines, azoxy- and hydrazo-derivatives 
can be prepared in good yield. The compounds first named are 
obtained in neutral solution, whereby the possibility of the 
conversion of initially-formed $-arylhydroxylamines into azoxy- 
compounds, aminophenols, or chloroamines is practically excluded. 
Reduction is effected by hydrogen at the atmosphere pressure in 
the presence of palladised animal charcoal, the extent of the action 
being controlled by regulation of the volume of the hydrogen used; 
provided that the change does not occur too vigorously, there is 
little fear of the further reduction of @-arylhydroxylamine to 
primary amine so long as unchanged nitro-derivative is present. 
Under these conditions, nitrobenzene yields successively @-phenyl- 
hydroxylamine in 80% yield and (with a further supply of hydrogen) 
aniline in 90% yield. m-Dinitrobenzene yields 1-nitro-3-hydroxyl- 
aminobenzene [8-m-nitrophenylhydroxylamine], m. p. 118—119° 
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(cf. Brand, A., 1906, i, 80), m-nitroaniline, and m-phenylenediamine. 
9:4-Dinitrotoluene is converted successively into 2-nitro-4-hydr- 
oxylaminotoluene (Brand and Zoller, A., 1907, i, 755) and 2: 4- 
tolylenediamine, whereas 2: 6-dinitrotoluene gives 2-nitro-6- 
hydroxylaminotoluene (Brand, A., 1911, i, 713), 2-nitro-6-amino- 
toluene, m. p. 92°, and 2 : 6-tolylenediamine. 

The smooth formation of azoxy-compounds depends essentially 
on the alkalinity of the solution, which must be sufficient to pro- 
mote the rapid production of the desired substance and thus to 
repress the further reduction of the B-arylhydroxylamine to primary 
amine. Palladised animal charcoal is used as catalyst. Under 
these conditions, nitrobenzene is transformed by the requisite 
quantities of hydrogen into azoxybenzene and hydrazobenzene, 
whereas with a smaller concentration of alkali hydroxide the main 
product is aniline, the formation of which is not due to fission of 
intermediately formed azoxybenzene ; in aqueous alcoholic solution, 
azoxybenzene and azobenzene are converted by the requisite 
amounts of hydrogen into hydrazobenzene, aniline not being 
produced in more than minimal quantity. m-Dinitrobenzene gives 
|: 1'-dinitro-3 : 3’-azoxybenzene, m. p. 146-5° (cf. Brand, A., 1906, 
i, 80). 2:4- and 2: 6-Dinitrotoluenes are transformed respectively 
into 2 : 2’-dinitro-4 : 4’-azoxytoluene, m. p. 164°, and 2 : 2’-dinitro- 
6:6’-azoxytoluene, m. p. 188° (cf. Brand and Zéller, A., 1907, 
i, 755). H. W. 


Semipinacolic Transposition in the Benzylcyclohexene 
Series ; Migration of the Benzene Radicle. M. Tirrenrau 
and M. Porcuer (Bull. Soc. chim., 1922, [iv], 31, 324—334).— 
1-Benzylcyclo-A1-hexene, obtained by the dehydration of benzy]l- 
yelohexanol, gives, in ethereal solution with mercuric oxide and 
iodine, 2-iodo-1-benzyleyclohexan-l-ol, which when shaken in 
ethereal solution with silver nitrate yields a mixture of the original 
hexene, its oxide, and 1-benzyleyclohexan-2-one, b. p. 165—166°/18 
mm., dy 1-0733, giving a semicarbazone, m. p. 166—167°. 1-Benzyl- 
cylohexan-2-one may also be prepared from cyclohexanone by the 
action of sodamide followed by the addition of benzyl chloride. 
A fourth product of the action of silver nitrate on the iodohydrin 
is l-benzyleyclohexan-1 : 2-diol, m. p. 96—97°, which on dehydration 
gives benzylcyclohexanone. 

4. Benzyl-1-methyleyclohexan-4-ol, b. p. 183—187°/25 mm., ob- 
tained by the action of magnesium benzyl chloride on 1-methy]l- 
ylohexan-4-one, on dehydration gives 4-benzyl-1-methylcyclo- 
M-hexene, b. p. 160—165°/35 mm., from which 3-iodo-4-benzyl-1- 
methyleyclohexan-4-ol can be prepared. This iodohydrin does not 
give a ketone when shaken in ethereal solution with silver nitrate. 

W. G. 

Nitro-derivatives of p-Phenetidine. Freprric REVERDIN 
and H.-P. ANDR& ROETHLISBERGER (Helv. Chim. Acta, 1922, 5, 
300—314).—The reactivity of the 2-nitro-group in 2 : 3 : 5-trinitro- 
P-phenetidine (Reverdin and Fiirstenberg, A., 1913, i, 850) is 
preserved in its p-toluenesulphony! derivative. In 2 : 3-dinitro- 


b | 
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p-phenetidine, however, it is the 3-nitro-group which exhibits 
reactivity, and this is enhanced by acylation, the benzoyl being 
more effective than the acetyl group in this respect. 2 : 3-Di- and 
2:3: 5-tri-nitro-p-phenetidines are best prepared by nitration of 


p-toluenesulphonyl-p-phenetidine (Reverdin and Fiirstenberg, loc, §; 


cit.) or its 3-nitro-derivative (detailed directions for which are 
supplied), followed by hydrolysis. 2 : 5-Dinitro-p-toluenesulphony. 
p-phenetidine, C,;H,;0,N,8, prisms or rosettes, m. p. 152—154°, 
is a subsidiary product in the preparation of the 2 : 3-isomeride, 
The orientation of 2 : 5-dinitro-p-phenetidine, CgH,O;Ns, scarlet 
needles, m. p. 139—139-5° (acetyl derivative, C,9H,,0,Ns3, yellow 
needles, m. p. 156—157°), follows from its conversion into 2: 5. 
dinitrophenetole, m. p. 96—98° (cf. Andreae, A., 1880, 466), from 
which 2: 5-dinitrophenol is obtained by means of concentrated 
sulphuric acid at 60—70°. Similarly, 2 : 5-dinitro-4-aminophenol, 
C,H;0;N,, violet-black needles, m. p. 166—167°, is produced from 
2 : 5-dinitro-p-phenetidine, although the corresponding anisidine 
is stable under these conditions. 2 : 5-Dinitro-4-aminophenyl acetate, 
C,H,0,Nz, m. p. 144—145°, exists in a yellow and a red form. 
Chromoisomerism is also exhibited by 3-nittro-p-tolwenesulphonyl-p- 
phenetidine (large, pale yellow, cubic crystals, m. p. 104—105°; 
intensely yellow, fine needles, m. p. 94—95°), 2 : 3-dinitrotoluenc- 
sulphonyl-p-phenetidine (fine, pale yellow needles, m. p. 145— 
146°; almost colourless, cubic crystals, m. p. 162—163°; ef. 
Reverdin and Fiirstenberg, loc. cit.). 
p-Toluenesulphonyl-2 : 3-dinitro-N-methyl-p-phenetidine, 
C1¢H,,0,N;S, 
forms needles, or tablets, m. p. 152—152-5°.  Benzoyl-2 : 3-dinitro- 
p-phenetidine, forms pale yellow plates, m. p. 182—183°. Benzoy- 
2:3: 5-trinitro-p-phenetidine, C,sH,.0,N,, forms pale yellow needles, 
m. p. 246—247° (decomp.). p-Toluenesulphonyl-2-nitro-3-anilino. 
p-phenetidine, C,,H,.0,N,S8, crystallises in ruby-red needles, m. p. 
111—111-5°.  Acetyl-2-nitro-3-anilino-p-phenetidine, C,¢H,,0,N;, 
brown plates, m. p. 151—152°; the benzoyl analogue, C,,H,,0,N,, 
dark brown crystals, m. p. 153—154°, furnishes benzoyl-2-nitro- 
3-methylamino-p-phenetidine, C,g.H,,0,N,, dark brown crystals, 
m. p. 135—136°. p-Toluenesulphonyl -3 : 5-dinitro-2-anilino-p- 
phenetidine, C.,H,0,N,S, forms yellow prisms, m. p. 198—199°. 
3 : 5-Dinitro-2-methoxy-p-phenetidine, C,yH,,0,N3, forms orange 
needles, m. p. 120—121°. The following molecular compounds 
are described: p-T'oluenesulphonyl-2 : 3-dinitro-p-phenetidine with 
methylamine, CygH 90,N,S, m. p. 148—149°; with dimethylamine, 
C,,H,,0,N,8, red crystals, m. p. 141°; with ethylamine, 
C,7H,,0,N,8, : , 
orange needles, m. p. 146° (decomp.); with diethylamine, 
CygH20,N,8, om . 
red or yellow plates, m. p. 182—183°; with aniline, C.,H..0;N;S, 
plates, m. p. 141—142°; with quinoline, C,,H,.0,N,8, yellow cubic 
crystals, m. p. 94—96°, and a potassium salt, C.;H,,0,N,SK, 
orange-yellow needles, m. p. 296—297°. p-Toluenesulphonyl- 
2:3: 5-trinitro-p-phenetidine, gives with dimethylamine, C,,H,,O,N;S, 
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libits f, red form, m. p. 164°, and an orange form, m. p. 184°; with éri- 
deing Fmethylamine, C,,H,,0,N;S, canary yellow needles, m. p. 175—176° 
and fidecomp.); and with quinoline, C.4H,,O,N;S, orange red needles, 
m of fim. p. 102—103° (decomp.). p-T'oluenesulphonyl-3-nitro-p-phenet- 
, loc, Hidine forms with diethylamine, C,,H,,0;N.S, red needles, m. p. 
are #/35—136°. p-T'oluenesulphonyl-2 : 5-dinitro-p-phenetidine, gives with 
14 limethylamine, C,,H,.0,N,8, red or yellow plates, m. p. 178—179°. 
54°, J. K. 
ride. f Action of Nitric Acid on Phenol Ethers. Kurt H. Meyer 
arlet and Hans GorTruies-BittrotH (Ber., 1922, 55, [B], 823—826; 
llow cf, A., 1920, i, 37).—A reply to Kehrmann, Decker, and Solonina 
“aie (this vol., i, 32). H. W. 
ated § The Oxidation of Quinol in the Presence of Aliphatic 
nol]. ¥Amines. Rorta N. Harcer (Proc. Nat. Acad. Sci., 1922, 8, 
rom 57—59).—Quinol, dissolved in a strong aqueous solution of dimethy]l- 
dine Famine, takes up oxygen readily, and brilliant, red plates separate, 
fate, fm. p. 171°, which appear to be 2: 5-di-dimethylaminoquinol (cf. 
rm, §Mylius, A., 1885, i, 803; Kehrmann, A., 1890, i, 756). Other 
jl-p- | products not yet identified are also formed in the reaction. Similar 
)5°: results have been obtained with methylamine. W. O. K. 


‘- # The Iodohydrin Derived from Allylbenzene and its Trans- 
5— Tiormations. M. Porcuer (Bull. Soc. chim., 1922, [iv], 34, 
ef. 334—340).—Allylbenzene gives with mercuric oxide and iodine in 
moist ether «-iodo-y-phenylpropan-8-ol, which under the influence 
of silver nitrate yields benzyl methyl ketone together with some 
allylbenzene oxide and some benzylethylene glycol as its nitrate. 
iro- § \llylbenzene oxide reacts with hydriodic acid to give a mixture 
oyl- I of the above iodohydrin and its isomeride, $-iodo-y-phenylpropan- 
les, Fol, and if this mixture is treated with silver nitrate, phenylprop- 
N0- # aldehyde is obtained in addition to benzyl methyl ketone. 
-P-§ Allylbenzene dibromide gives with alcoholic potassium hydroxide 
Ns, benzylvinyl bromide, CH,Ph:CH:CHBr, b. p. 217—221°, d, 1-351. 
N3 I This reacts with magnesium in ethereal solution, giving phenyl- 
tro- propinene (cf. Lespieau and Garreau, A., 1920, i, 603), allylbenzene, 
als, J and magnesium derivatives of these two hydrocarbons.  W. G. 


“4 Halochromic Phenomena with Carbinols. Srearriep 
nge Skraup and Lro FRrreunp.icu (Ber., 1922, 55, [B], 1073—1080).— 
nds #4 preliminary communication induced by the recent publications 
ith § Hess and Weltzein (this vol., i, 35) and Ziegler (this vol., i, 151). 
ine, 4 Lhe basic character of carbinols is regarded as a consequence of 
the great valency demand on the central carbon atom. If this is 
the case, the hydroxyl of a carbinol must be the more readily 
removable from the central carbon atom by complex- or salt-forming 
agents (that is, the resulting halochromic salt must be the less 
sensitive towards hydrolysing agents) in proportion as the substi- 
tuents make greater demands on the valency of the central carbon 
atom. It follows, therefore, that, in the presence of a suitable 
tadicle, one or two phenyl residues in triphenylearbinol can be 
replaced even by aliphatic groups without causing the disappear- 


ee 
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ance of halochromism, and ultimately that even primary an 
secondary alcohols may be halochromic. An intimate connexion 
exists between the halochromism and basicity of the carbinols and 
the radicle dissociation of the corresponding hexa-alkylethanes to 
substituted methyls; this is illustrated by a number of instances, 
The basicity of the carbinols is measured by treating their solutions 
in glacial acetic acid with a solution of concentrated sulphuric acid 
in the same solvent and titrating with alcohol (75%) until the colouw 
is discharged. It is interesting to note that the method can be 
extended to benzilic acid and its esters,.although in these case; 
the initial coloration, for some unexplained reason, is only developed 
when undiluted sulphuric acid is added to the solutions. The§, 
following series of basicities is recorded, that of triphenylcarbinol fit for 
being adopted as unit in each series: (1) diphenyl-p-tolylcarbinol, § », p. 
2-55; diphenyldiphenylylcarbinol, 3-19; diphenyl-p-anisylcarbinol, 
6-99; «-naphthyldiphenylearbinol, 8-83: (2) benzhydrol, 0:330; 


diphenylmethylearbinol, 0-361; diphenylethylcarbinol, 0-343; di-§ ~ | 
phenylpropylearbinol, 0-368; p-anisyldimethylcarbinol, 0-972: (3) ¢ 
benzilic acid, 0-806; methyl benzilate, 0-501; ethyl benzilate, o/ 


0-429. ‘ 
The following substances are described incidentally : diphenyl. oN 
propylcarbinol, m. p. 36°; p-anisyldimethylcarbinol, b. p. 130°/high ( 
vacuum; ériisobutylcarbinol, which could not be isolated in the 
homogeneous state. H. W. Il 


Carboligase. IV. Cari NrevsBere and HEInz OLE (Biochem. a 
Z., 1922, 128, 610—618).—Improved experimental methods have 8 
confirmed and amplified the previous work (A., 1921, i, 480; this 


vol., i, 305) on the production of l-acetylphenylearbinol from benz- ug 
aldehyde during yeast fermentation. The semicarbazone of l-acetyl | 
phenylearbinol has m. p. 194° and [«]}§ +215-78° in pyridine. The 
thiosemicarbazone has now been obtained optically active by combin- 
ation of the components in pyridine solution. It melts at 207° 

and has [«])-+-228-78 in pyridine. The formation of the thioseui- av.) 
carbazone can be used for estimating the approximate content off* ° 
the ketone-alcohol in the crude oil (ether extract). The value found 

was 27%. In the fractionation of the ketone-alcohol fraction, 
phenyldiketopropane was identified by its oxime and phenylhydr- 
azone. H. K. ... 


Diphenylstyrylcarbinol and Triphenylallene. Kurr_H. filo 
Meyer and Kurt Scuuster (Ber., 1922, 55, [B], 815—819). BH 
Diphenylstyrylcarbinol, CHPh:CH-CPh,°OH, colourless needles, m. p. wm 
95°, is prepared in 14% yield by the action of magnesium 6-styryl f ident 
bromide on benzophenone in ethereal solution (cf. Ziegler, this 
vol., i, 151). Attempts to convert it into the corresponding chloride M 
(and hence to an analogue of triphenylmethyl in which one (Bio 
phenyl group is replaced by an unsaturated residue) were unsuc- 
cessful, since it is transformed by acetyl chloride, acetic anhydride, (A 
or a solution of hydrogen chloride in ether into triphenylallene, chlor 
CHPh‘C:CPh,, colourless, lustrous leaflets, m. p. 210°. 


ORGANIC CHEMISTRY. i. 541 


The preparation of the carbinol, CPh,:CPh-CPh,-OH, could not 
be effected, since methyl triphenylacrylate could not be caused to 
ract with magnesium phenyl bromide, even when dissolved in 
poling cyclohexyl methyl] ether. H. W. 


y and 
Xion 
8 and 
les to 
inces,§ Cholesterol. A. Winpavus (Z. physiol. Chem., 1921, 117, 
tions 146158; cf. A., 1920, i, 41, 309, 434, 435; 1921, i, 507).— 
> acid], (With Harry GrimmeEv.|—The ketodicarboxylic acid, C.,H440;, 
olourlformed by the oxidation of cholestan-4 : 7-dione (I) forms a semi- 
in bell arbazide (slender needles, m. p. 240°) which with sodium ethoxide 
cases snd alcohol yields an acid, C,,H,,0,, identical with an acid obtained 


loped by the oxidation of dihydrocholesterol (II); it therefore has the 
The fi constitution (III). This is confirmed by the fact that when heated, 
binol flit forms a diketone, CygH,,0., small plates, m. p. 148—149° (dioxime, 
ro m. p. 191°). 

rinol, 

330; Crstsa CisHsa CygHas 

+. he én 7 J : 

: (3) CH CH GH 

late, / \¢ —CH, HL, \ —CH, HC” \o——CH, 
enyl CW /CH\_ CO HAC. /CH\_/CH; CO,H /CH\_/CH, 
high CO CH, CH-OH CH, CO,H CH, 

- the (1) (IL) (I11.) 

NV. Il. [With A. von Srapsen.}—From the dicarboxylic acid, 


CooH,g0, (III), a tricarboxylic acid, C.4H3,0, has been prepared 
‘Bby oxidation with chromic acid, which crystallises from acetic 
acid in rosettes of slender needles, m. p. 238°, and forms a trimethyl 


be ester, rectangular leaflets, m. p. 86—87°. This acid apparently 
ety has the constitution (IV.) 

a C,,H,;}CO,H CigHy, 

bin r ~ a ‘ 

207° | . tH 7 

elui- (en. Pat al 7 
t of OY) H,¢ C——CH, H,¢ C CH, (V.) 
und HOOC /ER\_/CH H,0\. /CH\_/CH-OH 

a CO,H CH, CH-OH CH-OH 

ydr- 

a Ill. [With H. LipErs.}—On boiling «-cholestan-triol (V) (T., 


1908, 93, 1680; A., 1915, i, 884) with methyl alcoholic hydrogen 
chloride, it is converted into the chlorohydrin of «-cholesterol oxide, 
.#x7H,,O,Cl, long needles, m. p. 170—171°. With alcoholic potass- 
lun hydroxide, or with acid, $-cholesterol oxide is obtained, 
identical with that isolated by Westphalen (A., 1915, i, 885). 

W. O. K. 


Metacholesterol and its By-products. III. I. Lirscutrz 
(Biochem. Z., 1922, 129, 115—127)—The author amplifies the 
ido, description of the properties and preparation of metacholesterol 

(A, 1920, i, 546). It has mol. wt. 369 and [«], —33-7° in 
chloroform. H. K. 
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hydrogen and partly towards bromine; addition of the elements 
of water is, however, possible. The substances can also be oxidised, 
but the oxygen atoms become attached to sulphur. Since the 
activity of the multiple bond is lessened by the proximity of mer. 
captan residues, it would be expected that a still more marked 
effect would be produced by neighbouring sulphonyl radicles, 
This is actually the case with respect to the addition of bromine, 
but, on the other hand, the sulphonyl compounds are readily 
reduced by hydrogen; the apparent anomaly is explained by the 
observation of the presence of conjugated double bonds, whereby 
also the behaviour of the sulphones towards phenylhydrazine is 
explained. 

Di-p-tolylthiolethylene, C,H,(S°C,H,Me),, long, lustrous needles, 
m. p. 93°, is prepared in 90% yield by the gradual addition of 
«fs-dichloroethylene to a boiling alcoholic solution of p-tolyl mer. 
captan and potassium hydroxide. When dissolved in chloroform, 
it is converted by bromine into the corresponding dibromide, 
C,H,Br,(S°C,H,Me),, a somewhat unstable, colourless, crystalline 
powder, m. p. 72°, and by chlorine into the dichloride, m. p. 138°. 
The dibromide is transformed by boiling alcoholic potassium 
hydroxide solution into di-p-tolylthiolacetylene, long, lustrous 
needles, m. p. 101—102°, which combines with bromine in 
chloroform solution to give di-p-tolylthiolacetylene dibromide, 
C,Br,(S*C,H,Me),, m. p. 99—100°; the latter substance does not 
unite further with bromine. Di-p-tolylthiolethylene is prepared 
by the action of zinc dust and boiling glacial acetic acid on di-p- 
tolylthiolethylene dibromide or di-p-tolylthiolacetylene dibromide. 
Di-p-tolylthiolethylene is converted by sulphuric acid (50%) in 
glacial acetic acid solution into the p-tolylmercaptal of p-tolylthiol- 
acetaldehyde, C,H,Me’S:CH,*CH(S°C,H,Me),, colourless, unctuous 


leaflets, m. p. 62—63°. The course of the reaction is probably]! 


represented by the schemes: C,H,MeS:-CH:CH’S:C,H,Me — 
C,H,Me-S-CH,°CH(OH)-S:C,H,Me -—»> (C,H,MeS:CH,;CHO + 


HS:C,H,Me and C,H,Me-S:CH,-CHO + 2SH-C,H,Me = 


C,H,Me-S-CH,-CH(S-C,H,Me), + H,O; this view is supported fy 


by the observation that the yield of the product is increased when 
the reaction takes place in the presence of added p-tolyl mercaptan. 
Oxidation of the p-tolylmercaptal with potassium permanganate 
leads to the production of the p-tolylsulphonsulphidemercaptal of 
p-toluenesulphonylacetaldehyde, 
C,H,Me-SO,°CH,*CH(S:C,H,Me)-SO,°C,H,Me, 

slender, colourless needles, m. p. 119—120°, which is reduced by 
zinc dust in boiling glacial acetic acid solution to di-p-toluene- 
sulphonylethane, C,H,(SO,°CgH,Me),, m. p. 199—200°. If, how- 
ever, the mercaptal is oxidised with hydrogen peroxide (30%), it 
is converted into the p-tolylsulphonmercaptal of p-toluenesulphonyl- 


Derivatives of Dithioethylene and Dithioacetylene and theg «! 
Additive Capacity of Multiple Bonds. Emm Fromm and 
EricH Srepert (Ber., 1922, 55, [B], 1014—1030).—The additive 
capacity of the double and treble linking in di-p-tolylthiolethylene 
and di-p-tolylthiolacetylene is suppressed completely towards 
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d thef acelaldchyde, C,H,Me-SO,-CH,°CH(SO,°C,H,Me),, colourless needles, 
: and. p. 222—223°, which is also reducible by zinc and acetic acid to 
ditivel di-p-toluenesulphonylethane. 
nylene Di-p-tolylthiolacetylene likewise unites with the elements of 
wards water when treated with sulphuric acid in glacial acetic acid 
ments solution, yielding thereby p-tolyl p-tolylthiolthioacetate, 
dised C,H,Me-S:CH,°CO-S-C,H,Me, 
© the liquid which could neither be caused to crystallise, nor distilled 
mer. without decomposition; it is hydrolysed to p-tolyl mercaptan 
arked and p-tolylthiolacetic acid, m. p. 93°, which is readily oxidised to 
licles, § p-tolylsulphonylacetic acid, m. p. 117-5—118-5°. 
mine | Di-p-tolylthiolethylene is not attacked by zinc dust and acetic 
adilygacid, but is converted by sodium and alcohol into p-tolyl mer- 
y theg captan. 
ereby§ Oxidation of di-p-tolylthiolethylene dissolved in benzene with 
potassium permanganate and dilute sulphuric acid leads to the 
formation of p-tolylsulphonyl-p-tolylthiolethylene, 

sles C,H,Me’S:CH:CH:SO,°C,H,Me, 
on off lustrous needles, m. p. 114—115°; the constitution of the sub- 
mer.§ stance is deduced from its reduction by zinc dust and glacial acetic 
form, acid to p-toluenesulphonyl-p-tolylthiolethane, slender, colourless 
mide,§ueedles, m. p. 117—118°, and oxidation of the latter to di-p-tolyl- 
alline§ sulphonylethane, m. p. 199—200°. Oxidation of di-p tolylthiolethyl- 
138°. fene dissolved in cold acetic acid with hydrogen peroxide (30%) 
sium § gives p-toluenesulphonyl-p-tolylsulphoxidethylene, 
trous C,H,Me-SO-CH:CH’SO,°C,H,Me, 
e ingm. p. 122—123°, which, like other sulphoxides, gives a yellow 
mide, oloration with alkali hydroxide and loses an oxygen atom when 
; not§ reduced, thus yielding p-toluenesulphonyl-p-tolylthiolethane. Oxid- 
ared § ation with hydrogen peroxide (30%) in warm solution transforms 
di-p.j the dithio-compound into di-p-tolwenesulphonylethylene, 
nide. C,H,(SO.°C,H,Me),, 
5) in long, lustrous needles, m. p. 149—150°, which is reduced by nascent 
thiol. hydrogen to di-p-tolyldisulphonylethane. 
uous Di-p-toluenesulphonylethylene is converted by phenylhydrazine 
ably alcoholic solution at the atmospheric temperature into the 
— [phenylhydrazine salt of toluene-p-sulphinic acid, m. p. 159—160°, 
) 4 Gand p-tolwenesulphonylacetaldehydephenylhydrazone, 

= C,H,Me-SO,°CH,-CH:N-NHPh, 
rted Yellow needles, m. p. 144—145°. A similar change occurs with the 
vhen§ Stlphoxidesulphone, the products being p-toluenesulphonylacet- 
tan. § Mdehydephenylhydrazone and p-tolyl disulphide. H. W. 


t 
I of Interchange of Alcohol Radicles in Esters. Akira SHIMO- 


MURA and JULIUS BEREND CoHEN (T., 1922, 121, 883—887). 


ine is 


Lox] 


b Preparation of Aromatic Esters in the Presence of an 

y Organic Base. Yosuirar6 Suzuxr and Sanxky6 KaBUSHIKI 
ene #Katsua (Japanese Pat. 38647 [1921]).—Aromatic esters are easily 
we * prepared from aromatic alcohols and chlorides or bromides of 


) yl aromatic acids in the presence of an organic base, such as pyridine. 
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As an example, benzyl benzoate is prepared by dropping 400 parts 
of benzoyl chloride into a mixture of 300 parts of benzyl alcohol 
and 300 parts of pyridine at 50°. After mixing, the liquid is warmed 
on a water-bath for three to four hours, freed from the base and acid 
by washing with warm water and alkali, and then rectified. Benzy] 
cinnamate, benzyl nitrobenzoate, and benzyl bromobenzoate arf’ 

also prepared by the same method. K. K | 


Hofmann’s Degradation of Acid Amides to Amines, 
Ernst BeckMANN and Ericu Correns [with Orro Linscuy] 
(Ber., 1922, 55, [B], 848—851).—m-Bromobenzamide is converted 
by bromine and potassium hydroxide solution into m-bromo. 
aniline, whilst p-bromobenzamide yields p-bromoaniline, the sub. 
stituent therefore occupying the same position after as before 
the intramolecular transformation (cf. Montagne, A., 1918, i, 534), 
It therefore appears that the displacement of the radicle occurs 
in the same manner in the Hofmann degradation as in the Beck. 
mann transformation. It is possible that in the presence of the 
concentrated alkali hydroxide the amide reacts in its enolic form 
in accordance with the scheme: R (OH —- R-C-O:Br a 
; Mu . ‘NH ‘N-—H 
RC-0 jeckusitie C-0 = R-NH,+C0O,. 

a RN H. W. 


' Action of Hydrogen Peroxide on Nitriles and on Amides: 
Formation of Hydroxamic Acids. E. OLiveri-MAnpatA (Gaz. 
zetta, 1922, 52, i, 107—112).—Im alkaline solution at about 40’, 
hydrogen peroxide converts nitriles into the corresponding amides 
(cf. Radziszewski, A., 1885, 496; Deinert, A., 1896, i, 149; Dubsky, 
A., 1916, i, 550). The author finds that, with perhydrol in faintly 
alkaline solution, this hydrolysis proceeds further, ammonia and 
the acid corresponding with the nitrile being obtained: R-CN+ 
3H,0,=R:CO,H+NH,;+H,0+30. If an aromatic nitrile is used 
and the solution contains also a little ferric chloride, the cherry- 
red coloration characteristic of the hydroxamic acids gradually 
appears. Hydroxamic acids are formed also from aromatic amides 
under these conditions, the ferric chloride exerting a catalytic 
influence on the reaction. 

In the oxidation of benzylamine to benzaldoxime by means of 
Caro’s acid, CH,Ph-NH, —> CH,Ph-NH-OH —> CHPh-NOH, it is 
not improbable that the hydroxamic acid forms anintermediate stage, 
the various phases of the oxidation being represented by the scheme: 


C,H,;*C-OH 
r C,H,;-CO-NH, ald ite OH 


cH,PhNH, J ft 
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wximic structure, OH-CPh:N-OMe. Since, however, ethers are 
jnown in which both hydroxyls are undoubtedly etherified, for 
instance, OR’*CPh:N-OR, and since also diazomethane is capable 
of etherifying feebly acid hydrogen atoms, such as the hydroxylic 
hydrogen atoms of phloroglucinol, Lossen’s formula for the above 
imacompound is to be excluded, the true structure being either 


(OPh‘NH-OMe or gs ok The salts of compounds of this 
.class have, however, probably the oximic constitution. 
T. H. P. 


Free o-Aminophenylacetic Acid, its Esters and Trans- 
formations. P. W. Neper (Ber., 1922, 55, [B], 826—848).— 
"I The readiness with which o-aminophenylacetic acid passes by loss 
of water into oxindole has caused it to be regarded as a particularly 
ustable substance which cannot exist in the free state. It is 
shown, however, that this change is characteristic of solutions 
acidified with mineral acid; the substance can be isolated readily 
by the reduction of o-nitrophenylacetic acid in alkaline solution 
and behaves as a normally stable compound. 
| Barium o-aminophenylacetate is prepared readily by the addition 
‘fof a hot, aqueous solution of barium hydroxide to a mixture of 
‘fj barium o-nitrophenylacetate and ferrous sulphate dissolved in 
hot water; the sodium salt (+3H,0O), silver salt, slender needles, 
and copper salt are described. The free acid, colourless, highly 
refractive needles, m. p. 119° (decomp.), is almost quantitatively 
precipitated by the addition of a slight deficiency of sulphuric acid 
to an aqueous solution of the sodium salt. The following deriv- 
atives are described: o-acetylaminophenylacetic acid (from the 
aid and acetic anhydride in the presence of ice and water), colour- 
‘I less crystals, m. p. 158° (when heated rapidly) after softening at 
150°; o-benzoylaminophenylacetic acid (from barium o-amino- 
phenylacetate, aqueous sodium hydroxide, and benzoyl chloride), 
colourless needles, m. p. 179° after softening at 170°; methyl 
o-benzoylaminophenylacetate (from the free acid and methyl sulphate), 
small colourless needles, m. p. 108°. o-Aminophenylacetic acid 
can be diazotised by the gradual addition of sulphuric acid to its 
'§ queous solution in the presence of sodium nitrite; the diazonium 
‘J compound couples with $-naphthol, giving 0-8-naphtholazophenyl- 
uetic acid, C,;,H,,0,No, red needles, m. p. 211—213° (the sodium 
salt is described). 0-Nitrobenzylidene-o-aminophenylacetic acid, 
colourless needles, m. p. 146° after softening at 142°, is prepared 
from the’ acid and o-nitrobenzaldehyde in boiling alcoholic solution ; 
the corresponding m-nitrobenzylidene compound, yellow needles, 
m. p. 147°, and p-nitrobenzylidene derivative, yellow needles, m. p. 
137°, are prepared similarly. When heated together at 115’, 
o-nitrobenzaldehyde and o-aminophenylacetic acid give 3-keto- 
2-0-nitrophenyl-3 : 4-dihydroquinoline (or 3-hydroxy-2-0-nitrophenyl- 
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quinoline), yellowish-red needles, m. p. 227°. Phenylacetic-o. 
sulphinic anhydride, CH 0 colourless crystals, m. p. 185° 


after softening at 177°, is prepared by the successive treatment of 
diazotised o-aminophenylacetic acid with sulphur dioxide and 
copper bronze. Reduction of the diazonium solution with stannous 
chloride and concentrated hydrochloric acid gives o-hydrazino. 
phenylacetic acid, colourless needles (?+H,O), m. p. 121°; this 
substance is converted by rapid distillation under atmospheric 
pressure into 1l-amino-oxindole, CH.< Site \>C0, colourless, 
lustrous leaflets, which is transformed by nitrous acid successively 
into oxindole and £-isatoxime, m. p. 220° (decomp.). 0-Nitro- 
benzylideneamino-oxindole, yellow needles, m. p. 170° after softening 
at 163°, is prepared by the addition of o-nitrobenzaldehyde to a 
hot solution of o-hydrazinophenylacetic acid in acetic acid and 
water. 

Somewhat unexpectedly, o-aminophenylacetic acid can be 
esterified by saturating a well-cooled solution of it in the requisite 
alcohol with hydrogen chloride. In this manner, ethyl o-amino- 
phenylacetate is prepared as a pale red liquid which could not be 
caused to crystallise and decomposes with formation of oxindole 
when distilled under diminished pressure. It is transformed by 
acetic anhydride into ethyl o-acetylaminophenylacetate, colourless 
needles, m. p. 66°; 0-acetylaminophenylacetamide crystallises in 
colourless needles, m. p. 203°. Ethyl o-benzoylaminophenylacetate, 
needles, m. p. 82°, is prepared from the amino-ester and benzoyl 
chloride in the presence of pyridine. Diazotisation of ethyl o-amino- 
phenylacetate and subsequent coupling with §-naphthol yields 
ethyl o-B-naphtholazophenylacetate, red needles, m. p. 127°, which 
can also be prepared by esterification of the corresponding acid. 
The amino-ester is converted by o-nitrobenzaldehyde in_ boiling 
alcoholic solution in the presence of piperidine into ethyl o-nitro- 
benzylidene-o-aminophenylacetate, m. p. 58°; the corresponding 
m-nitrobenzylidene compound, pale yellow needles, m. p. 119°, 
and p-nitrobenzylidene derivative, yellow crystals, m. p. 125°, 
are also described. 

Methyl o-aminophenylacetate is obtained as a liquid which could 
neither be caused to crystallise nor be distilled without decom- 
position. The following derivatives are described : methyl o-acetyl- 
aminophenylacetate, a colourless powder, m. p. 90° after softening 
at 87°; 0-acetylaminophenylacetamide, m. p. 203°; methyl o-benzoyl- 
aminophenylacetate, colourless slender needles, m. p. 108°; methyl 
o’-nitrobenzylidene-o-aminophenylacetate, pale yellow needles, m. p. 
79°; methyl m’-nitrobenzylidene-o-aminophenylacetate, yellow needles, 
m. p. 97° after softening at 91°; methyl p’-nitrobenzylidene-o- 
aminophenylacetate, yellow needles, m. p. 107° after softening at 
105°; methyl o-8-naphtholazophenylacetate, brilliant red needles, 
m. p. 145°. j 

o-Azoxyphenylacetic acid, m. p. 250°, is obtained in small and 
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varying amount (up to 2%) by the reduction of o-nitrophenyl- 
acetic acid by ferrous sulphate and barium hydroxide. The corre- 
sponding ethyl ester, pale reddish-yellow needles, m. p. 69°, and 
methyl ester, yellowish-red needles, m. p. 114°, after previous 
softening, are described; they are very sensitive towards “_" 
H. W. 


Higher Terpene Compounds. II. Abietic Acid. L. Ruzicka 
and JULES MryeEr (Helv. Chim. Acta, 1922, 5, 315—344; cf. A., 1921, 
i, 573).—Abietic acid, as it actually exists in American colophony, 
is best isolated in a 50% yield by distillation of this material at 
200—210°/1 mm. (bath 255°), followed by crystallisation from 
methyl alcohol or acetone. It forms triangular leaflets, m. p. 158° 
when rapidly heated, [a], —68-5°; (triozonide, CygH3902,0,, m. p. 
91—93°, methyl ester, C,,H3.0., b. p. 168—172°/0-5 mm., d? 1-049, 
n? 1-53846). The acid at once decolorises alkaline permanganate 
and on catalytic reduction in alcoholic solution yields a mixture 
of presumably two dihydro-acids, of which one, Cy9H3,0,, m. p. 
167—168°, [«], —12°, was isolated in the pure condition. This 
acid furnished a diozonide, C.9H5.0,,0,, m. p. 97—102° (decomp.), 
but was indifferent to alkaline permanganate (cf. Virtanen, A., 
1920, i, 832), whilst the action of hydrogen bromide in glacial 
acetic acid solution yielded an isomeride, Cy9Hg 905, m. p. 130—131°, 
{«], about —2°, which is distinguished from all other isomerisation 
or reduction products of abietic acid by its sparing solubility in 
alcohol. It is stable towards alkaline permanganate, reacts with 
difficulty with ozone, the product, m. p. 112—116°, corresponding 
with the formula C,)H,,0,,0. Catalytic reduction of abietic acid 
in ethyl acetate solution at the ordinary temperature, and more 
especially in amyl ether at 80°, resulted in the formation of notable 
quantities of the tetrahydro-acid, C,,H,,0,, m. p. 167—169°, 
[x], +10°, the formation of which was complete in glacial acetic acid 
solution at 80°. This acid reacts with ozone with difficulty, forming 
somewhat indefinite products, for an account of which the original 
should be consulted. 

The variation in the accounts of abietic acid given by earlier 
workers is due to the fact that, whilst in some cases [Mach, A., 
1893, i, 582; 1895, i, 384; Maly (1861); Fliickiger (1867); Tschirch 
and Studer, A., 1904, i, 79] the extraction of the acid was carried 
out by means of alcohol or weak alkali, and the products approxi- 
mately agreed in melting point with that now described, in other 
instances (Levy, A., 1906, i, 870; Johansson, Mon. sci., 1921, 73) 
methods were employed which caused isomerisation. This occurs 
to some extent if the distillation above described be carried out 
under 2 mm. pressure (bath temperature 275°); if the material 
is first heated for several hours at 290°, and subsequently distilled 
under 12 mm. pressure (bath 300°) the main product is an isomeride, 
Cy9Hg90,, m. p. 178—179°, [x], +3°, which yields a mixture of tetra- 
hydro-acids. One of these, C,)H,,0,, m. p. 169—171°, [«], +3°, 
has been definitely separated. When abietic acid was heated for 
u 2 
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twenty-four hours at 300° in a stream of carbon dioxide and subse. 
quently distilled, a considerable quantity of abietene, b. p. 160— 
170°/0-5 mm., accompanied the isomerised acid, b. p. 200—210°/05 
mm., m. p. 170—172°, [«], +46°. The last furnished a mixture of 
di- and tri-ozonides, and a tetrahydro-acid, Cyy9H3,0,, m. p. 116— 
118°, [«]) +-16°, from which what seemed to be a monozonide of a 
peroxide, CoyH,,0.,0,03, m. p. 103—106° (decomp.), was prepared. 
Abietic acid is quite stable towards boiling alcoholic sodium 
hydroxide solution, and is practically unchanged by glacial acetic 
acid, or after short treatment with alcoholic hydrogen chloride. 
After prolonged treatment with a hot solution of hydrogen chloride 
in glacial acetic acid, however, it melted at 176—177°, [a], —34°, 
and furnished a diozonide, CypH590.,0,, m. p. 71° (decomp.), a 
dihydro-acid, CypH,.0., m. p. 148—149°, [a], +27° (from which a 
mixture of mono- and di-ozonides was obtained), and a tetrahydro- 
acid, Cy9H,,0,, m. p. 158—160°, [«]p +9°. A further isomeride of 
abietic acid, Cy9H3,0,, m. p. 150—151°, [a], —10°, is obtained by 
heating its dihydrobromide, m. p. about 178° (cf. Levy, A., 1913, 
i, 620; Henze, A., 1916, i, 826) with quinoline at 240°. Since 
abietic acid is a methyldecahydroretenecarboxylic acid (Bamberger 
and Hooker, Annalen, 1885, 229, 102; Fortner, A., 1904, i, 729; 
Lux, A., 1908, i, 873; Bucher, A., 1910, i, 239; Vesterberg, A., 
1904, i, 151), and a considerable group of the sesquiterpenes is 
derived from 1 : 6-dimethyl-4-isopropylnaphthalene (see this vol., 
i, 560), abietic acid would seem to represent the extension of the 
sesquiterpene compounds in the higher natural series of —— 
7 4 


The Action of Potassium Iodide and Iodate on some 
Hydroxy-acids. Sri Krishna and FrRanK GsorGE Pope (T., 
1922, 121, 798—800). 


Neutral Homocamphoric Esters and their Products of 
Reduction. Patrray (Compt. rend., 1922, 174, 1235—1238).— 
Ethyl hydrogen camphorate gives an acid chloride, which reacts 
with sodium phenoxide, giving phenyl ethyl homocamphorate, 
m. p. 51—51-5°, [«]$ +27°35’. This ester, on reduction with 
sodium and absolute alcohol, yields homocamphoric glycol, m. p. 
63—63:5°, [a] +81° 5’, together with some hydroxycampholic 
acid, CH y<Gay > m. p. 130—131°, [2]8 +71° 37’. The 

2 
glycol gives a diphenylurethane, m. p. 115—115-5°, [«]> +31° 29’; 
a diacetyl derivative, b. p. 182—183°/13 mm., [a]} +52° 36’; and 
a dibenzoyl derivative, b. p. 276—277°/2 mm., 295—300°/12 mm., 
[a]5 +34° 41’. W. G. 


Condensation Products from Acid Haloids. X. Action 
of Triethylamine on Ketopinyl Chloride. E. WEDEKIND 
and Cy. Wetnanp (Ber., 1922, 55, [B], 945—951; cf. this vol., i, 
234). The “tertiary base” reaction has now been applied to the 
chloride of a ketonic acid. 


ORGANIC CHEMISTRY. i. 549 


Ketopinyl chloride (annexed formula), m. p. 109°, 
Fa aN is readily prepared by the action of thionyl- 
% CMe H, chloride on ketopinic acid (cf. Gilles and Renwick, 
Hy\ | pin 10 T., 1897, 69, 1397, 1402), and is converted by 
C- triethylamine in the presence of benzene into 
cocl a mixture of ketopinic anhydride, m. p. 182°, and 
dinorcamphocyclohexanedione (annexed formula), 

m. p. 98°. The latter substance is stable towards bromine or 
_fT— permanganate, and does not react with 

CH, Om om, hydrogen in the presence of palladium. It 
CMe, is not affected by boiling alkali hydroxide, 
(a—t——4) but is slowly decomposed by boiling concen- 
trated hydrochloric acid with re-formation 


! 
CO Go of ketopinic acid. It reacts with phenyl- 
co—C——-C'H hydrazine and -bromophenylhydrazine, 
, without, however, yielding uniform products. 
| ie, It gives a di-semicarbazone, Cy oH390,N,, 
_— “ae m. p. 226°. 
es Hydropinenecarboxylyl chloride, in which 


the ketonic group is not present, reacts very slowly with triethyl- 
amine under the customary conditions. The sole isolable product 
of the reaction is hydropinenecarboxylic anhydride, which appears 
to be a modification of the substance (m. p. 210°) described by 
Houben and Doescher (A., 1911, i, 61); it has m. p. 184—185° 
when crystallised from benzene, but this value rises to 207—209° 
when it is crystallised from alcohol. i F 


The Utilisation of Ethyl y-Diethoxyacetoacetate for the 
Synthesis of Derivatives of Glyoxaline. An Attempt to 
Synthesise Histamine by a New Method. Grorcre W. PUCHER 
and TREAT B. JoHnson (J. Amer. Chem. Soc., 1922, 44, 817—826).— 
An attempt has been made to alkylate ethyl acetoacetate or ethyl 
y-diethoxyacetoacetate by means of bromomethylphthalimide, as a 
first step in a new method of synthesising histamine, but without 
success. This bromophthalimide reacts abnormally with the 
sodium salts of $-ketonic esters, with formation of phthalimide, 
whereas the higher homologue reacts normally giving phthalimido- 
derivatives. 

It was found that an almost quantitative yield of hydroxy- 
methylphthalimide could be obtained by heating phthalimide 
under a reflux condenser with 10—15°% formaldehyde solution. 
The hydroxy-compound is readily converted into bromomethyl- 
phthalimide by digesting it at 50—60° with 48% hydrobromic 
acid and concentrated sulphuric acid for two hours. The bromo- 
compound reacts with potassium thiocyanate in acetone, giving 
phthalimidomethyl thiocyanate, CgH,:(CO),;N*CH,*SCN, m. p. 147— 
148°, which is extremely irritant to the eyes. In the same solvent 
with potassium iodide, it gives iodomethylphthalimide, m. p. 150° 
(cf. Gabriel, A., 1908, i, 181). 

Bromoethylphthalimide reacts with the sodium salt of ethyl 
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y-diethoxyacetoacetate, giving ethyl «-phthalimidoethyl-y-diethoxy. 
acetoacetate. W. G. 


Sulphamidophthalic Acid and Sulphimidophthalic Acid. 
Tu. Zincke and H. Greune (Annalen, 1922, 427, 221—255)— 
A considerable amount of confusion has arisen with regard to 
these two acids and their salts. For instance, all the salts of the 
imido-acid are described in “ Beilstein’s Handbuch”’ as salts of 
the amido-acid, which accords neither with the erroneous original 
literature nor with the truth. The two substances (formule [ 
and IT) are dibasic acids of similar strength; both they and their 
salts are easily interconvertible, and the salts of the imido-acid 
frequently crystallise with H,O, which makes it difficult to dis. 
tinguish between them. The present paper places the whole 
chemistry of these substances for the first time on a correct basis, 

(3) 


(3) 
(Z) COjH-C,H,<802>NH COH-CH<Oon (I) 


(2) (2) 

The acid potassium salt which separates when the alkaline 
solution obtained by oxidising naphthalene-1-sulphonamide with 
alkaline permanganate is concentrated, cautiously acidified, and 
allowed to remain is the N-potassium salt of the imido-acid with 
1H,O which is quickly eliminated in a vacuum at 100°. The 
same substance is produced when the acid potassium salt (below) 


of the amido-acid is crystallised from warm water. When the 
N-potassium salt is treated with strong hydrochloric acid it gives 
the imido-acid (needles, decomp. 275—276° when quickly heated), 
but if boiled with N-hydrochlorice acid it yields the amido-acid. 
The latter crystallises in leaflets or needles with 1H,O which is 
given up slowly at 100° but quickly at 120°, the dried acid passing 
into the imido-acid with elimination of a further molecule of H,0 
at 194°. It is a slightly stronger acid than the imido-acid, into 
‘which it is converted on warming with concentrated hydrochloric 
acid. The carboxyl-potassium salt of the imido-acid is obtained 
by heating the acid potassium salt of the amido-acid at 150°; it 
is easily soluble in water, but on warming its solution the less 
soluble N-potassium salt of the imido-acid is precipitated. The 
normal barium salt of the imido-acid (needles, with 2H,O which 
is given up in a vacuum at 100°) is prepared by adding the imido- 
acid to excess of barium hydroxide. The N-silver salt of the 
imido-acid (needles, with 1H,O which is eliminated in a vacuum 
at 100°) is prepared from the N-potassium salt, and the carboxyl- 
silver salt (amorphous) of the imido-acid by heating the acid silver 
salt of the amido-acid at 150°, or by precipitation from a solution 
of the carboxyl-potassium salt of the imido-acid. The normal 
silver salt of the imido-acid is obtained by precipitation from a 
neutralised solution of the N-potassium salt. 

The N-methyl ester (needles, m. p. 189°) of the imido-acid is 
prepared from the N-potassium or N-silver salt and methyl iodide, 
but the reaction does not proceed very smoothly. It is rather 
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stable towards hydrolysing agents, but its constitution may be 
established by hydrolysis with concentrated hydrochloric acid at 
150°, when methylamine is eliminated. The carboxyl-methyl ester 


Acid. needles, m. p. 184—185°) of the imido-acid is prepared either from 

53 the carboxyl-silver salt and methyl iodide, or by heating the acid 

; B methyl ester (below) of the amido-acid, or by cautious alkaline 
e 


hydrolysis of the dimethyl ester (below) of the amido-acid. Both 
this ester and the carboxyl-ethyl ester of the imido-acid give the 
imido-acid itself on hydrolysis by means of 2N-sodium hydroxide. 
The dimethyl ester (needles, m. p. 176°) of the imido-acid is pre- 


pt pared from the normal potassium or silver salt. An isomeric ester, 
| amen.’ 

. q . a . . - 1 3 
be dimethyl w-sulphimidophthalate, CO,Me-C,H,;< C(OMe):N (small 


tablets, m. p. 163°), is obtained by the action of methyl alcohol on 
y-sulphimidophthalyl dichloride (needles, m. p. 156°), which is pre- 
pared from the imido-acid by heating with phosphorus penta- 
chloride at 150—160°. The diethyl w-ester (small tablets, m. p. 
142—143°) is obtained in a similar way, using ethyl alcohol, and 
the diamide (fine needles, m. p. above 280°) using ammonia. 
These derivatives of the y-imide are all easily hydrolysed to the 
imido-acid. 


- @  _@) @) 

vith The acid potassium salt, C,H,(CO,K)(CO,H)(SO,*NH,), of 
The § the amido-acid is prepared by cautious half-neutralisation of the 
W) Ff acid with potassium hydroxide. On warming with water, it passes 


into the N-potassium salt of the imido-acid. The normal barium 
salt is precipitated when barium chloride is added to an ammoniacal 


d), solution of the amido-acid. The acid silver salt, 

id. Q@ @ @) 

18 C,H,(CO,Ag)(CO,H)(SO,°NH,), 

ng § and the normal silver salt are obtained from the corresponding 
20 Ff alkali salts. 

ito (1) (2) (3) 
ric The acid methyl ester, C,H,(CO,Me)(CO,H)(SO,°NH,) 
ed (small, glistening needles, m. p. 205°), may be prepared either by 
it § heating the amido-acid with methyl alcohol, or from the acid silver 


salt by heating with methyl iodide. On hydrolysis by alkalis or 
dilute acids, it yields the amido-acid; cold concentrated hydro- 
chloric acid converts it into the imido-acid. The dimethyl ester 
(m. p. 148°) of the amido-acid may be obtained by esterifying 
either the amido-acid or the imido-acid by means of methyl alcohol 
and hydrogen chloride, or by heating the normal silver salt of the 
amido-acid with methyl iodide. The diethyl ester has m. p. 
104—105°. 1 


The Configuration of the $-Phenylglyceric Acids and 
Phenylglycidic Acid. J. BérsEKEN [and C. pz GraaFF] (Rec. 
trav. chim., 1922, 44, 199—207).—Of the two isomeric forms of 
8-phenylglyceric acid, melting at 141° and 122°, respectively, the 
former shows a greater increase in conductivity under the influence 
of boric acid and the structure in which the hydroxyl groups are 
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most closely associated should therefore be assigned to it (cf. A, 
1921, i, 843, 844). The dissociation constants of these acids are, 
for the former 2°3510* and for the latter 254107; it js 
probable that the phenyl and carboxyl groups are closer in the 
latter. 

The oxidation of cinnamic acid by potassium permanganate to 
8-phenylglyceric acid takes place at a low temperature without 
molecular inversion. In §-phenylglycidic acid the phenyl and 
carboxyl groups are in the trans-position with respect to the tri- 
atomic ring. This acid in acid solution is hydrated, yielding the 
8-phenylglyceric acid of m. p. 141°; in alkaline solution the isomer. 
ide (m. p. 122°) is formed and in this case molecular inversion 
occurs. H. J. E. 


The Action of Bromine on certain 5-Ketonic Esters. E. P. 
Kouter (J. Amer. Chem. Soc., 1922, 44, 840—847).—It has pre. 
viously been shown that methyl y-benzoyl-6-phenylethylmalonate 
on bromination in methyl alcohol gives one monobromo-derivative 
and in chloroform a mixture of two monobromo-derivatives (cf. A., 
1911, i, 984; 1917, i, 566, 568). The constitution of these two 
derivatives has now been determined, and a third isomeride has 
been prepared. The bromide, m. p. 113° (loc. cit.), is an «-bromo- 
derivative and the other bromide, m. p. 102° (loc. cit., m. p. was 
given as 98°), and the new isomeride are stereoisomeric y-bromo- 
derivatives. The y-bromo-compound, m. p. 102°, on further 
bromination, yields three dibromides, two of which have already 
been described (loc. cit.), whilst the third, methyl yy-dibromo- 
y-benzoyl-B-phenylethylmalonate, has m. p. 126°, and when boiled 
with alcoholic potassium iodide yields methyl y-bromo-y-benzoyl- 
B-phenylethylmalonate, m. p. 76—77°. 

On heating at from 150° to 200°, the two monobromo-derivatives, 
m. p. 102° and 77°, respectively, readily decompose, giving, 
amongst other products, methyl y-benzoyl-®-phenylbutyrolactone-a- 
carboxylate, m. p. 93°, but the derivative, m. p. 113°, is much 
more stable and undergoes complex changes only at much higher 
temperatures. ; 

If in these 6-ketonic esters prepared from malonic esters and 
«8-unsaturated ketones the «-position is blocked by a methyl 
group, the ester only gives one monobromo-derivative on bromin- 
ation. Thus methyl -y-benzoyl-®-phenylethylmethylmalonate, m. p. 
121—122°, obtained from phenyl styryl ketone and methyl 
malonate, gives methyl y-bromo-y-benzoyl-B-phenylethylmethylmalon- 
ate, m. p. 156—157°; methyl y-4-bromobenzoyl-8-phenylethylmethyl- 
malonate, m. p. 89°, gives methyl y-bromo-y-4-bromobenzoyl-8-phenyl- 
ethylmethylmalonate, m. p. 140°; methyl y-4-methoxybenzoyl-8-phenyl- 
ethylmethylmalonate, m. p. 120—122°, gives methyl y-bromo-y-4- 
methoxybenzoyl-B-phenylethylmethylmalonate, m. p. 151°. On heat- 
ing, methyl y-bromobenzoyl-8-phenylethylmethylmalonate yields 
methyl y-benzoyl-B-phenyl-«-methylbutyrolactone-«-carboxylate, . p. 
108°. W. G. 
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a-Carboxy-(-phenyl-«-methylglutaconic Esters and the 
jsmerism of the Phenylglutaconic Acids. Franz Fast, 
Paut Kart Brener, and Bernu. Lusricut (Annalen, 1922, 428, 
4/59; cf. this vol., i, 521; Thorpe and Wood, T., 1913, 103, 
1574).—The action of ozone on the solid and liquid forms of ethyl 
carboxy-8-phenyl-«-methylglutaconate indicates that both these 
substances have the constitution assigned, since they yield additive 


_ and fj products with this reagent. The solid (¢rans-) ester yields an oily 
€ tri. i perozonide, CygH,,0,3, which when heated with water breaks down 
g the Binto carbon dioxide, hydrogen peroxide, ethyl «-methylbenzoyl- 
mer. M malonate (?), and ethyl glyoxylate, which is at once oxidised to 
rsion § oxalic acid. The liquid (cis-) ester gives a smail amount of a 
E. normal ozonide, C,gH,,05, m. p. 144°, and an oily perozonide, which 


om hydrolysis yield carbon dioxide, hydrogen peroxide, ethyl 


E. P. nethylmalonate, and benzoic, succinic, oxalic, and acetic acids. 
pre- § Thorpe and Wood prepared three $-phenyl-«-methylglutaconic 
mate § acids (termed normal, cis-, and trans-) by hydrolysis of these esters. 
itive | The present authors cannot obtain the “normal” or the “ cis-”’ 
. A,, § aids but they isolate a new isomeride, m. p. 151°. This they term 
two §f cis-8-phenyl-a-methylglutaconic acid, the suggestion being that 
has § Thorpe and Wood’s cis- and normal acids were mixtures. 
mo- § cis- and trans-8-Phenyl-«-methylglutaconic acids both yield oily 
was § oonides, which on hydrolysis give carbon dioxide, hydrogen per- 
mo- § oxide, ketones, and benzoic, oxalic, and acetic acids. Ethyl trans- 
ther § 4-phenyl-a.-methylglutaconate, b. p. 191—192°/14, yields an oily 
ady § yerozonide and a solid ozonide, C,g,H»0,, m. p. 142°, which on 
mo- @ hydrolysis yield ethyl pyruvate, ethyl «-benzoylpropionate, ethyl 
led § benzoylacetate, and ethyl glyoxylate (which becomes oxidised to 
oyl- B oxalic acid). Ethyl cis-6-phenyl-a-methylglutaconate, b. p. 184— 
185°/16 mm., 214°/40 mm., 220°/53 mm., gives the same ultimate 
eS, # products. These facts are explicable on the theory that the esters 
ng, § are tautomeric : 


(0,Et*CH,*CPh:CMe-CO,Et > Me-CO-CO,Et-+Ph-CO-CH,-CO,Et 


00,Et*CH:CPh-CHMe-CO, Et —> Ph:CO-CHMe-CO, Et +CHO-CO,Et 
GS. 


nd 

yl Preparation of Derivatives of Cholic Acid. J. D. RIEDEL, 
n- § Axr.-Ges. (D.R.-P. 339350; from Chem. Zentr., 1921, iv, 1227; 
p. @ cf. A., 1921, i, 540).—Cholic acid is treated with dehydrating agents, 
yl § for example, inorganic acids, potassium hydrogen sulphate, organic 
n- acids such as glycollic acid, and oxalic acid. A mixture is obtained 
jl- @ of apocholic acid and other unsaturated acids. For example, cholic 


acid is dissolved in glycollic acid, fused potassium pyrosulphate is 
added, and the mixture heated at about 130°. After removal of 
the dehydrating agents, the acids are dissolved in sodium hydroxide 
solution. With acetic acid an additive compound is obtained in 
needles, m. p. 150—160°, after sintering. The free apocholic acid 
has m. p. 173—176° after sintering. By dehydrating cholic acid 
with 15° sulphuric acid a syrupy mass is obtained, from which, 
after washing with water, dissolving in sodium carbonate solution, 

at 
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and precipitating with dilute hydrochloric acid, a mixture of the 
unsaturated acids is obtained. apoCholic acid is separated by its 
relative insolubility in ether. The stronger unsaturated acid 
are obtained by dissolving the yellow, resinous residue after the 
evaporation of ether in sodium carbonate solution and precipitating 
with dilute hydrochloric acid. The unsaturated acids may also be 
prepared by heating cholic acid and oxalic acid at ae - 
. W. R. 


Preparation of Derivatives of Cholic Acid. FARBENFABRIKEN 
vorM. FrieprR. Bayer & Co., D.R.-P. 339561; from Chem. Zentr, 
1921, iv, 1227)—Paraformaldehyde intimately mixed with cholic 
acid is heated at 160—170° for half an hour. The cooled mass, 
after extraction with dilute sodium carbonate solution, is dissolved 
‘in ethyl alcohol, and the filtered solution mixed with ice-cold water, 
A methylene compound is thus obtained as a white, tasteless powder, 
m. p. 170°. It has therapeutic uses. G. W. R. 


Bile Acids. XI. The Oxidation of Cholic Acid. HEtnricx 
WIELAND and Orto Scuuicutune (Z. physiol. Chem., 1922, 119, 
76—97).—Biloidanic acid, prepared by the oxidation of bilianic 
acid, has been given the formula C,,H,,0,) by Letsch (A., 1909, 
i, 697) and by Schenck (A., 1921, i, 197). Borsche, Weickert, and 
Meyer (this vol., i, 255) found for it the formula C,,Hj,049. The 
authors have prepared biloidanic acid, the neutral hexamethyl 
ester, the triethyl and monoethyl esters, trimethyl, dimethyl, and 
monomethyl esters, and the analytical results agree completely 
with the formula C,,H,,0,. for the parent acid. Letsch has also 
described a hydrated form of biloidanic acid to which he assigned the 
formula C,,H,,0,9,2H,O, but it is now found to be C,,H3,04.,2H,0. 
When heated in a vacuum at 115—125° this loses, however, 3H,0, 
pointing to anhydride formation from two of the carboxyl groups. 

The constitution of the bile acids is considered in relation to 
these results. W. Q. K. 


Preparation of Bile Acids. J. D. Riepsx, Axt.-Gss. (D.R.-P. 
338736; from Chem. Zentr., 1922, iv, 1226—1227).—The unsatur. 
ated acid (apocholic acid) obtained by the elimination of water 
from cholic acid or its esters, is combined with hydrocarbons or 
their derivatives such as alcohols, bases, aldehydes, ketones, acids, 
and esters. For example, the unsaturated acid obtained by the 
elimination of water from methyl cholate is warmed with 96% 


acetic acid. On cooling, an additive compound crystallises, having | 


an ill-defined m. p. 135—155°. The acetic acid is completely 
removed by excess of alkali or ammonia. The additive compound 
with 2 molecules of apocholic acid and 1 molecule of naphthalene 
gives crystals having m. p. 173—174°; it is odourless and stable in 
air. A clear solution is given in water on addition of sodium 
carbonate and a small quantity of sodium apocholate. The equi- 
molecular additive compound of camphor and apocholic acid is soluble 
in dilute alkalis and bases. Other additive compounds mentioned 
are strychnine-apocholic acid, ethyl acetate-apocholic acid, and 
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benzaldehyde-apocholic acid; the latter forms colourless needles, 
m. p. 156°. apoCholic acid ethyl alcoholate crystallises in needles 
which decompose in air with loss of alcohol. The compounds may 
also be prepared by way of the acetic acid compound. They have 
therapeutic uses. G. W. R. 


Vanillin Isomerides of the Resorcyl Series. Erwin OTT 
and Ernst NaveEn (Ber., 1922, 55, [B], 920—929).—Considerable 
uncertainty exists with regard to the constitution of the mono- 
methyl ethers of -resorcylaldehyde [2 : 4-dihydroxybenzaldehyde], 
three substances, m. p. 41—42°, 62—63°, and 153°, respectively, 
having been thus described. The last-mentioned has been stated by 
Gattermann (A., 1908, i, 28) to be the sole product of the action 
of hydrogen cyanide, hydrogen chloride, and aluminium chloride 
on resorcinyl monomethy] ether (this does not appear to be actually 
the case, since it is now found that the substance, m. p. 41—42°, 
is formed to a less extent); this substance is characterised as 
4-hydroxy-2-methoxybenzaldehyde by its further methylation 
with methyl sulphate and cold alkali hydroxide to 2 : 4-dimethoxy- 
benzaldehyde, m. p. 68°. The product, m. p. 41—42°, is also 
converted by the action of methyl sulphate on its sodium salt 
suspended in toluene at 40° into 2 : 4-dimethoxybenzaldehyde, and 
hence is shown to be 2-hydroxy-4-methoxybenzaldehyde. The 
aldehyde, m. p. 62—63°, is too sensitive towards alkali to permit 
its further methylation with methyl sulphate and, as in the case 
of the compound, m. p. 41—42°, diazomethane is found to be an 
unsuitable reagent for the methylation of difficultly substituted 
phenolic groups even at 100°. Friedlander’s view (A., 1908, i, 674) 
that the products, m. p. 41—42 and 62—63°, are actually identical 
is disproved by the observation that the corresponding oximes 
melt at 124—126° and 138°, respectively. The explanation of 
the difficulty is found in the fact that analysis of the aldehyde, 
m. p. 62—63°, obtained by the action of methyl iodide shows that 
it contains two methyl groups, of which only one is removable by 
hydriodic acid; the second methyl group must therefore be attached 
to the nucleus. The small amount of available material has pre- 
cluded the exact elucidation of the constitution of the compound, 
but, by analogy, it is considered to be 2-hydroxy-4-methoxy-3- 
methylbenzaldehyde; the presence of substituents in the two 
ortho-positions to the hydroxyl group explains satisfactorily the 
impossibility of its further methylation and the non-appearance of 
acidic characteristics. 

The following modification of Wegscheider’s process is recom- 
mended for the oximation of hydroxyaldehydes, which are very 
sensitive towards alkali hydroxide. Hydroxylamine hydrochloride 
is dissolved in the minimum quantity of water, and the solution is 
treated with ammonia solution (20°) until it is just neutral towards 
litmus paper. An alcoholic solution of the aldehyde is added and 
the mixture is preserved at the atmospheric temperature until 
reaction is complete, after which the oxime is precipitated by 
addition of water. 

u* 2 
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The preparation of resorcinyl methy] ether is effected conveniently 
by the treatment of resorcinol with sodium hydroxide solution 
(10%) and methyl sulphate. The solution is made strongly alkaline 
and the dimethyl ether is removed by distillation with steam; 
subsequently the residue is acidified and again treated with steam, 
thus giving the monomethyl ether and leaving the non-volatile 
unattacked resorcinol. H. W. 


Preparation of Protocatechualdehyde. S. HamsBurczr 
(D.R.-P. 339945; from Chem. Zentr., 1921, iv, 1223—1224; ef. 
Schmidt, A., 1915, i, 682)—A modification of an earlier patent, 
whereby thionyl chloride is substituted for phosphorus penta. 
chloride. Thionyl chloride and chlorine are allowed to act either 
successively or simultaneously on piperonal, with or without the 
use of solvents. For example, piperonal is treated with thionyl] 
chloride and then warmed at 100°. Chlorine is passed in, the 
dichloropiperonyl chloride formed is decomposed with water, and 
the protocatechualdehyde formed is extracted with ether or obtained 
by evaporation. G. W. R. 


Transformation of Tertiary Ethinylcarbinols into Un- 
saturated Ketones. Kurt H. Meyer and Kurt ScHUSTER 
(Ber., 1922, 55, [4], 819—823).—Diphenylphenylethinylcarbinol, 
CPhiC-CPh,°OH, is converted by acetyl chloride, acetic anhydride, 
thionyl chloride, hydrogen chloride dissolved in anhydrous ether, 
or concentrated sulphuric acid into phenyl 8$-phenylstyryl ketone, 
yellow prisms, m. p. 86—87° [Kohler (A., 1905, i, 215) gives m. p. 
92°]; the constitution of the ketone is established by its oxidation 
to benzophenone and benzoic acid and hydrogenation to 68-dipheny]- 
propiophenone, m. p. 94—95°. The transformation might be due 
to the migration of a phenyl or a hydroxyl group; the latter is 
shown to be the case, since di-p-chlorophenylphenylethinylcarbinol, 
CPhiC-C(C,H,Cl),-OH, short, colourless prisms, m. p. 163—164°, 
is converted under similar conditions into phenyl di-p-chloro- 
B-phenylstyryl ketone, C(C,H,Cl)..;CH-COPh, yellow crystals, m. p. 
103—104°, the constitution of whidh is established by its oxidation 
to 4: 4’-dichlorobenzophenone and benzoic acid. The mechanism 
of the change has not been elucidated. H. W. 


Halochromism and ‘Solvatochromism’’ of Distyryl 
Ketone and Simpler Ketones and of their Ketonic Chlorides. 
A. Hanrzscu (Ber., 1922, 55, [B], 953—979).—In the so-called 
halochromism of ketones and ketonic chlorides two optically and 
chemically different processes are to be distinguished, (1) solvato- 
chromism caused by the formation of additive products which 
involves a relatively small alteration in the absorption of light, 
and (2) the actual halochromism due to the formation of additive 
products with marked alteration in the absorption of light corre- 
sponding with the greater chemical change involved by the formation 
of complex carbonium salts under the transforming influence of 
acids. Generally, the two processes are closely related frequently 
in the sense that solvatochromism is the precursor of halochromism. 
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Thus, the solvatochromic additive products of certain ketones 
with stannic chloride are converted by hydrogen chloride into the 
halochromic carbonium salts, and hence the ketonic chlorides 
obtained from the ketones are directly converted by stannic chloride 
into the halochromic salts. The well-defined additive compounds 
which are constant in composition represent the extreme case of 
golvatochromism in the one direction (solid solvates), whereas the 
other extreme is represented by unsaturated substances which 
dissolve in such solvents as ether with deepening of colour and 
the formation of unstable compounds which either cannot be isolated 
in the solid state or in which the components appear to be present 
in indefinite ratio. 

The absorption spectrum of distyryl ketone in ether differs 
considerably from that of triphenylearbinol in ethyl alcohol, and 
it is therefore the more remarkable that the substances exhibit very 
similar absorption when dissolved in sulphuric acid. It appears 
therefore to be probable that the salts are similarly constituted and 


they may be formulated PhC<pp |X and R-C<GRcHpE |X 


mM CE Ro CH |X (in which R=H, OH, Cl or SO,H). 


The choice between the two latter alternatives cannot be made 
definitely, but reasons are advanced for preferring the more sym- 
metrical. The salts from benzophenone and benzophenone chloride 
are genetically intermediate between the triphenylcarbonium salts 
and those derived from distyryl ketone. Purely chemical evidence 
of the complex constitution of these halochromic salts can be adduced 
in the same manner as for the triphenylearbonium compounds. 
The most important observation in this connexion is that the 
characteristic properties of the phenyl residue and of the —C:C- 
group appear in them to be masked and, to some extent, com- 
pletely lost. Thus the phenyl groups of triphenylcarbonium or 
distyryl ketone appear nearly indifferent towards concentrated 
sulphuric acid. Unsaturated ketones which instantly unite with 
bromine in glacial acetic acid are only very slowly attacked by 
bromine when dissolved in concentrated sulphuric acid; this is 
true even for the four ethylenic bonds of the dark violet salts of 
dicinnamylidenemethyl ketone, | HO-C< CECH -CH:CHPR SOL 
The halochromism of the “abnormal” ketonic chlorides derived 
from styryl methyl ketone and similar substances which have 
been shown by Straus and Diitzmann (this vol., i, 148) to have the 
constitution, CHAr:CH-CCl:CH-CHCl-Ar, is exactly analogous to 
that of the triphenylmethyl haloids, and the coloured solution 
formed, for example, by the chloride of dianisylidenemethyl ketone 
in phenylacetonitrile may be regarded as containing the salt 
H:CH:C,H,°OMe 
bi O<GHCHCgtiy OMe |! 

Since, however, the absorption spectra of the ketones in acid 
solution is exactly similar to those of the salts of the corresponding 
ketonic chlorides, the salts of the former may be regarded as having 
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initially the constitution nt <CH:CHPh [SOH and passing by 
further action of concentrated sulphuric acid into 


oc CH. CHPh 


Benzophenone ‘a dissolved in on: TF sulphuric acid 
behaves like the almost completely ionised sulphate of sodium, 
dimethylpyrone or ethyl ether, and its salt is therefore formulated 
[Ph-C(OH)Ph]SO,H, the hydroxyl group being in this case not 
appreciably esterified. The initially much more intensely yellow 
solution of benzophenone chloride in concentrated sulphuric acid 
contains the salt (Ph-CCl-Ph)HSO,, but rapidly becomes decolor- 
ised with liberation of hydrogen chloride and formation of the 
hydroxy-salt. 

With regard to the solvatochromism of distyryl ketone and 
related ketones, it is pointed out that the optical changes are 
different from and generally more simple than those connected 
with halochromism. In these cases, compounds are being dealt 
with which are generally highly dissociated even in indifferent 
solvents such as chloroform. The characteristic absorption spectra 
are therefore obtained only when one component is added in such 
excess that optical constancy is induced. Thus, cinnamaldehyde, 
which forms a solid additive product, (CHPh:CH-CHO),SnCl,, with 
stannic chloride, is but little affected optically when dissolved with 
twenty molecular proportions of stannic chloride in chloroform, 
and the spectrum gradually changes with further addition of 
stannic chloride, ultimately becoming constant when 8-50 mole- 
cular proportions of the latter have been added. Similar observ- 
ations are recorded with salicylaldehyde, benzophenone, or distyryl 
ketone with stannic chloride in chloroform solution. H. W. 


The Active Constituents of the True Coto-bark. The 
Synthesis of Cotoin. Ernst SpAtu and Kari Fucus (Monatsh, 
1921, 42, 267—-272).—Attempts to synthesise cotoin, which is a 
monomethyl ether of 2 : 4 : 6-trihydroxybenzophenone, by methy]l- 
ation of the trihydroxy-compound with methyl alcohol and hydro- 
chloric acid were unsuccessful, the only product isolated being 
methyl benzoate. The synthesis was accomplished by methylating 
with diazomethane in ethereal solution at —12°. Although less 
than one molecular proportion of diazomethane was used, the 
product contained 36% of cotoin, 26% of hydrocotoin (6-hydroxy- 
2:4-dimethoxybenzophenone), and 2% of the trimethoxy-com- 
pound. The synthesis does not establish the orientation of the 
methoxyl group in cotoin, although it is probable that methylation 
occurs first in the para-position. E. H. R. 


The Hydroxybenzoylphloroglucinols. Hiprs1ro NisHIKAWA 
and Rospert Rosrnson (T., 1922, 121, 839—843). 


Singular Formation of Ketodinitrones and their Behaviour. 
L. ALESSANDRI (Gazzetta, 1922, 52, i, 193—199).—-At the ordinary 
temperature and best in a solvent which is indifferent to or at 
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least difficultly oxidised by nitrosobenzene, the latter (2 mols.) 
and tolane (1 mol.) react very slowly with formation of the dinitrone, 
0;NPh:CPh-CPh:NPh:O, which separates in pale yellow crystals 
decomposing with liberation of gas at 222°. When boiled with 
dilute sulphuric acid, the dinitrone yields benzil and p-amino- 
phenol, the latter resulting from transposition of the #-phenyl- 
hydroxylamine originally formed. Reduction of the dinitrone by 
means of aluminium amalgam gives the dianil of benzil. The action 
of hydroxylamine on this ketodinitrone differs from that observed 
by Angeli, Alessandri, and Pegna with the aldonitrones (A., 1910, 
i, 552, 752) and is one of reduction, the product being either the 
smi-reduced compound, NPh:CPh:CPh°NPh:O, or an additive 
compound of the dinitrone with the dianil of benzil. 

In the above formation of the ketodinitrone, the nitrosobenzene 
acts as an unsaturated compound, that is, as the phenyl ether of 
the anhydride of dihydroxyammonia, NPh:O. 

The action of magnesium phenyl bromide on the aldodinitrone 
described by von Pechmann (A., 1898, i, 75, 187) might be expected 
to yield the corresponding {$$-dihydroxylamine, and this by 
oxidation the _ ketodinitrone, thus: O:NPh:CH-CH:NPh:0-+- 
2MgPhBr —> [OH:NPh-ChPH:], —>» O:NPh:CPh-CPh:NPh:O. 
The first of these reactions gives a small yield of a colourless 
compound, m. p. about 156°, which may be the $$-dihydroxyl- 
amine, but the oxidation of the latter appears to give phenyl-N- 
phenylnitrone or the N-pheny] ether of benzaldoxime, CHPh:NPh:O, 
this being obtained in appreciable yield. The latter compound 
is obtainable also by oxidation of the simpler $-hydroxylamine, 
CH,Ph-NPh-OH (cf. Cusmano, “‘ Catalytic Reduction of Nitrones,” 
to be published later). 

Nitrosobenzene reacts on phenylpropiolic acid with extreme 
slowness, if at all. With acetylene compounds containing un- 
replaced hydrogen, the action of nitrosobenzene appears to follow 
a different course. With acetylene itself in acetone solution, the 
reaction is very slow, but may be catalysed by alcoholic potassium 
hydroxide, and then yields a very small proportion of oxanilide, 
which is isomeric with the aldodinitrone, O:NPh:CH-CH:NPh‘O, 
expected. ae 


Derivatives of 2-Hydroxybenzanthrone. I. GEOFFREY 
GorDON BRADSHAW and ARTHUR GEORGE PERKIN (T., 1922, 121, 
911—922). 

Preparation of Anthraquinone and its Derivatives. 
CHEMISCHE FaBRIK Worms AktT.-Ges. (Brit. Pats. 156215 and 
156538).—Anthraquinone or its derivatives are obtained by passing 
oxygen under pressure into a solution or suspension of anthracene 
(or its derivatives) in the presence of a small proportion of fuming 
nitric acid or an oxide of nitrogen at 80—90°. An additional oxygen 
carrier, for example, cobalt nitrate, may also be added if desired. 
The oxygen is rapidly absorbed and the operation is complete in 
three to five hours. When nitric acid is employed and the water 
formed in the reaction is not removed, nitro-compounds and other 
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impurities from which the anthraquinone can only be freed with} j 


difficulty are formed. This can be avoided and anthraquinone of 
99—100% purity obtained if the nitric acid is replaced by sodium 
nitrite and the reaction is carried out in presence of a dehydratin 
agent such as acetic anhydride or anhydrous sodium acetate [cf, 
J. Soc. Chem. Ind., 1922, 407]. 


Manufacture of Hydroxy- and Sulphohydroxy-derivatives 
of Anthraquinone. Davip SEGALLER, Davip Henry Pzracocx, 
and British Dyesturrs Corp., Lrp. (Brit. Pat. 176925) 
1-Hydroxyanthraquinone-4-sulphonic acid is obtained by the 
condensation of phenol or phenol-p-sulphonic acid with phthalic 
anhydride by means of a sulphuric acid solution of boric acid at 
about 200°. On further treatment of this substance, either after 
isolation, or in the sulphuric acid solution in which it is obtained, 
at a temperature of about 240—250°, it is converted into 1:4. 
dihydroxyanthraquinone (quinizarin). If phenol-2 : 4-disulphonic 
acid is used as starting material, the final product consists essen. 
tially of 1:2: 4-trihydroxyanthraquinone (purpurin), whilst if 
o- or m-cresols are employed, $-methylquinizarin is produced, 
From p-cresol, 1-hydroxy-4-methylanthraquinone is we en 


Preparation of Borneol. FABRIQUES DE PRODUITS CHIMIQUES 
DE THANN ET DE MutuHovsk (Brit. Pat. 164302, addn. to 144604; 
ef. A., 1921, i, 425).—In the preparation of bornyl tetrachloro. 
phthalate from turpentine in presence of an organic solvent, the 
secondary products obtained from previous operations consisting 
of unchanged pinene mixed with dipentene may advantageously 
be used as diluent instead of ether, etc. A similar yield of borneol 
is obtained, and as the dipentene takes no part in the reaction 
the amount present in the recovered hydrocarbon increases from 
operation to operation until the quantity is such that it may easily 
be separated by fractional distillation from the crude secondary 
product. G. F. M. 


Higher Terpene Compounds. III. The Naphthalene 
Hydrocarbons Cadalene and Eudalene. Two Aromatic 
Fundamental Compounds of the Sesquiterpene Series. 
L. Ruzicka, JuLEs Meyer, and M. Mrneazzint (Helv. Chim. Acta, 
1922, 5, 345—368; cf. this vol., i, 547)—The previous position 
of sesquiterpene chemistry is shortly reviewed. The method of 
removing hydrogen from cadinene by heating it with sulphur 
(A., 1921, i, 573) has been applied to other cases. The relative 
arrangement of the carbon atoms in a compound is unchanged by 
this treatment, since limonene and terpinene are each converted 
by its means into p-cymene, the réspective yields being 15% and 
50%. This result suggests that compounds containing cyclic 
double bonds may in general be more easily dehydrogenated than 
those with unsaturated side chains. Further, all the sesquiterpene 
fractions of a given oil yield the same product, and in no case is 
evidence observed of the formation of mixtures. Hence even 
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if, in any such case, the oil itself should be a mixture, the same 
carbon skeleton is present in each component. The hydrocarbon 
from cadinene (loc. cit.) is now termed cadalene; it has also been 
obtained from tetrahydrocadinene, from calamenol and its degrada- 
tion product calamene, from calamenene, from isozingiberene, 
and from the sesquiterpene alcohol from Javanese citronella oil. . 
Its smooth formation from the monocyclic zingiberene shows 
that the formation of a naphthalene derivative by this reaction 
is to be understood as evidence that the compound under examina- 
tion has a potential, rather than an actual, bicyclic structure. 
Eudesmol and selinene apparently react according to the respective 
equations : C,;H,,0-+-3S=C,,H,,+H,O+2H,S+CH,°SH ; C,,H.,+- 
38—C,,H,,--2H,S-+-CH,-SH ; the same hydrocarbon, eudalene, 
being produced in each case. This exceptional behaviour suggests 
that these compounds each contain a methyl group which cannot 
survive the transition into an aromatic compound and that the 
cadinene group of sesquiterpenes (Semmler and Becker, A., 1913, 
i, 742; Semmler and Stenzel, A., 1915, i, 427) must be sub-divided 
into the eudalene and cadalene classes. Hudalene, b. p. 2830—281°, 
d 0:9734, R, 63:31, ER, 3-21, ES, 1-74 (picrate, C,9H,,0,Ns, 
orange-yellow needles, m. p. 90—91°; styphnate, Cy 9H 90,Nz, 
yellow needles, m. p. 119—120°), is stable towards bromine an 

cold potassium permanganate, and its physical constants agree 
well with those of a naphthalene hydrocarbon. The synthesis of 
cadalene (see following abstract) shows it to be 1 : 6-dimethyl-4- 
isopropylnaphthalene. Further, the close relationship of cadinene 
to copaene, and the loss of three carbon atoms from the molecule 
of copaeneketonic acid by oxidation with sodium hypobromite 
(Semmler and Stenzel, loc. cit.) indicate that one double bond in 
cadinene is situated at the carbon atom carrying the isopropyl 
group. Corresponding with the contrast between retene and its 
parent phenanthrene in respect of the lability of the primary 
oxidation products of the former, those of cadalene are less stable 
than those of naphthalene. The quinone formed by the oxidation 
of cadalene could only be detected by means of its oxime, C,;H,,0,N, 
m. p. 178—179° (decomp.) ; 6-methyl-4-isopropyl-1-naphthoic acid, 
C,;H,,0., leaflets, m. p. 161—162°, and possibly a hydroxyquinone, 
with other products were also formed. The relationship of the 
open-chain compound farnesol (Kerschbaum, A., 1913, i, 739) te 
cadalene is that of the aliphatic terpenes, for example, ocimene, to 
p-cymene. Further, the close relationship of cadalene not only 
to bicyclic, but also to monocyclic (zingiberene) and to tricyclic 
(copaene) sesquiterpenes reveals for the first time the analogous 
structure of a considerable number of sesquiterpenes, not only among 
themselves, but also with those of the terpenes. The common 
factor in the two series is the union of isoprene molecules, usually 
to a p-cymene skeleton. Probably a number of monocyclic sesqui- 
terpenes represent a transition from farnesol to cadinene. The 
cadinene type is intermediate between the simple terpenes and 
the diterpenes (from which abietic acid is derived) and caoutchouc, 
which constitutes the highest member of the terpene series, and is 
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related to the others in being built up from isoprene molecules, 
Santonin, as a derivative of 1 : 4-dimethyl-6-isopropylnaphthalene 
(Cannizzaro and Gucci, A., 1893, i, 665) is to be included with 
cadinene in the hydronaphthalene sub-group of bicyclic sesqui- 
terpenes. J. K. 


Higher Terpene Compounds. IV. Synthesis of Cadalene, 
L. Ruzicka and C. F. Semen. (Helv. Chim. Acta, 1922, 5, 
369—375; cf. preceding abstract)—On the assumption that 
cyclic sesquiterpenes might have the same carbon chain as the 
open-chain alcohol, farnesol, it appeared that cadalene would be 
1 : 6-dimethyl-4-isopropylnaphthalene. The accuracy of this deduc. 
tion has now been verified by the identity of the synthetic hydro. 
carbon with cadalene. Ethyl 2-cymylacetate, prepared from carvone 
by means of ethyl bromoacetate and zinc (Wallach, A., 1901, i, 
156), was reduced by Bouveault’s method to 8-2-cymylethyl alcohol, 
C.H,MePr*-CH,-CH,°OH, b. p. 145—150°/12 mm. Condensation 
of its bromide, C,,H,,Br, b. p. 145—148°/12 mm., with ethyl 
methylmalonate furnished methyl 8-2-cymylethylmalonate, 

C,H,MePr*-CH,*CH,*CMe(CO,Et),, 

b. p. 200—210°/12 mm., from which 8-2-cymyl-a-methylbutyric acid, 
C,H,MePr?-CH,*CH,*CHMe-CO,H, b. p. 200—201°/11 mm., was 
prepared. From its chloride, b. p. 165°/11 mm., and aluminium 
chloride, 5-keto-1 : 6-dimethyl-4-isopropyltetrahydronaphthalene, b. p. 
160—170°/12 mm., was obtained. Reduction of this compound 
in alcoholic solution with sodium furnished as chief product, with 
a certain proportion of the pinacone, the corresponding secondary 
alcohol. Finally, a mixture of this compound with the hydro- 
carbon, resulting from its partial dehydration on distillation, was 
dehydrogenated at 180—210° by means of sulphur. The identity 
of the synthetic product with cadalene followed from a comparison 
of physical constants, picrates, and styphnates. J. K. 


The Action of Concentrated Sulphuric Acid on Natural 
and Artificial Caoutchoucs. II. F. Kircuor (Kolloid Z., 1922, 
30, 176—187; cf. A., 1921, i, 116).—Plantation pale crepe rubber 
is believed to have the composition C,)H,,. Under the action of 
cold concentrated sulphuric acid on its carbon tetrachloride solution 
for two hours, it undergoes conversion into an amorphous product 
of the composition C,)H,;, d 1-093—1-096, insoluble in chloroform. 
Gutta percha under similar conditions is converted into a product 
of unaltered composition, C,)H,,, soluble in chloroform. ‘The 
behaviour of the former product towards bromine and sulphur 
with formation of compounds of the composition C,)H,,Br,. and 
Cy9Hg 8S indicates the disappearance of three double bonds during 
the action of the acid. African rubber of the composition C,)H,, 
gives rise to a similar series of products to plantation rubber. 
The latter type of rubber is believed to consist of spirally arranged 
closed chains, Cy5H. or C39H4g, which are held together in aggre- 
gates by partial valencies. To plantation rubber, a similar struc- 
ture is attributed, consisting of aggregated, open-chain spirals 
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of the composition C5H,,. The disappearance of the characteristic 
properties of rubber when the raw material is exposed to the 
action of sulphuric acid, or when vulcanised rubber hardens spon- 
taneously, is ascribed to the development of tetramethylene rings, 
with loss of double bonds, by bridging. 

On prolonged treatment in the undissolved state with cold 
sulphuric acid, plantation rubber is oxidised to a product, C,)H,,0, 
which is probably identical with the main product in the spon- 
taneous oxidation of vulcanised rubber. Oxidation of the rubber 
by prolonged contact in benzene solution into sulphuric acid gives 
rise to an aldehydic acid, C,9H3,0,, m. p. 95—96° (crystalline 
phenylhydrazone, m. p. 120—124°). BD. #. . 


The Essential Oil from Blumea Malcomii. Joun LIONEL 
SmonsEN and Mapyar Gopat Rao (T., 1922, 121, 876—883). 


Constituents of Saffron. I. Picrocrocin. E. WINTERSTEIN 
and J. TeLecky (Helv. Chim. Acta, 1922, 5, 376—381; Z. physiol. 
Chem., 1922, 120, 141—166).—Picrocrocin (Kayser, A., 1885, 59) 
forms colourless crystals, m. p. 154—155°, [«], —50-3°, and on 
hydrolysis with 1% sulphuric acid solution furnishes 54°% of sugar 
(calculated as dextrose), with a ketone, C,)H,,0, b. p. 93°/14 mm., 
m) 1:5240, mep—ne 0-02283, d 0-985 (semicarbazone, C,,H,,ONs, 
m. p. 162—163°). Its physical constants suggest that the latter 
belongs to the terpene series, and, like carvone, it furnishes an 
additive compound with hydrogen sulphide, m. p. 80° (decomp.). 
The sugar produced by hydrolysis furnishes an osazone, m. p. 205°, 
a phenylmethylhydrazone, m. p. 128°, and a corresponding osazone, 
m. p. 150°. Mannose, galactose, pentoses, and methyl-pentoses 
could not be detected, but tests for levulose gave a positive result. 
The specific rotation was that of a mixture of 81-7% dextrose 
with 18-3°% d-fructose, but the analytical results from picrocrocin 
could not be reconciled with this conclusion. Crocin, the colouring 
matter of saffron, contrary to earlier statements, furnishes on 
hydrolysis not an essential oil, but dextrose and a deep red, insoluble 
compound, crocetin (Decker, A., 1914, i, 979). Oxalic acid and a 
colourless unknown compound have been obtained from the 
oxidation of this compound. J. K. 


Salicin Thiocyanate and Disalicin Sulphide. Giza ZEMPLEN 
and Atex. HorrmMann (Ber., 1922, 55, [B], 992—997).—Tetra- 
acetylsalicin bromide is converted by ammonium thiocyanate in 
the presence of anhydrous acetone into tetra-acetylsalicin thiocyanate, 
C,H,0,Ac,°O-C,H,°CH,’SCN, well-developed prisms, m. p. 135°, 
[a]? +48-35° when dissolved in chloroform. Somewhat un- 
expectedly, it is converted by methyl alcoholic ammonia into 
disalicin disulphide, S,(CH,°C,H,°O-C,H,,O;),, m. p. 193° after 
slight previous softening, [«]}? —46-8° when dissolved in glacial 
acetic acid; the substance can occasionally be isolated directly 
in the crystalline state, but, in general, is so prepared by the action 
of methyl alcoholic ammonia on the readily crystalline octa-acetate, 
long, slender needles, m. p. 188°, [«]} +45-6° in chloroform solu- 
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tion. The latter is hydrolysed by hydrochloric acid in the presence 
of alcohol to di-o-hydroxybenzyl disulphide, S,[CH,°C,H,-OH], 
small prisms, m. p. 103°. H. W. 


New Derivatives of Salicin containing Nitrogen and Poly- 
nuclear Hydroxybenzylamines. Giza ZEMPLEN and ALPuHoys 
Kunz (Ber., 1922, 55, [B], 979—992).—An investigation of the 
products obtained by the action of ammonia or amines on tetra. 
acetylsalicin bromide (cf. Zemplén, A., 1920, i, 559). 

Tetra-acetylsalicin bromide, C,H,0,Ac,°O-C,H,°CH,Br, reacts 
readily with ammonia in ethyl or methyl alcoholic solution, 
exchanging its bromine atom initially for the amino-group and 
suffering de-acetylation; as with alkyl haloid and ammonia, 
however, the reaction proceeds further with the formation of 
secondary and tertiary amines. In the present instance, the 
isolation of a pure primary amine was not found possible, but the 
solution of the reaction product slowly deposits disalicinamine, 
NH(CH,°C,H,°0-C,H,,0;)., colourless needles, m. p. 205° (decomp.) 
after becoming yellow at 200°, [«]#* —45-82° in aqueous N-hydro. 
chloric acid solution, which is hydrolysed by boiling hydrochloric 
acid to dextrose and di-o-hydroxybenzylamine, colourless needles, 
m. p. 168°. The mother-liquors from the secondary amine contain 
trisalicinamine, which is isolated as the dodeca-acetyl derivative, 
N(CH,°C,H,°O-C,H,O;Ac,),, microscopic needles, m. p. 173—175°, 
[x] —45-13° when dissolved in chloroform. It is hydrolysed by 
dilute hydrochloric acid to dextrose, acetic acid, and tri-o-hydrozy- 
benzylamine hydrochloride, small, coarse needles, incipient decomp. 
110°. 

The reaction between tetra-acetylsalicin bromide and methyl- 
amine proceeds in an analogous manner, yielding (with de-acetyl- 
ation) a non-crystalline syrup which, after re-acetylation, is readily 
separated into two fractions. The first of these consists of penta- 
acetylsalicinmethylamine, CgH,0,Ac,°O-C,H,°CH,;NMeAc, coarse 
platelets, m. p. 165°, [«]? —38-49° in chloroform solution, which 
is hydrolysed by acids to o-hydroxybenzylmethylamine (isclated 
as the phosphotungstate and analysed as the hydrochloride, 
OH-C,H,°CH,-NHMe,HCl, slender needles, m. p. 130°). The 
second traction is composed of octa-acetyldisalicinmethylamine, 
NMe(CH,°C,H,°0-C,H,0;Ac,),, colourless needles, m. p. 198—200°, 
[«]#} —35-40°, [«]}} —33-75° when dissolved in chloroform, from 
which a uniform material could not be prepared by hydrolysis 
with acids. 

Tetra-acetylsalicin bromide and ethylamine, under similar 
treatment, give penta-acetylsalicinethylamine, small, colourless 
needles, m. p. 96—97°, and octa-acetyldisalicinethylamine, long, 
colourless needles, m. p. 151—153°. 

Tetra-acetylsalicin bromide is converted by diethylamine into 
salicindiethylamine, C,H,,0;*O-CgH,CH,NEt,, small, colourless 
needles, m. p. 102—103°, [«]}}? —26-05° in chloroform solution. With 
methylaniline in boiling methyl alcoholic solution, it gives tetra- 
acetylsalicinphenylmethylamine, long, colourless needles, m. P. 
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140—141°, [a] —19-78° in chloroform, which is transformed by 
methyl alcoholic ammonia into salicinphenylmethylamine, small 
erystals, [«]p* —36-23° when dissolved in acetone. os 
Tetra-acetylsalicin bromide is converted by trimethylamine in 
absolute alcoholic solution into tetra-acetylsalicintrimethylammonium 
bromide, C,5H,0,Ac,°O-C,H,*CH,"NMe,Br, colourless needles, m. p. 
68° after softening at 65°, [«]# —42-28° in aqueous solution.. It 


‘Jishydrolysed by hydrochloric acid (5%) to o-hydroxybenzyltrimethyl- 


ammonium chloride, slender needles (--H,O), m. p. 96°; anhydrous, 
m. p. 200° (decomp. ). H. W. 


Saponins. VII. A. W. van per Haar (Ber., 1922, 55, 
[B], 1054—1066; cf. this vol., i, 160).—It is shown that several 
sapogenins, such as hederagenin and others, are closely related to 
one another and to the terpene hydrocarbons (for example, sesqui- 
terpenes) on the one hand and to phytosterols (sitosterol), 
cholesterol, and phytosterol-like substances (urson, oleanol) on 
the other. Hederagenin is decomposed by distillation with zinc 
dust in a current of hydrogen into sesquiterpenes, carbon dioxide, 
and water, in accordance with the equation Cs 9H,,(OH),-CO,H+ 
H,=2C,;H,,+CO,+2H,0. The sesquiterpene volatile with steam 
which gives the violet coloration of sapogenins and saponins with 
sulphuric acid is to be regarded as the primary product of the 
distillation of hederagenin with zinc dust. During the process it 
undergoes partial conversion into terpene hydrocarbons which 
are not volatile with steam; the violet glacial acetic-sulphuric 
acid reaction passes to bluish-green. The volatile sesquiterpenes 
consist of a mixture of structurally different sesquiterpenes. The 
distillation of hederagenin with zinc dust in an atmosphere of 
hydrogen is most conveniently effected rapidly from a small retort 
heated on a sand-bath. H. W. 


The Optical Activity of Catechins. K. Frist and A. 
FUTTERMENGER (Ber., 1922, 55, [B], 942—944; cf. Feist and 
Schén, A., 1921, i, 117; Freudenberg, A., 1921, i, 576, 577).— 
The observation of the optical activity of catechins in water, 
alcohol, or aqueous acetone is rendered very difficult by the in- 
ability to use any but very dilute solutions. Exact values can 
only be obtained when the hydroxyl groups of the catechin are 
protected by esterification or etherification. 


Preparation of Coumarins. Wo.LrGanG PonnporF (D.R.-P. 
338737; from Chem. Zentr., 1921, iv, 1224—1225).—Phenols or 
phenol ethers are condensed with fumaric or maleic acids or their 
derivatives at temperatures above 120°. In the condensation of 
fumaric acid with phenols, the ortho-hydrogen atom of the phenol 
unites with a carboxyl group of the acid, giving formic acid; ring 
closure and formation of coumarin follows the elimination of water 
from the coumaric acid thus formed. Zinc chloride or, preferably, 


73% aqueous or alcoholic sulphuric acid may be used as con- 
densing agents. By condensation of p-cresol with fumaric acid 
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in the presence of sulphuric acid at 130—180° 6-methylcowmarin, 
m. p. 72—73°, is formed. G. W. R. 


Dyes Containing the Furan Ring. R. R. RENsHAw and 
Neue M. Naytor (J. Amer. Chem. Soc., 1922, 44, 862—864)— 
The authors have repeated the work of Fisher (cf. A., 1878, 51) 
on the furan analogue of malachite-green. Contrary to the results 
of Fisher, they find that tho product obtained by the oxidation 
of tetramethyldiaminodiphenylfurylmethane has a deeper colour 
than malachite-green and that it is an equally stable dye, giving 
handsome effects on silk and wool. Its oxalate and its zincochloride 
were prepared. 


Pyromucic acid was condensed with pyrogallol, giving a yellowish. 


brown powder, m. p. 160°, which is presumably the furan analogue 
of alizarin-yellow-A. It gives a dark tan colour on cotton mordanted 
with turkey-red. W. G. 


The System Furfuraldehyde-Water. GrraLD H. Marys 
(Chem. and Met. Eng., 1922, 26, 779—-784, 841—843).—The 
corrected boiling point of pure furfuraldehyde is 161°7° at 760 mm., 
and dj 1:1598 or d? 1°1545, both values corrected to vacuum. 
The composition-specific gravity tables for solutions of furfur- 
aldehyde in water up to the saturation concentration were deter- 
mined at 20° and 25°, and were subsequently used as a method of 
analysis, accurate to -+-0°02%, in the determination of the mutual 
solubility and boiling-point and condensation-point curves for the 
system furfuraldehyde—water. The solubility of furfuraldehyde in 
water rises from 8:12% at 16° to 8°72% at 27° and 17% at 92°, whilst 
that of water in furfuraldehyde rises from 3°5% at 8° to 54% at 
26°5° and 155% at 96°. The most important data emerging from 
the boiling-point curves of furfuraldehyde—water mixtures are as 
follows. With increasing amount of furfuraldehyde in the solution 
the boiling point gradually falls from 100° to a minimum of 97°9°, 
which is reached at the composition 18°4% furfuraldehyde, at 
which point two layers commence to be formed. Through the 
whole of this range the vapour phase contains a much higher per- 
centage of furfuraldehyde than the liquid, rising to 35% at the 
minimum boiling point. From this point during the whole range 
in which there are two liquid layers, that is, up to 84% of furfur- 
aldehyde, the boiling point and composition of the vapour phase 
remain constant. With higher concentrations than 84%, the 
boiling point rapidly rises until at 161°7° pure furfuraldehyde only 
remains. From the above data it is evident that by taking ad- 
vantage of the great divergence in the boiling-point and con- 
densation-point curves in this system, it is possible to effect readily 
a separation of furfuraldehyde from dilute aqueous solutions by 
fractional distillation, whereby a fraction containing furfuraldehyde 
and water in two layers boiling at 97-°9—100° first distils. The 
aqueous furfuraldehyde layer is separated and the residual aqueous 
layer returned to the still. The aqueous high percentage furfur- 
aldehyde is then dried by redistillation, water passing over first 
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and then furfuraldehyde of constant boiling point. In conclusion, 
the mathematical relations for the distillation of mixtures, as 
developed by Lord Rayleigh, are discussed with reference to the 
furfuraldehyde—water system. G. F. M. 


Preparation of Thionaphthencarboxylic Acids. GESELL- 
SCHAFT FUR TEERVERWERTUNG M. B. H., RUDOLF WEISSGERBER UND 
Orro KRUBER (D.R.-P. 341837; from Chem. Zentr., 1921, iv, 1225). 
—Sodium thionaphthen is treated with carbon dioxide in the 
absence of water, and the carboxylic acids thus obtained are separ- 
ated by their varying acidities or by the fractionation of their 
esters. For example, anhydrous thionaphthen is treated with 
sodamide at 140—150° for five hours in a shaking vessel. A stream 
of dry carbon dioxide is then passed without lowering the tem- 
perature or interrupting the shaking. By treatment of the cooled 
products of reaction with water and toluene, the sodium salts are 
obtained in aqueous solution and the unchanged thionaphthen in 
toluene solution. The thionaphthencarboxylic acids are liberated 
by acidifying. By dissolving in sodium carbonate solution and 
partial acidification, the more strongly acid, thionaphthen-2 : 3- 
dicarboxylic acid is separated from the weaker acid, thionaphthen- 
2-carboxylic acid. The acids may also be separated by fractionation 
of their methyl esters (Weissgerber and Kruber, A., 1920, i, 754). 
Methyl thionaphthen-2-carboxylate has b. p. 176—180°/13 mm. 
Methyl thionaphthen-2 : 3-dicarboxylate has b. p. 214—218°/13 mm. 

G. W. R. 


Space Structural Formule of Chemical Substances in 
General, and of some Alkaloids in Particular. J. J. Lynst 
ZWIKKER (Chem. Weekblad, 1922, 19, 158—162)—Asymmetric as 
well as symmetric molecules may be regarded as harmonious group- 
ings of atoms in space, building up constellations of simple and 
regular form. 

In the cases of the alkaloids cinchonine, quinine, berberine, 
hydrastinine, and narceine, this form is the trigonal bipyramid, 
the 18 carbon atoms being regularly spaced in pairs along the 
nine edges. It is probable that the simplest and most stable 
form of this constellation is represented by the hydrocarbon retene. 


8. I. L. 


The Anhalonium [Cactus] Alkaloids. III. The Consti- 
tution of Anhaline. Ernst Spatu (Monaish., 1921, 42, 263— 
266)—The identity of anhaline with hordenine (A., 1919, i, 548) 
has been confirmed by a direct comparison of the two bases and 
of a number of their derivatives. The picrate has m. p. 139—140°, 
the picrolonate, m. p. 219—220°, the quaternary ammonium com- 
pound with methyl iodide, m. p. 230—231°, and the hydriodide 


of the acetylated base, m. p. 176—177°. EK. H. R. 


Preparation of Tropinonecarboxylic Acid Esters. E. 
Merck and Otro Wo tress (Brit. Pat. 153917).—Ethyl tropinone- 
carboxylate is obtained by the condensation of succinaldehyde, 
methylamine, and ethyl acetoacetate (cf. T., 1917, 111, 762). A 
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mixture of 8°6 parts of succinaldehyde, an alcoholic solution of 
10 parts of methylamine, and 13 parts of acetoacetic ester dissolved 
in 30 parts of alcohol is kept for three days, the product is neutral. 
ised, freed from alcohol, rendered alkaline with aqueous potassium 
carbonate solution, and extracted with chloroform. The tropinone- 
carboxylic ester is then transferred to dilute sulphuric acid solution, 
and back to chloroform, and finally the chloroform is distilled, 
leaving the ester as an oil which gradually solidifies on keeping in 
contact with the air. G. F. M. 


Preparation of Tropinonecarboxylic Acid Esters. E. 
Merck, Orro Woxrss, and Horst MaEper (Brit. Pat. 164757). — 
Ethyl tropinonecarboxylate is obtained by the hydrolysis of one 
ester group in diethyl tropinonedicarboxylate (cf. T., 1917, 111, 
762) and simultaneous elimination of carbon dioxide. Twenty- 
eight parts of the diethyl ester in 50 parts of alcohol are heated 
to boiling with 22 parts of potassium hydroxide solution (1:1). 
After cooling, ice is added, the liquid is acidified with sulphuric 
acid, supersaturated with ammonia, and extracted with ether or a 
chlorinated hydrocarbon. Ethyl tropinonecarboxylate is an oil 
forming a crystalline hydrate, m. p. 63°. G. F. M. 


The Synthesis of Laudanine. Ernst SpitH and NorBrrt 
Lane (Monatsh., 1921, 42, 273—285).—Laudanine was shown by 
Spath (A., 1921, i, 50) to have the annexed formula (I). This 

NMe OH has now been confirmed by synthesis 
ome Vii of the alkaloid. The synthesis de- 
< PP aK >OMe pended on the known method of pre- 
ores. N GC. paring isoquinoline derivatives by 
< y (I.) effecting ring-closure in N-acyl deriv- 

atives of w-phenylethylamine. Homo- 

we Cle veratrylamine, ®-aminoethyl-3 : 4-di- 
methoxybenzene was prepared by Rosenmund’s method (A., 1911, 
i, 34) by condensing 3: 4-dimethoxybenzaldehyde with nitro- 
methane, followed by reduction of the w-nitrostyrene in two stages. 

3-Hydroxy-4-methoxyphenylacetic acid (homozsovanillic _ 
is prepared by condensing isovanillin with hippuric acid in 
presence of sodium acetate and acetic anhydride, whereby the 

— _ lactone of «-benzoylamino-3-acetoxy- 
McOC -oH0< FP h 4-methoxycinnamic acid (II) is 

OAc (IL) CO-0 formed, yellow needles from a 

m. p. 134—136°. When this is 
warmed with 15% sodium hydroxide solution, the acetyl group 
is removed and the lactone ring opened. The resulting a-benzoyl- 
amino-3-hydroxy-4-methoxycinnamic acid forms colourless — 
m. p. 213°5—215°5° (decomp.). When the lactone is boile 
with 23°5% potassium hydroxide, the desired 3-hydroxy-4-methoxy- 
phenylpyruvic acid is obtained, along with resinous products. 
This compound forms a voluminous precipitate when light petroleum 
is added to its ethereal solutions; it has m. p. 183—184'5 (decomp.), 
and decomposes gradually on exposure to air. The ethylcarbonato- 
derivative, in which the hydroxyl group is replaced by the ethyl- 
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carbonato-group, is crystalline, m. p. 143—146°. By oxidation 
of its sodium salt in aqueous solution with hydrogen peroxide, 
3-hydroxy-4-methoxyphenylpyruvic acid was converted into 
3-hydroxy-4-methoxyphenylacetic acid in 80—90% yield ; the product 
forms long needles from ether, m. p. 122°5—124°5°. For con- 
densation with homoveratrylamine, it was converted into its ethyl- 
carbonato-derivative, m. p. 112—113°. 

The 3-ethylcearbonato-4-methoxyphenylpyruvic acid was con- 
verted into the acid chloride and 
the crude product condensed in 
C \CO-CH,< SoMe benzene solution with the above 


pe “\/ 8-aminoethyl-3 : 4-dimethoxybenz- 
rf ? (IIL) ene. The product (III) could not 
evn be purified, but was treated directly 
eo with phosphoric oxide in toluene 


solution. From the products of the reaction was isolated 1-[ethyl- 
N OCO.Et carbonatoisovanillyl]-6 : 7-dimethoxy- 
rs F ee 2 3: 4-dihydroisoquinoline (IV), which 
Dai ae ome forms a crystalline hydrochloride, 
— ee m. p. 193:5° (decomp.). The base 
— > (IV.) was ae ere Repair 
(Me OMe quinolinium iodide, which could no 
be obtained pure, and thence into 
the corresponding chloride, which forms a salhchonsededh, yellow, 
crystalline double salt with platinum chloride. The methyliso- 
quinolinium chloride was reduced with tin and hydrochloric acid, 
giving a mixture of laudanine and its ethylcarbonato-derivative, not 
all of which was hydrolysed during the reduction. The laudanine 
was proved to be identical with natural laudanine. E. H. R. 


Alkaloids of the Pareira Root. II. itsoChondodendrine. 
Franz Fattis and Frerrx Neumann (Monatsh., 1921, 42, 311— 
376; cf. Faltis, A., 1912, i, 796; Scholtz, A., 1913, i, 87, 385; 
1915, i, 450).—A long historical account is given of the alkaloids 
of the pareira root, which have been known as bebeerines. It is 
shown that these alkaloids are different from that obtained from 
the bark of Nectandra Rodiwi, the so-called bebeerin tree, and 
that the true source of pareira root is Chondodendron platyphyllum. 
For this reason, it is proposed to substitute the names «-, B-, and 
isochondodendrine for the alkaloids formerly known as «-, B-, 
and isobebeerine, respectively. 

isoChondodendrine (and probably «- and f£-chondodendrine) 
has the composition C,gH,,NO,, which has been resolved into 
OH:C,,H,,ONMe-OMe. Starting from the hypothesis that iso- 

CH. NM chondodendrine is related to lauda- 
— ine, i have the following con- 

Me nosine, it may h g 
CH Pon CH figuration (attached formula, I). 
Methylation in the hydroxy! group, 


-O- without formation of a quaternary am- 
“L \—/(0Me) monium compound, was only accom. 
plished with diazomethane. Methyl- 
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isochondodendrine forms a crystalline crust, m. p. 256—257°, [a} 
—36-8° inalcohol. Its methiodide has [«]i$ —7° in 50% alcohol. De. 
CH composition of the quaternary ammonium 
Meg compound by Hofmann’s method (heating 
CH, CH—CH with aqueous sodium hydroxide), gave an «. 
—<X Fam and a @-methine differing in some respects 
4 DOK from those described by Scholz (loc. cit.). The 
“ie «-methine (annexed formula [II], according 
.) 2 to the above hypothesis) is optically inactive, 
m. p. 204—205°. It forms tabular, triclinic crystals [a:b:c= 
1-6996 : 1: 1-2908; «91° 54’; B=103° 27’; y=91° 20’). The 
CH. NMe 6-methine (III), m. p. 167—168-5°, has 
4 2 . 2 [x], +353° in pyridine, +359° in alcohol, 
cHe Pou CH, With sulphuric acid, the a-methine gives 
rr rn. a deep red solution on warming, suddenly 
< Pr. ? changing to blue. Scholz attributed this 
— (OMe) reaction to the active 6-methine, which does 
ne 2 not show it. The a-methine by reduction 
with sodium and alcohol gave the «-dihydromethine, m. p. 211-5—212°, 
which was also obtained by reduction of methylisochondodendrine 
methochloride with sodium amalgam. It forms small tetragonal 
crystals [a:c=1:0-38257]. Its hydrochloride forms a double 
chloride with gold chloride, Cy»H,,0,N,HAuCl,. 
By reduction of the methiodides of the mixed a- and 8-methines 
with powdered sodium hydroxide in methyl alcohol, a nitrogen. 
free compound, C,,H,,03, containing two ethylene _linkings, 
was obtained; tabular six-sided monoclinic crystals [a:b:c= 
0-8271 : 1: 0-8416; B=—99° 35’]; it does not melt below 312°. The 
C formula IV is suggested. Reduction of the 


CHAZ iy CH=—cH ° %-dihydromethine gave a similar compound, 
sean? C,,H,,03, containing only one double bond. 
Yea, Se” cm, has no m. p. and forms tabular, mono- 


:, i, / Clinic crystals [a:b : c=0-8470 : 1 : 0-6160; 
(IV). (OMe), 8=97° 453’]. The constitution suggested is 

that of IV with the -CH:CH- bridge reduced. 

Oxidation of the compound C,,H,,0, with potassium permanganate 
gave a tricarboxylic acid, C,,H;0(OMe),(CO,H),, m. p. 177-5—178°, 
which forms an anhydride, m. p. 244—245°, and a trimethyl ester, 
m. p. 100—-102°. Demethylation of the tricarboxylic acid gave a 
dihydroxydicarboxylic acid showing the colour reactions of catechol, 
and therefore having the two hydroxyl groups in the ortho- 
position to each other. By fusion with potassium hydroxide, 
the tricarboxylic acid gave a good yield of p-hydroxybenzoic acid, 
and after methylation of the residue a trimethoxybenzoic acid, 
OMe m. p. 141—143°, was isolated, which 

ones appears to be the hitherto unknown 


co,HY 2:3: 5-trimethoxybenzoicacid. Inall 


ee 


A probability, therefore, the above tri- 
(V-) HO,C CO,H carboxylic acid hasformula V. This 
leads unexpectedly to the formula (VI) for methylisochondodendrine, 


/ 
MeO 
Me 


salicy 
condi 
obtai 
p-cres 
simile 
there 
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0. in which the oxygen bridge is in an 

| CH unusual position. It had been expected 

2 that the oxygen bridge would be as in 

( ¥' CH, ( 4 formula I, but if this were the case, 

- BMeO NMe salicylic acid should have been obtained 
"A Youce”” instead of p-hydroxybenzoic acid in the 

’ ove 2 above potassium hydroxide fusion. At- 

(VI) tempts to detect isomeric change of 

salicylic acid into p-hydroxybenzoic acid under similar experimental 


conditions gave negative results. Confirmation of the formula was 
obtained by distilling isochondodendrine with zinc dust when 
p-cresol was obtained. The formula of isochondodendrine will be 


Esimilar to VI with (OH) in place of one of the (OMe) groups, but 
E. H. R. 


there is no evidence to show which. 


The Constitution of Ricinine. Ernst SpitnH and ErRiIcH 
TscHELNITZ (Monatsh., 1921, 42, 251—262).—Ricinine has generally 
been regarded as the methyl ester of ricinic acid, and different 


. formule have been proposed for it, (I) by 

Mh Oa TDN Maquenne and Philippe (A., 1905, i, 80) 
CH== and (II) by Bottcher (A., 1918, i, 304). To 

(L) throw more light on the structure of this 

C0,Me-C C-CH alkaloid, the synthesis of the decomposition 

| N ] products, C,H,O,N, obtained by Winter- 

tI stein and others (A., 1919, i, 500) by 

NMe°C-CH _ hoiling ricinine with 57-4° sulphuric acid, 

(II.) and C,H,O,N obtained by Maquenne and 


Philippe by heating ricinic acid with hydrochloric acid, has been 
attempted and successfully accomplished. The latter compound is 
= shown to be identical with a pyridone of formula 
HOY SNMe (III) or (IV), whilst the compound C,H,O,N is 
\ o the O-methyl derivative of either III or IV. 
The synthesis was accomplished as follows. 2 : 4- 


(IIL) Dihydroxypyridine was converted into the corre- 
Via sponding dimethoxy-derivative by treating its silver 
x MMe salt with methyl] iodide in ethereal solution. The 
~OH dimethyl ether was characterised by the prepara- 
(IV.) tion of its picrolonate, m. p. 148—149°. By 


mm further treatment of this compound with methyl 
iodide, it was converted directly into 4-methoxy-l-methyl-1 : 2- 
dihydropyrid-2-one or 2-methoxy-1-methyl-1 : 4-dihydropyrid- 
4one identical with the ricinine derivative, C;H,O,N, m. p. 
l13—114°; It forms a picrate, long, yellow, felted needles, 
m. p. 154—155°, and a picrolonate, golden-yellow crystals, m. p. 
126-5° (decomp.). When heated with fuming hydrochloric acid 
at 140° in a sealed tube, the compound is demethylated, forming 
a compound, C,H,O,N, identical with that obtained by Maquenne 
and Philippe from ricinic acid. A comparison of the boiling 
point of the compound C,H,O,N, 161—162°/16 mm., with those 
of 1-methyl-1 : 2-dihydropyrid-2-one, 126-5°/14-5 mm., and of 
the corresponding pyrid-4-one, 223—224°/15 mm., leads to the 
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conclusion that the compounds under consideration corres 
with formula (III) rather than (IV). 

The methyl groups of ricinine being thus accounted for in the 
decomposition product C,H,O,N, it follows that ricinine cannot 
be, as hitherto supposed, the methyl ester of a carboxylic acid 
and the formule hitherto proposed must be rejected. The eag 
of hydrolysis of the methoxyl group may be accounted for by 
fusion of the pyridine ring with another ring, in all probability a 
glyoxaline ring, as suggested by Béttcher. These and _ other 
properties of ricinine may be summarised in either of the two 
formule : 

CH—C——N CH—C—= 
i l i 
MeO-0 NCH,” or MeO-C NMe 
CH—CH CH=—C——-C 
KE. H. R. 


Taxine, the Alkaloid from the Yew, Taxus baccata. |. 
KE. WINTERSTEIN and D. IatripEs (Z. physiol. Chem., 1921, 117,5 
240—283).—Taxine, obtained in yield of 0-7—1-4% from dried 
yew-needles, has the formula C3,H,,0,)N. It has not been possible 
to obtain it or its salts in a crystalline condition. The amorphous 
base sinters at 97° and melts at 105—110°, [«], +53-15° in 1% 
sulphuric acid, +-51-52° in absolute alcohol. With dilute organic! 
and inorganic acids, cinnamic acid, acetic acid, a substance having 
reducing properties, and a resinous product are formed. With 
sodium hydroxide in the cold, cinnamic acid is produced in small 
amounts. When heated by itself, taxine gives rise to a product 


containing nitrogen. On reduction, it unites with two molecules§ 


of hydrogen, forming a compound, Cy,H;,0,)N; thus indicating 
the presence of two double bonds. Similarly, a yellow, amorphous 
compound, C37H;,0,;,>NBr,, m. p. 125—130° (decomp.), is formed 
on bromination. Acetic anhydride produces an acetyl derivative 
of uncertain constitution, which with alcoholic potassium hydroxide 
yields a molecular proportion of cinnamic acid. Methyl iodide 
gives a white methiodide, C,,H;,0,)N,CH,I, m. p. 122—125°9) 
which with alkali hydroxide yields a white, flocculent produc,f) 
C37H,,049, m. p. 120—140°, methylamine being eliminated. Oxida- 
tion with hydrogen peroxide results in the formation of a reducing 
compound which with phloroglucinol and hydrogen chloride gives 
a crystalline compound, light brown needles, m. p. 123°. With 
potassium permanganate, benzamide, benzoic acid, acetic acid,§. 
oxalic acid, and benzonitrile are formed and also a substance 
which with phenylhydrazine yields a compound, (CjH,ON)z, white, 
glistening scales, m. p. 185°. W. O. K. 


Additive Compounds of s.-Trinitroanisole with Tertiary 
Bases. M. Grvua (Gazzetta, 1922, 52, i, 182; cf. A., 1921, 1, 
592; Kohn and Grauer, A., 1914, i, 83; 1915, i, 836; Walther, 
A., 1915, i, 836, 993).—When treated with alcoholic platinum 
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thloride solution, the additive compound of s.-trinitroanisole with 

pyridine yields pyridinemethylchloride platinichloride, 
(C;H;N,CH,Cl),PtCl, 

(cf. Bally, A., 1888, 964). T. . PB. 


Pyridinium Salts derived from some Chloroacetylamino- 
compounds. EpwakbD DE Barry BARNETT and JAMES WILFRED 
Cook (T., 1922, 121, 792—797). 


The Products of the Benzoylation of 2-Aminopyridine. 
4, E. TscHITSCHIBABIN and J. S. Byxtmvx«rn (Ber., 1922, 55, [B], 
998—1002).—The action of benzoyl chloride or benzoic anhydride 
on 2-aminopyridine under very varied conditions leads to the 
production of a mixture of dibenzoylaminopyridine, slender needles, 
m. p. 166—167°, and 2-benzoylaminopyridine, C,H,N-NHBz, 
large, colourless needles, m. p. 87° (platinichloride, orange-coloured 
needles, m. p. 230° [decomp.], picrate, yellow needles, m. p. 193°). 
[The constitution of the substance is deduced from the observation 
‘that it is converted by the successive action of methyl iodide and 
alkali hydroxide into 1-methyl-2-pyridone-2-benzoylimide, 


Itis almost devoid of basic properties, and is characterised by the 
ease With which it loses a benzoyl group and passes into benzoyl- 
aminopyridine, m. p. 87°. When treated with platinum chloride 
in concentrated aqueous hydrochloric acid solution, it yields the 
s{Platinichloride of the monobenzoyl derivative. It is not possible 
at present to decide between the alternative formule Owe 
H. W. 


iveg and NBz-C;H,NBz. 


4:6-Diphenyl-2-methylpyridine. C. GastTaLtpi (Gazzetta, 
1922, 52, i, 169—175; cf. this vol., i, 367).—The author has 
investigated the interaction of acetophenone and acetic anhydride 


‘da-42 presence of sublimed ferric chloride, the product of which is 


ino egarded by Dilthey (A., 1916, i, 829) as a ferric chloride compound 
‘ves 2:6-diphenyl-4-methylpyrylium chloride of the constitution 
PelO< Oro >CPh. The author considers that this reaction 
is analogous to that occurring between dypnone and benzoyl 
thloride in presence of sublimed aluminium chloride with formation 
of2: 4 : 6-triphenylpyrylium chloride, and that the acetic anhydride, 
ating as a condensing agent, first converts the acetophenone into 
dypnone. This view is supported by the fact that the action of 
“etic anhydride on dypnone yields the ferric chloride compound 
of 4:6-diphenyl-2-methylpyrylium chloride. The constitution 
attributed to this compound by Dilthey is, therefore, erroneous, 
the mistake being the result of an earlier one made by von Meyer 
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and Irmscher (A., 1908, i, 911), who wrongly described as 4:6. 
diphenyl-2-methylpyridine, a compound of another structup, 
Thus the action of ammonia on the pyrylium salt obtained from 


either acetophenone or dypnone by the action of acetic anhydride | 


yields 4 : 6-diphenyl-2-methylpyridine, m. p. 185°, which Dilthey 
regarded as 2: 6-diphenyl-4-methylpyridine. Further, the cop. 
pound which Dilthey considered to be the ferric chloride compound 
of 2: 6-di-p-anisyl-4-methylpyrylium chloride is probably the 
corresponding compound of 4: 6-di-p-anisyl-2-methylpyryliun 


chloride. 

4 : 6-Diphenylpyridine-2-carboxylic acid, NO ee CHS cri, 
obtained by the action of potassium permanganate on 4 : 6-dipheny. 
2-methylpyridine in presence of acid, crystallises in colourless 
needles, m. p. 150°; when the sodiwm salt is heated in a vacuum 
with the calcium oxide, it yields 2: 4-diphenylpyridine, which 
forms a dense, pale yellow liquid, and gives the hydrogen sulphate, 
C,,H,,N,H,SO,, needles, m. p. 245° (slight browning). T. H. P. 


2-p-Dimethylaminostyrylpyridine Methiodide, a New 
Photographic Sensitiser. W1tL1am Hopson Mii1s and Wits 
JACKSON Pops (T., 1922, 121, 946—947). 


Preparation of Hydrogenated 2-Phenylquinoline-4-carb- 
oxylic Acid, its Homologues, and their Salts. Fritz Zvcx. 
MAYER (D.R.-P. 342048; from Chem. Zentr., 1921, iv, 1225— 
1226).—2-Phenylquinoline-4-carboxylic acid, or its derivatives 
containing alkyl or alkoxyl in the quinoline group, are treated 
with reducing agents and the tetrahydroquinolinecarboxylic acids 
thus obtained are changed into their alkali or alkaline-earth salts. 
Acid, alkaline, or electrochemical reducing agents may be used. 
The resulting phenyltetrahydroquinolinecarboxylic acids are more 
soluble in dilute acids than their parent compounds and form 
slightly soluble nitroso-derivatives. They can be acetylated. 
The reduction of 2-phenylquinoline-4-carboxylic acid, either by 
iron and hydrochloric acid, by sodium amalgam, or electrochemically 
in alkaline solution, gives 2-phenyltetrahydroquinoline-4-carborylic 
acid, white, felted needles, m. p. about 149°; lithiwm salt, white 
tasteless powder. Reduction of 8-methoxy-2-phenylquinoline-4- 
carboxylic acid by zinc and sodium hydroxide solution gives 
8-methoxy-2-phenyltetrahydroquinoline-4-carboxylic acid ; it crystal- 
lises in white needles, m. p. 185—186°. The acids and their salts 
have therapeutic uses as antipyretics and eliminators of uric acid. 


G. W. RB. 


Polynuclear Heterocyclic Aromatic Types. I. Some 
Indenoquinoline Derivatives. James Witson ArmitT and 
RoBert Rosinson (T., 1922, 121, 827—839). 


Benzoxazole Derivatives. SizGFRIED SkrRaup and Mariz 
Moser (Ber., 1922, 55, [B], 1080—1101; cf. Skraup, A., 1919, 
i, 598).—A description of attempts to prepare benzoxazyl phenyl 


keto! 
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-¢.f ketone and a further account of the influence of substituents on 
I the opening of the benzoxazole ring. 


Attempts to prepare benzoxazyl phenyl ketone by converting 
2.aminobenzoxazole into the corresponding nitrile and treatment 
of the latter with the requisite Grignard reagent were rendered 
‘I wsuccessful by the apparent impossibility of diazotising the 
amino-substance. 

Benzoxazole-2-carboxylic acid, colourless crystals, m. p. 85°, is 
obtained in small amount by the action of potassium perman- 
ganate on 2-methylbenzoxazole, but is more conveniently prepared 
by the oxidation of 2-0-hydroxyphenylbenzoxazole (long, pale pink 
needles, m. p. 123°, obtained by heating o-aminophenol with salicyl- 
.B amide); the potassiwm, silver, mercurous, mercuric, lead, and copper 
salts are described. The potassium salt is converted by thionyl 
chloride into benzoxazole-2-carboxyl chloride, m. p. 85°. The latter 
substance mainly suffers reduction when treated with magnesium 
phenyl bromide ; in cold solution it is possible to obtain benzoxazyl- 


diphenylcarbinol, CoH, <Q >C-CPh,-OH, colourless crystals, m. p. 
157°, in small amount, but the main product is 2-hydroxymethyl- 
benzoxazole, CoH, <6 >C-CH,-0H, m. p. 125°, and this is formed 


exclusively when the action is carried out in warm solution. Benz- 
oxazole-2-carboxyanilide, m. p. 156—157°, is reduced in a similar 
manner by magnesium methyl iodide with the formation of benz- 


omzole-2-aldehydeanil, CH,<W>C-CH:NPh, m. p. 153°. 


Greater success was met in a series of experiments which depend 
on the reactivity of the methylene hydrogen atoms of 2-benzyl- 
'} benzoxazole. The latter is converted by p-nitrosodimethylaniline 


into the compound, CgH,< 0 >C-CPh:N ‘C,H, NMe,, slender, lustrous 
needles, incipient decomp. 150°, by 2: 4-dinitrophenyldiazonium 
slphate into the substance, CgHy<¢>C-CPh:N-NH-CH,(NOp)s, 


8 yellow crystals, m. p. 140°, and by amy] nitrite and sodium ethoxide 
into benzoxazyl phenyl ketoxime, m. p. 193°. The latter substance 
is converted by absolutely anhydrous acetic acid at 190° into the 
desired benzoxazyl phenyl ketone, but the reaction appears to be 
influenced to an unusual extent by the presence of traces of moisture. 

2-Ethylbenzoxazole, from o-aminophenol and propionitrile at 
205—210°, has b. p. 210°, d?°1:081. 2-8-Naphthylbenzoxazole has 
m. p. 115—116°, 2-p-nitrophenylbenzoxazole, long needles, m. p. 
260°, is obtained from o-aminophenol and p-nitrobenzonitrile at 
135—140°; the preparation of the corresponding m- and p-nitro- 
compounds in this manner does not appear to be possible, but 
2-m-nitrophenylbenzoxazole, m. p. 207°, is obtained from o-amino- 
phenol and m-nitrobenzoyl chloride. 

The velocity of hydrolysis of benzoxazole and its 2-substituted 
derivatives by hydrochloric acid (20°2%) has been measured at 
61° and 108°. The reaction is apparently unimolecular, since 
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water is present in large excess; its velocity depends greatly on 
the substituent and gives a measure of the valency demands of the 
latter. 


Thiazoles. I. Derivatives of 2-Phenylbenzthiazole. Syn- 
thesis of an Analogue of Cinchophen (Atophan). Marstoy 
T. Bogert and EManuet M. ABRaHaAmMsoNn (J. Amer. Chem. Soc., 
1922, 44, 826—837).—The most satisfactory method of preparing 
2-phenylbenzthiazole is by the fusion of benzanilide or benzylidene. 
aniline with sulphur. The product obtained by its nitration is 
shown to be the 6-nitro-derivative (cf. Nageli, A., 1895, i, 347), 
When reduced, the nitro-derivative yields 6-amino-2-phenylbenz. 
thiazole, giving an ace/yl derivative, m. p. 214° (corr.). On fusion 
with potassium hydroxide, the amine gives benzoic acid and no 
aminobenzoic acid. Further, it couples only once with diazotised 
p-nitroaniline, giving p-nitrobenzeneazo-6-amino-2-phenylbenzthiazole, 
m. p. 196° (corr.), and its acetyl derivative, m. p. 203° (corr.), 
Finally, 6-aminophenylbenzthiazole gives a benzylidene derivative, 
m. p. 151° (corr.), which when fused with sulphur yields 2: 2- 
diphenylbenzbisthiazole (cf. Green and Perkin, T., 1903, 83, 1207). 
These facts establish the position of the amino- and consequently 
of the nitro-group. On nitration the bisthiazole yields 4-nitro- 
2 : 2-diphenylbenzbisthiazole, m. p. 262° (corr.), which on reduction 
gives 4-amino-2 : 2-diphenylbenzbisthiazole, m. p. 285—287° (corr.), 
giving an acetyl derivative, m. p. 250—253° (corr.). The positions 
of the nitro- and amino-groups in these compounds were established 
by the fact that, on fusion with potassium hydroxide, the amine 
did not give any aminobenzoic acid. 

6-Amino-2-phenylbenzthiazole on methylation under pressure 
with methyl alcohol and hydrochloric acid gives 6-dimethylamino- 
2-phenylbenzthiazole, m. p. 185° (corr.), but no quaternary salt 
could be obtained. On bromination 2-phenylbenzthiazole gives a 
tetrabromide, m. p. 125° (decomp.), which when boiled with dilute 
acetic acid loses bromine and hydrogen bromide, yielding 6-bromo- 
2-phenylbenzthiazole, m. p. 152° (corr.), which was also obtained 
by the Sandmeyer reaction from 6-amino-2-phenylbenzthiazole. 
Similarly, by the Sandmeyer reaction 6-cyano-2-phenylbenzthiazole 
was prepared and this, on hydrolysis, yields 2-phenylbenzthiazol- 
6-carboxylic acid, m. p. 261—263° (corr. decomp.), giving a methyl 
ester, m. p. 153—154° (corr.). With iodine in acetic acid 2-phenyl- 
benzthiazole gives a very unstable di-iodide, m. p. 84°5° (corr.). 
With acetyl chloride 2-phenylbenzthiazole gives an additive com- 
pound, which readily loses acetyl chloride again on warming or on 
shaking with water. 

The 6-carboxylic acid mentioned above is structurally analogous 
to cinchophen («-phenylcinchoninic acid), and it is hoped that it 
may show useful therapeutic properties.  W. G. 


Rhodanine. II. Cu. Granacurer, H. Reis, and E. Poot 
(Helv. Chim. Acta, 1922, 5, 3832—391).—-The red dye resulting from 
the oxidation of rhodanine by means of ferric chloride (A., 1920, 
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j, 252) is of the indigoid type. Thus the product obtained from 
N-phenylrhodanine was purified by conversion into a soluble 
reduction product by means of sodium hyposulphite, followed by 
oxidation with air. Analytical data, but no formula, are supplied 
for the magenta-like powder, with a green reflex, so prepared. 
It, and the following condensation products of rhodanines with 
x-diketones, are very easily converted by alkali into com- 
pounds only slightly coloured. N-Phenylrhodanine-«-acenaph- 
PhN-CON wepn-CO oad aoc 
thenequinone, L. .C20< , needles, yields a _ dinitro- 
CS°S Cio He, 
derivative, C,,H,O,NS,(NO,)., m. p. 342° (decomp.). Rhodanine- 
wacenaphthenequinone, C,;H,O,NS,, forms red needles. Imido- 
acetyldi-N : N-rhodanine-«-acenaphthenequinone, 
CON en -S— G8] 
| CHe< 5 >< C9. | Nac, 
forms scarlet leaflets. Iminodi-N : N-rhodanine-«-acenaphthenequin- 
CO S—Cs 
° ] r Say oe * 

one, | Coe POC. NH, crystallises in dark red 
needles. 

a-Oximino-N-phenylrhodanine, Cy;H,gO,N.S,, forms golden-yellow 
needles, m. p. 181°; its silver salt exists in two forms, respectively 
yellowish-brown and reddish-orange; ethyl ether, C,H, 0,N,S,, 
is ern, m. p. 130°.  «-Nitro-N-phenylrhodanine, 

Ne 
rag go> CHENOs, from the preceding oximino-compound and 
nitric acid, forms light yellow needles, m. p. 207° (decomp.). 


NH: 
u-Oximinorhodanine, he gol OH, forms yellow needles, m. p. 


151—153°; the silver salt exists in two forms. Reduction of the 

oximino-compound with zinc dust and acetic acid would seem to 

yield a rhodanine—purpuric acid (cf. Knorr, Annalen, 1887, 238, 
PhN-CO 

192). a-Oximino-N-phenylthiohydantoin,  py-db—g >C:NOH, 


forms yellow needles, m. p. 199—200°. J. K. 


Linear Benzonaphthaparathiazine [8$8-Naphthaphenthi- 
azine], K. Fries and F. KerKxow (Annalen, 1322, 427, 281—302; 
3 cf. og 0 = Te “ee oy 

i, 449; Ludwig-Semeli¢é, 1921, i, 448, 689). 
(\AN/ NAS Lt) —Lhis (I) is “the only one of the three 
fais 2} *"" possible naphthaphenthiazines which has 
\Y le nd 00" previously been prepared. Its prepara- 

tion is now described and general methods 
for obtaining its substitution products are indicated. 

3-Chloro-2-anilino-1 : 4-naphthaquinone (prepared from 2: 3-di- 
chloronaphthaquinone and aniline) reacts with sodium sulphide, 
giving 2-anilino-3-mercapto-1 : 4-naphthaquinone, which is char- 
acterised by an S-methyl derivative, m. p. 143°. The mercaptan 
undergoes oxidation when air is led through a boiling alcoholic 
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co Ss — and om, ee ee 

: Ll-quinone , which forms steel-blue 

yoy bl \ (II iba p. 808°. On further oxidation by 
means of hydrogen peroxide, this substance 

\/  ¥e yields a sulphoxide, an amphoteric substance 
melting above 360°, and a sulphone, an 

orange-red, acidic compound, which also melts above 360°, 
12- Methyl - 88 -naphthaphenthiazine-6:11-quinone, _ reddish-blue 
needles, m. p. 197°, is prepared by directly methylating the thiazine 
(II) with methyl sulphate in the presence of magnesium oxide, 
Halogen derivatives of the thiazine containing the halogen atom in 
the 3-position are prepared by isomeric change of the halogen salts 
of the sulphoxide. 3-Chloro-88-naphthaphenthiazine-6 : 11-quinone 
forms small, stout, blue needles, m. p. 303°, and 3-bromo-6s. 
naphthaphenthiazine-6 : 11-quinone, steel-blue needles, m. p. 309°. 
6 : 11-Dihydroxy-88-naphthaphenthiazine, small, colourless crystals, 


m. p. 192° (diacetyl derivative, m. p. 258°; 
CO,Et dimethyl ether, m. p. 134°), is obtained by 
Oo 8 reducing the quinone with stannous chloride 


4\A\A4\/™\. and acetic acid or with alkaline hyposulphite; 
| atmospheric oxidation reconverts it into the 


\A\/4\/\7/ quinone. The action of ethyl chloroformate on 
O N the sodium salt of the quinol gives rise to 
Go! (IU) the 11 : 12-lactam of ethyl 88-naphthaphenthiazine- 

6 : 11-dicarboxylate (III), which forms greenish- 
yellow needles, m. p. 203° (decomp.). Complete reduction of 
the quinone with stannous chloride yields 88-naphthaphenthiazine, 
yellow needles, m. p. 277°. 

A corresponding series of compounds containing an amino- or 
acetylamino-group in position 3 is described; these substances 
are obtained by a similar series of reactions starting from 2 : 3-di- 
chloronaphthaquinone and p-phenylenediamine (or monoacety]- 
p-phenylenediamine) instead of from 2 : 3-dichloronaphthaquinone 
and aniline. 3-Chloro-2-p-aminoanilino-1 : 4-naphthaquinone forms 
bluish-violet crystals, m. p. above 360°. 3-Chloro-2-p-acetylamino- 
anilino-1 : 4-naphthaquinone forms small, purplish-red crystals, m. p. 
271° (decomp.). 2-p-Acetylamino-3-mercapto-1 : 4-naphthaquinone 
gives a S-methyl ether, m. p. 243°. 3-Acetylamino-88-naphtha- 
phenthiazine-6 : 11-quinone forms green needles which decompose 
above 290° (sulphoxide, m. p. 330°, decomp., sulphone, m. p. above 
360°). 3-Amino-88-naphthaphenthiazine-3 :10-quinone sinters at 
240°, m. p. 290° (decomp.). 3-Acetylamino-6 : 11-dihydroxy-88- 
naphthaphenthiazine is characterised by its green hydrochloride, 
and by acetylation to 3-acetylamino-6 : 11-diacetoxy-88-naphtha- 
phenthiazine, m. p. 257° (decomp.). 3-Amino-88-naphthaphen- 
thiazine is a yellow powder, m. p. 280° (decomp.) [hydrochloride is 
pale olive-green; the acetyl derivative forms greenish-yellow 
crystals, m. p. 285° (decomp.)]. 

When a current of air is passed through a boiling solution of 
3-amino-$8-naphthaphenthiazine oxidation occurs and the 3- 
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S H tmino-compound (IV) is precipitated. It 
/\/\7 \fZ\ forms small, dark blue crystals, m. p. 290° 
| | | Y (IV.) (decomp.), and on warming with alka- 
ws / 7 \7 line hyposulphite passes back into the 

N aminothiazine. C. K. I. 

Preparation of Intermediate Products and Colouring 
Matters. Socrery ror CuEmicaL InDusTRY IN BaSLE (Fr. Pat. 
521281; from Chem. Zentr., 1921, iv, 1271—1272).—Monoacyl 
derivatives are prepared from diaminodiarylsulphones, obtained 
from m-phenylenediamine, by treatment with acylating agents. 
Monoacetyl-2 : 5-diaminophenyl-1-p-tolylsulphone is obtained from 
9: 5-diaminophenyl-p-tolylsulphone (D.R.-P. 282214) and acetic 
anhydride, ethyl acetate, or acetic acid; it forms crystals, m. p. 
182—183°. Other derivatives are prepared similarly. Mono- 
benzoyl-2 : 5-diaminophenyl-p-tolylsulphone has m. p. 186°. Mono- 
phthaloyl-2 : 5-diaminophenyl-p-tolylsulphone is transformed by re- 
crystallisation from acetic acid into the anil, m. p. 232°. Mono- 
acetyl-2 : 5-diaminophenyl-p-chlorophenylsulphone has m.p. 198—199°. 
Monophthaloyl-2 : 5-diaminophenyl-p-chlorophenylsulphone gives an 
anil, m. p. 233°. Monoacetyl-1 : 4-naphthylenediamine-2-p-toluene- 
6(7)-sulphonic acid gives a colourless sodium salt. Colouring 
matters are obtained from their diazo-compounds and 2-naphthyl- 
amine or its derivatives, such as 2-amino-3-hydroxynaphthalene- 
6-sulphonic acid, 2-naphthylamine-6-sulphonic acid, etc. 

G. W. R. 

Preparation of Ethers of p-Hydroxyphenylcarbamide. 
J. D. Riepet, Axt.-Gres. (D.R.-P. 339101; from Chem. Zentr., 
1921, iv, 1324)—The carbamides of p-aminophenol are con- 
verted into hydroxyalkyl ethers by the usual methods for the 
preparation of phenolic ethers. For example, p-hydroxyphenyl- 
hydroxyethylcarbamide is prepared from p-hydroxyphenylcarbamide, 
ethylene chlorohydrin, and sodium methoxide solution at 100°; 
p-hydroxyphenyldihydroxyethylcarbamide (spherical aggregates, m. p. 
155—156°), from p-hydroxyphenylearbamide, glycerol-«-mono- 
chlorohydrin, and sodium methoxide solution at 100—110°. 

G. W. R. 


Changes in the Sweetness of Dulcin (p-Phenetolecarb- 
amide) caused by Chemical Alterations of the Molecule 
and the Sweetening Power of Derivatives of p-Hydroxy- 
phenylearbamide. Cari Spreckan (Ber. deut. pharm. Ges., 
1922, 32, 83—107).—Replacement or substitution of the ethyl 
group of p-phenetolecarbamide led to the complete suppression 
of the sweet taste of this substance in every case investigated 
with the exception of §-bromo-p-phenetolecarbamide, which was 
also very sweet, and benzoyl-p-hydroxyphenylcarbamide which had 
a faintly sweet after-taste. Aromatic amino-derivatives prepared 
from the above bromo-dulcin, having the constitution 

NH,°CO-NH-C,H,°O-CH,°CH,-NHR, 
were quite tasteless, whilst the complete replacement of the ethyl 
x2 
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group by such groups as -CO,Et, -CO-NPhz, etc., as also replace. 
ment of the end methyl group by acetyl or phenyl, likewise gaye 
substances in which the sweet taste of dulcin was entirely sup. 
pressed. The preparation of the following substances is described, 
8-Bromo-p-phenetolecarbamide, NH,°CO-NH-C,H,°O-CH,°CH,Br, 
from p-hydroxyphenylearbamide and ethylene dibromide, white 
needles, m. p. 162—164°. Ethylene dicarbamidophenyl ther, 
C,H,(O°C,H,-NH-CONH,),, a by-product of the above preparation, 
forms pale red needles, m. p. 342°. 8-Anilino-p-phenetolecarbamide, 
from the 8-bromo-derivative and aniline, forms fine, white needles, 
m. p. 230°. 8-p-Phenetidino-p-phenetolecarbamide, has m. p. 215° 
8-p-Toluidino-p-phenetolecarbamide, has m. p. 180°. 8-o0-T'oluidino. 
p-phenetolecarbamide, has m. p. 228—230°. 8-m-Toluidino-p. 
phenetolecarbamide, has m. p. 215°. §-m-Xylidino-p-phenetok. 
carbamide, has m. p. 255°. p-Carbamidophenyl ethyl carbonate, 
NH,°CO-NH-C,H,:0-CO-OEt, from p-hydroxyphenylcarbamide, 
sodium ethoxide and ethyl chloroformate, forms white needles, 
m. p. 158°. p-Carbamidophenyl diphenylcarbamate, 
NH,°CO-NH-C,H,°0-CO-NPh,, 

forms white crystals, m. p. 240°. Ethyl «-p-carbamidophenoxy. 
butyrate, NH,-CO-NH:-C,H,°O-CHEt-CO,Et, from p-hydroxyphenyl- 
carbamide and ethyl «-bromobutyrate in presence of potassium 
hydrogen carbonate, forms white crystals, m. p. 90°. p-Carbamido. 


phenylglycide ether, NH,-CO-NH-C,Hy0-CH,CH< 118, from 


p-hydroxyphenylearbamide and epichlorohydrin in presence of 
sodium ethoxide, has m. p. 235°. Benzoyl-p-hydroxyphenylcarb- 
amide and _ benzoyl-p-hydroxyphenylbenzoylcarbamide were both 
obtained by the action of benzoyl chloride on hydroxyphenylcarb- 
amide, and have m. p. 148° and 226—228°, respectively. p-Carb- 
amidophenoxyacetophenone, formed by the action of w-bromoaceto- 
phenone on hydroxyphenylcarbamide and sodium ethoxide, has 
m. p. 140°. p-Nitrophenoxyacetone, prepared by the action of 
chloroacetone on p-nitrophenol in presence of sodium amyloxide, 
has m. p. 82°, and gives a semicarbazone, m. p. 225°, a phenylhydr- 
azone, m. p. 155°, and an oxime, m. p. 105°. On catalytic hydro- 
genation, it was reduced to p-aminophenoxyacetone, 
NH,°C,H,°O-CH,°COMe, 
white leaflets, m. p. 236°, and this, on treatment with hydrochloric 
acid and potassium cyanate, gave p-carbamidophenoxyacetone, m. Pp. 
172°, yielding a semicarbazone, m. p. 190°, and a phenylhydrazone, 
m. p. 145°, and on reduction the corresponding secondary alcohol, 
B-hydroxypropyl p-carbamidophenyl ether, 
NH,°CO-NH-C,H,°O-CH,-CHMe:OH, 
which forms colourless crystals, m. p. 176°, having a faintly sweet 
after-taste. G. F. 


Constitution of Picrorocellin, a Diketopiperazine Deriv- 
ative from Roccella fuciformis. Martin OnsLow ForsTER 
and WILLIAM Bristow SAVILLE (T., 1922, 121, 816—827). 
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New Syntheses of Pyrimidines. E. Currputiez and K.N. 
SravgItcH (Helv. Chim. Acta, 1922, 5, 267—284).—5-Bromo- 


Gydroxypyrimidine-4-carborylic acid, NH<OY°PSc-co,H, 


needles, m. p. 206—207°, with evolution of carbon dioxide (copper 
salt, [C;H,O,N,Br],Cu,2H,O; ethyl ester, C,H,O,N,Br, needles, 
m. p. 155—156°) results from the action of sodium hypobromite 
onmethyleneasparagine. 5-Bromo-6-hydroxypyrimidine, C,H,ON,Br, 
m. p. 197° (picrate, Cjg)H,O,N;Br, yellow prisms, m. p. 150—151°; 
hydrochloride, m. p. 206—207°), obtained by fusion of the carboxylic 
acid, is converted by the action of phosphoryl chloride into 
6-chloro-5-bromopyrimidine, C,H,N,CIBr, b. p. 95-5°/26 mm. 
(picrate, sparingly soluble in ether), and by reduction with zinc 
dust into 6-hydroxypyrimidine (Wheeler, A., 1907, i, 879). The 
last compound also results from the distillation of 6-hydroxy- 
pyrimidine-4-carboxylic acid, C;H,O,N,,H,O, prisms, m. p. 268— 
270° (decomp.), which is itself prepared either by oxidation of 
methyleneasparagine with alkaline permanganate, or from the 
above bromo-acid and zinc dust. 

Similar series of compounds may be prepared from the alkylidene- 
and arylidene-asparagines, and the reactions have a special interest 
in view of the natural occurrence of asparagine and of pyrimidine 
derivatives. 

Ethylideneasparagine, C,H,,0,N,,H,O, needles, m. p. 230— 
231°, must be prepared by condensation of acetaldehyde with 
sodium asparaginate. 5-Bromo-6-hydroxy-2-methylpyrimidine-4- 
carboxylic acid, C,H,O,N,Br, prisms, m. p. 209—210° (decomp.), 
copper salt, (CgH,O,N,Br),Cu,2H,O. 5-Bromo-6-hydroxy-2-methyl- 
pyrimidine, C;sH,ON,Br, prisms, m. p. 231—232° (hydrochloride, 
m. p. 229—230°; acetate, m. p. 234°; picrate, C},H,O,N,Br, m. p. 
163—164°; silver salt soluble in hot water; copper salt, a green, 
focculent precipitate). 6-Chloro-5-bromo-2-methylpyrimidine, 
C;H,N,CIBr, b. p. 107-5°/27 mm. 6-Hydroxy-2-methylpyrimidine- 
4-carboxylic acid, C,H,O,N,,2H,O, m. p. 261° (decomp.), basic 
copper salt, C,H,O,N,"CuOH. 6-Hydroxy-2-methylpyrimidine, 
C;H,ON,. 5-Bromo-6-hydroxy-2-phenylpyrimidine-4-carboxylic acid, 
(,,H,O,N,Br, needles, m. p. 250—252°. 5-Bromo-6-hydroxy-2- 
phenylpyrimidine, C,>H,ON,Br, prisms, m. p. 252°; 6-chloro-5- 
bromo-2-phenylpyrimidine, C,H,NClBr, b. p. 193-5°/24 mm., 
m. p. 130—131°; 2-phenylpyrimidine, CygH,gNo, b. p. 157-5°/25 
mm., m. p. 128° (picrate, C,g,H,,0,N,;, m. p. 108°). 6-Hydroxy- 
2-phenylpyrimidine-4-carboxylic acid, C,,H,O,N,, m. p. 247° 
(decomp.), copper salt, (C,,H,O,N,).Cu,2H,O, ethyl ester, 
Ci3H,.0,N,, needles, m. p. 84—85°; 5-bromo-6-hydroxy-2-phenyl- 
pyrimidine-4-carboxylic acid, C,,H,0,N,Br, m. p. 252°, from the 
preceding compound and sodium hypobromite, decomposes on fusion 
into 5-bromo-6-hydroxy-2-phenylpyrimidine ; 6-hydroxy-2-phenyl- 
pyrimidine (Pinner, A., 1890, 69; Ruhemann and Hemmy, A., 1897, 
i, 488) yields a picrate, C,,H,,0,N;, yellow needles, m. p. ss" 
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Preparation of a New Diethylbarbituric Acid Compound, 
CHEMISCHE FABRIK AUF AKTIEN vorM. E. ScHERING (Brit. Pat, 
158558).—A new compound of diethylbarbituric acid and 4-4. 
methylamino-1-phenyl-2 : 3-dimethyl-5-pyrazolone is obtained by 
melting the two substances together in the proportion of 1 mol. of 
the former to 2 mols. of the latter, and purifying the product iy 
the usual manner. The new compound is yellow in colour, melts 
at 95—97°, and has strong analgesic properties, whilst the hypnotic 
effect is repressed. G. F. M. 


The Nature of Isatoids. Gustav HELLER and WaAtrtim 
BENADE (Ber., 1922, 55, [B], 1006—1014; cf. Heller, A., 1920, 
i, 766; 1921, i, 891; Hantzsch, A., 1921, i, 597)—The existence 
of the alkylisatoids of von Baeyer and Oekonomides has been 
confirmed by Heller but denied by Hantzsch; their preparation 
and behaviour has again been examined in detail. 

Methylisatoid is obtained when isatin silver is subjected to 
the action of methyl iodide in the presence of benzene at 100° and 
the filtrate, after removal of re-formed isatin and silver iodide, is 
allowed to evaporate spontaneously while exposed to light. The 
residue is recrystallised from glacial acetic acid and yields thereby 
8-methylisatoid. The latter passes into the «-form when recrystal- 
lised rapidly from benzene, but appears to undergo further change 
on protracted heating with this solvent. The «- is converted into 
the 8-variety by recrystallisation from glacial acetic acid. Ethyl- 
isatoid, prepared in a similar manner, forms red rhombohedra, 
m. p. 218—219° (decomp.) after darkening at 211—212°. Con- 
trary to the statement of Hantzsch, the melting points of the 
methyl and ethyl compounds are quite distinct from one another. 
Curiously, a mixture of equal amounts of the two substances has 
a slightly higher melting point. n-Propyl iodide and isatin silver 
give n-propylisatoid, quadratic prisms, m. p. 187° (decomp.) after 
darkening at 180°; attempts to convert it into a desmotropic form 
resulted in the production of a yellow, flocculent precipitate, m. p. 
about 177° (decomp.). isoButyl iodide and isatin silver yield a 
substance, m. p. 147—148°, which by reason of the small amount 
available could not be further investigated. 

The alkyl group of the alkylisatoids can be removed by treat- 
ment with glacial acetic acid and hydrogen bromide, but, unex- 
pectedly, the substance obtained after addition of sodium acetate 
to the solution is found to be anhydroindoxyl-«-anthranilide, 
CO—-CH-NH 
EP gece brownish-red plates, m. p. 217—218° 
(decomp.); the mechanism of the addition of the two atoms of 
hydrogen during the hydrolysis has not been established. The 
substance is smoothly oxidised by chromic acid to anhydro-z- 
isatinanthranilide (Friedlander and Roschdestwensky, A., 1916, 
i, 80). It thus appears to be established that the union of the 
isatin molecules in the isatoids is accomplished by means of the 
indole nuclei. H. W 
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Benzbisthiazoles. SrepHEN RatHBponeE Houpen Epes (T., 
1922, 121, 772—775). 


A New Class of Vat Dyes containing Sulphur and Nitrogen. 
ArnotD Retssert (Ber., 1922, 55, [B], 858—873).—Erdmann and 
Siivern have observed that a clear, pale yellow solution is obtained 
when a salt of 8-nitronaphthalene-l-sulphinic acid dissolved in 
water is boiled with zinc dust and potassium sulphite; the liquid 

becomes colourless when acidified with 

( — ‘ dilute hydrochloric acid and subsequently 

deposits a blue dye when heated. The 

V4 ‘ _N N—( \7% latter has now eee isolated in the homo- 

\ J \/ geneous condition; it has the empirical 

formula, C,,H,,ON,S,, and the annexed 

constitution is suggested for it, without, however, being established 
definitely. It is designated ‘‘ naphthathiam-blue.”’ 

The nitration of naphthalene-«-sulphonyl chloride is carried 
out in accordance with the directions of Erdmann and Siivern, 
but an improved method of separating the 1: 8- and 1 : 5-nitro- 
naphthalenesulphonyl chlorides from one another is described in 
detail. 8-Nitronaphthalene-1-sulphinic acid forms colourless crystals 
which become brown when exposed to light, decomp. 110°. 5-Nitro- 
naphthalene-1-sulphinic acid has m. p. 140°, and is considerably 
more stable than the 1:8-isomeride; the sodium and calcium 
salts are described. 8-Aminonaphthalene-1-sulphinic acid, small, 
pale-grey, sandy crystals, m. p. 143° (decomp.), is obtained con- 
veniently by the action of sodium hydroxide and ferrous sulphate 
on the solution obtained by warming 8-nitronaphthalene-1- 
sulphonyl chloride with sodium sulphite and sodium hydrogen 
carbonate (the corresponding benzoyl derivative crystallises in 
colourless, lustrous needles [+1H,O], m. p. 126—127° to a dark 
liquid). It is readily converted into the blue dye when heated 
in aqueous solution or in the presence of acids. If, however, the 
solution is treated with so much hydrochloric acid that it just 
turns Congo paper blue and is allowed to remain at the atmospheric 
temperature for a day, the dehydration can be arrested at an inter- 
mediate stage with the production of naphthathiam (annexed 
OS—-NH formula), almost colourless needles, which become 
converted into the blue dye at 153—155° [the corre- 
AS sponding nitroso-compound forms orange-yellow, glisten- 
&é ing crystals, m. p. 180 (decomp.)]. The aqueous 
\/A\/ solution of naphthathiam or of 8-aminonaphthalene-1- 

sulphinic acid is transformed by warm hydrochloric 
acid into naphthathiam-blue, which in appearance and solubility 
exhibits a very close resemblance to indigotin. It gives dull, violet- 
blue shades on wool and somewhat purer tones on cotton, but has 
little affinity for the latter. Attempts to elucidate the constitution 
of the dye by oxidative degradation with nitric or chromic acid 
were unsuccessful, since only dark-coloured, amorphous products 
were obtained. 

The preparation of derivatives of the dye has also been inves- 
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tigated in the hope of obtaining further confirmation of its struc. 
ture. Thus, 8-acetylaminonaphthalene-l-sulphonyl chloride js 
converted by a mixture of concentrated sulphuric and nitric acids 
(21-52) into 4-nitro-1-acetylaminonaphthalene-5-sulphonyl chloride 
which, on account of its instability, was not isolated in the pure 
condition; the crude chloride is converted by sodium sulphite 
into 4-nitro-1-acetylaminonaphthalene-5-sulphinic acid, pale yellow, 
microscopic crystals (+-H,O), decomp. 130°, which is transformed 
in the manner described for the parent dye into diaminonaphtha. 
thiam-blue, Cy 9H,ON,S,(NH,),. A similar series of reactions 
when applied to naphthionic acid yielded only a trace of dye. 

It is shown in the following manner that the presence of the 
oxygen atom in the dye is not essential to the development of 
tinctorial properties. 8-Aminonaphthalene-l-sulphinic acid is 
reduced by stannous chloride and hydrochloric acid to 8-thiol- 
a-naphthylamine, which is converted readily by atmospheric oxygen 

Cph into 1: 1’-diaminodinaphthyl8 : 8'-disulphide, small, yellow 

JX needles, m. p. 118°; either of these compounds is readily 
Ss N oxidised by air in alcoholic alkaline ‘solution to a blue 
PP dye which very closely resembles naphthathiam-blue; it 
f \ ) Sppears to have the composition Cy95H,,N.S,, but could 
AS not be purified satisfactorily. 8-Thiol-«-naphthylamine 

yields a dibenzoyl derivative, colourless needles, m. p. 202°, 
which is transformed by boiling alcoholic sodium hydroxide solution 
into 2-phenylperithiazine (annexed formula), golden-yellow needles, 
m. p. 102—103°. 

Initial difficulties encountered in preparing the amino-mercaptan 
by the method outlined above have led the author to reduce 8-nitro- 
naphthalene-l-sulphinic acid with hydrogen bromide and glacial 
acetic acid (cf. Fries and Schiirmann, A., 1914, i, 676) to 8:8’- 
dinitrodinaphthyl 1 : 1'-disulphide, m. p. 214°; the sparing solubility 
of this compound renders the reduction of the nitro-groups in 
an acid medium very difficult. Attempts to convert it into the 
nitrothiol by means of alkali and dextrose led unexpectedly to 


naphthsultam, Cet, in consequence of a remarkable 
2 


migration of the oxygen atoms from nitrogen to sulphur. 

The following compounds have been incidentally prepared: 
5-acetylaminonaphthalene-1-sulphinic acid, colourless crystals, 
incipient decomp. 145°; 4: 4’-dinitro-1 : 1'-diacetylaminodinaphthyl 
5: 5’-disulphide, decomp. above 300°; 5-chloronaphthalene-1- 
sulphinic acid, colourless leaflets, incipient decomp. 220°; 5:5’- 
dichlorodinaphthyl 1:1'-disulphide, pale yellow crystals, m. p. 
169—170°. H. W. 


The Quindolines. E. GranpmMovucin (Compt. rend., 1922, 
174, 1175—1177).—Indigotindianilide (cf. A., 1909, i, 968; 1910, 
i, 73), when warmed with mineral acids, undergoes isomerisation, 
giving a substance which is apparently an anilide of 5-indoquindol- 
inone. It cannot be oxidised to an isatin and on energetic hydrolysis 
it loses aniline, giving a new compound, Cy2H,,ONs, which gives 
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grange-coloured salts. This base is probably o-aminobenzoyl- 
j-quindoline, since on fusion with alkali it yields anthranilic acid 
and quindoline. 

Indigotindi-p-toluidide, under similar treatment gives as its 
fnal product 3-methylquindoline, C,gH,.N>, m. p. 251°, giving an 
acetyl derivative, m. p. 164—165°. W. G. 


Preparation of 3:7-Dimethyl-1-allylxanthine. F. Horr- 
ywann-LA RocHEe & Co., Axt.-Ges. (Brit. Pat. 165446).—3 : 7- 
Dimethyl-1l-allylxanthine is obtained by the action of allyl bromide 
on the alkali salt of 3 : 7-dimethylxanthine at temperatures below 
100°, in presence of a diluent such as water or alcohol, but without 
the use of pressure. G. F. M. 


Action of Cyanogen Haloids on Phenylhydrazine. VI. 
o-Phenyleneammelyl Chloride. G. PELLIZZARI (Gazzetia, 1922, 
52, i, 199 —206).—-«8-Dicyano-o-phenyleneguanidine readily unites 
in the cold with 1 mol. of hydrogen chloride, yielding a chlorinated 
melamic derivative to which the name o-phenyleneammely] chloride 
| ae C Hy NI N==C-NH—CCl 
isgiven: (I) N(ON)-7C'NH-CN + HCl= 6 yy -N-C(NH)-N . The 
fact that in this case the closure of the melamic nucleus must be 
effected by means of the nitrogen atom of one of the two cyanogen 
groups would indicate that, in the addition of ammonia or a primary 
amine to «8-dicyano-o-phenyleneguanidine to give an isomelamine 
derivative, the closure takes place similarly and not with the help 
of the ammoniacal or aminic nitrogen atom (A., 1921, i, 620). 
That such is not the case and that the reaction follows the course 
indicated (loc. cit.) is, however, shown by the observation that 
the action of aniline on o-phenyleneammelyl chloride yields a 
compound which is isomeric with that obtained directly from 
aniline and «§-dicyano-o-phenyleneguanidine ; these isomeric com- 
pounds yield different products when hydrolysed by means of 
hydrochloric acid, but one and the same phenylphenylenediguanide 
when the nucleus is ruptured and carbon dioxide removed by 
treatment with sodium hydroxide : 


\—C-NH-—-CCl N-=—C-NH—--C-NHPh N==€ ‘NH-C-NHPh 
(Hy N-C(NH)-N —> C,H,-N-C(NH)-N —> C,H,-N-CO-N 
(II.) 1 


N==0-NH—-C:NH | N==0-NH-C:NH | 
(Hy N-C(NH)‘NPh ~> G,HyN-CO-NPh “SS 
(IIL) CoH <p >C'NH-C(NH)-NHPh. 


In scheme (I) it is assumed that the chlorine atom is fixed by the 
carbon atom corresponding with the @- and not with the «-cyanogen 
group; this follows from the fact that the hydrolysis of the 1so- 
melamine already described (loc. cit.) certainly occurs in accordance 
with scheme (III), and yields the same final product as o-phenylene- 
ammelyl chloride. 


a 
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When boiled with hydrochloric acid, the latter gives phenylene. 
melanuric acid, N==¢——N-0-0H 
C,H,:N-C(OH):N 


the action of nitrous acid on phenyleneammeline. 


,» which is also obtained by 


When heated with alkali hydroxide, o-phenyleneammely] chloride | 


loses ammonia and yields the phenyleneguanylcarbamide already 
obtained from £-cyanophenyleneguanidine and hydrochloric acid 
(A., 1919, i, 134). Since the same product is formed also from 
phenylenemelanuric acid, the latter evidently represents an inter. 
mediate stage in the reaction : 
N=—C-—NH-C°Cl N==C-NH:-CO 
EV. | 
0 GHEN-C(NH):N > O,HyN-CO-NH 


CpH<Q > C-NH-CO-NE,. 


It is probable that another intermediate product is formed at 
a still earlier stage by replacement of the chlorine atom alone by 
a hydroxyl group; such a product would be a phenyleneammeline 
isomeric with that already described, and may possibly result from 
gentle hydrolysis of o-phenyleneammelyl chloride by means of 
sodium carbonate, this hydrolysis giving a chlorine-free compound 
which contains the expected proportion of nitrogen but is amorphous 
and difficult to purify. 

The phenyleneguanylearbamide obtained by hydrolysis of 
6-cyanophenyleneguanidine by means of hydrochloric acid (loc. 
cit.) crystallises from water in anhydrous, lustrous scales which 
undergo no change in contact with the water; that obtained 
according to scheme (IV) and formed in an alkaline medium from 
which it is precipitated by either acetic or carbonic acid, crystallises 
from water in long, lustrous, anhydrous needles, but the latter 
become opaque and take up 2 mols. of water if left in contact with 
the solvent. A hot aqueous solution of the hydrated crystals 
deposits the long, lustrous crystals on cooling. These two forms, 
which behave alike in other respects, are regarded as desmo- 


tropic forms of the structures CoH. <yy > CNH-CO-NH, and 


CpH,<yy) > C-NH-C(OH):NH, the former probably representing 


the scales obtained in an acid medium and the latter the needles 
separating in alkaline solution. 

o-Phenyleneammelyl chloride, CjH,N;Cl, separates in microscopic 
crystals, does not melt but turns yellow at about 220°, and possesses 
slight acidic and basic functions. 

o-Phenylenemelanuric acid, CysH,O,N,, crystallises in small 
needles and decomposes, without melting, at 300°. This compound 
also appears to exist in two desmotropic forms. poe 


Catalytic Preparation of Azobenzene and Aniline. C. 0. 
HENKE and O. W. Brown (J. Physical Chem., 1922, 26, 324—348; 
cf. this vol., i, 445, 535).—The action of lead and bismuth as 
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catalysts on the reduction of nitrobenzene by hydrogen has been 
investigated with catalysts of various origins and at various tem- 
peratures. In the presence of lead as catalyst, nitrobenzene is 
reduced by hydrogen to azoxybenzene, azobenzene, and aniline. 
It is shown that lead prepared by reducing yellow litharge is the 
best catalyst for the production of azobenzene, and that the action 
is best carried out in an iron tube at 290°. The best catalyst for 
aniline in an iron tube is lead prepared by the reduction of red 
lead from white lead. In this case, the efficiency is greatest above 
308°. A catalyst when used in a glass tube gives a higher yield 
of azobenzene and a lower yield of aniline than when used in an 
iron tube, but the activity of the catalyst decreases much more 
rapidly in glass than in iron. In a glass tube, the catalyst from 
white lead is best for producing aniline, and the one from red 
lead made from white lead is best for producing azobenzene. The 
addition of sodium hydroxide and magnesia to the lead catalyst 
in an iron tube does not increase its activity and a larger amount 
of sodium hydroxide decreases it. The addition of 0-5% of ferric 
oxide to a lead catalyst from a heavy litharge increases the yield 
of both azobenzene and aniline, whilst 5° of ferric oxide increased 
the yield of aniline at the expense of the azobenzene. The addition 
of 5% of cupric oxide to the same catalyst was detrimental to 
its activity. Within the limits of the present experiments, it is 
found that the more finely divided the red lead from which the 
catalyst is prepared the more active the catalyst. The best yield 
of azobenzene was obtained when lead from yellow litharge was 
heated in an iron tube at 290° and nitrobenzene passed over at 
the rate of 4 grams per hour and hydrogen at the rate of 17 litres 
per hour. In this case the material yield was 55-4% of azobenzene 
and 26:0% of aniline. Using sublimed litharge to produce the 
catalyst the yield is 61-1% of aniline and 34-4% of azobenzene 
at 310°, whilst when lead from white lead is used at 303°, the 
yield is 74-99% of aniline and 21-:0% of azobenzene, all other 
conditions being the same as stated above. 

Nitrobenzene is reduced to azoxybenzene, azobenzene, hydrazo- 
benzene, and aniline by hydrogen with bismuth as catalyst. Using 
equal volumes of catalyst, that prepared from heavy bismuth 
oxide is more active than one prepared from the light oxide. The 
activity of the bismuth does not decrease so rapidly when used 
in an iron tube as when used in a glass tube. A good temperature 
to use the bismuth catalyst is between 280° and 300°. When the 
tube is fed with nitrobenzene at the rate of 4-2 grams per hour and 
hydrogen at 17 litres per hour the following optimum yields are 
obtained : with bismuth from the heavy oxide in an iron tube at 
230°, a yield of 92% of azobenzene and 4-4% of aniline, whilst 
under the same conditions at 300° the yield is 73-9% of aniline 
and 19-3°% of azobenzene. J. F.S. 


Facts and Theories in the Constitution of the Hydroxyazc- 
compounds. E. Puxeppu and MarceLtta GENNARI (Gazzetta, 
1922, 52, i, 216—229)—The authors discuss more particularly 

x* 2 
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the literature dealing with the reduction of the hydroxyazo-com. 
pounds and their acyl derivatives, the action of phenyl cyanate 
on hydroxyazo-compounds, the action of carbon disulphide at a 
high temperature on o-hydroxyazo-compounds, preparation of 


m-hydroxyazobenzene and its signification, isomerisation of the j 


quinonic compounds, and physico-chemical investigations on the 
hydroxyazo-compounds. 

All the results obtained support the view that the hydroxyazo. 
compounds of the ortho-series are to be differentiated from those 
of the meta- and para-series. The insolubility of most of the 
o-hydroxyazo-compounds in the calculated proportion or even in 
considerable excess of alkali hydroxide presents a serious objection 
to the classification of these compounds as phenolic; that some do 
dissolve is merely an indication of the instability of the quinonoid 
structure and of its tendency to become azophenolic. 

The behaviour of the acyl derivatives during reduction furnishes 
a certain proof of the azophenolic constitution of the para- and 
the hydrazonic constitution of the ortho-compounds, notwith- 
standing the fact that it has been shown that in an aromatic nucleus 
acyl groups in the ortho-position to a chain containing aminic or 
iminic hydrogen may pass from the oxygen to the nitrogen during 
reduction. Such migration during the reduction of acyl-o-hydroxy- 
azo-compounds would demonstrate undoubtedly their azophenolic 
structure, but no such proof exists, and the behaviour of acetyl-p- 
chlorobenzeneazo-p-cresol is an exception to the general rule 
expressing the difference in behaviour of the ortho-compounds 
from their meta- and para-isomerides. On the other hand, assump- 
tion of azophenolic constitutions for o-hydroxyazo-compounds on 
the basis of migration of the acyl group would necessitate the 
hypothesis that the acyl exchanges position, not with the hydrogen 
immediately adjacent to it, but with the second hydrogen of the 
hydrazo-group. 

The proofs advanced of the instability of the quinonoid nuclei 
in the acyl derivatives of o-hydroxyazo-compounds require a greater 
abundance and more uniformity of experimental results before 
the latter may be regarded as justifying the azophenolic constitution 
of these ortho-compounds. 

The behaviour towards phenylearbimide scarcely differentiates 
clearly between the ortho- and para-compounds since the former 
react, after some weeks, in the same way as the latter, but it shows 
that the carbimide exerts a double action on ortho-compounds, 
first converting them into azophenolic compounds and _ then 
combining with these. 

The conclusions drawn are that both free hydroxyazo-compounds 
and their acyl derivatives behave as tautomeric substances; that 
free p- and m-hydroxyazo-compounds and their acyl derivatives 
are always phenolic in type; that o-hydroxyazo-compounds, 
both in the free condition and as acyl derivatives, must be regarded 
as of quinono-hydrazonic configuration, with a pronounced tendency 
to pass into the more stable azophenolic form; and that the meso- 
hydric formula of Oddo and Puxeddu (A., 1906, i, 991; 1907, ii, 15), 
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iving a representation of the phenomenon of desmotropy, provides 
a very simple scheme applicable to all analogous phenomena. 
. 


ae A 


Degree of Hydrolysis of Alkali Salts of Hydroxyazo-com- 
ounds. E. PuxEeppu (Gazzetta, 1922, 52, i, 235—238; cf. 
A., 1921, i, 366, 623).—The ordinary methods of determining the 
degree of hydrolysis are inapplicable to the alkali salts of the 
hydroxyazo-compounds, since the results are affected by the 
presence of the sparingly soluble free hydroxyazo-compound, which 
separates as the hydrolysis proceeds. 

The author has carried out conductivity measurements _on 
alkaline solutions of sodium and potassium derivatives of various 
-hydroxyazo-compounds after different intervals of time, vessels 
filed with the solutions being kept tightly closed in the dark 
at constant temperature. It is found that the conductivity of 
such a solution varies markedly with the time, the equilibrium 
NPh:N-C,H,-ONa+H,O — NPh‘°N-C,H,OH+NaOH undergoing 
displacement owing to the separation of increasing proportions of 
the free hydroxyazo-compound. 

The degree of hydrolysis may, however, be determined by 
extracting the hydrolysed compound by means of ether. The 
hydroxyazo-compound is dissolved in the required quantity of 
sodium hydroxide solution of known titre and the solution made 
up to a definite dilution and immediately shaken energetically 
for a few seconds with ether; the ethereal layer is separated, 
washed and dried with sodium sulphate, and evaporated in a 
platinum dish, the residue being weighed. This method gives 
concordant results, provided that the extraction with ether is 
carried out with the necessary rapidity; it is applicable also when 
the product of the hydrolysis remains completely dissolved in the 
aqueous solution, provided that the alkali salt is insoluble, and 
the above product readily soluble, in ether. The sodium deriv- 
atives of benzeneazo-p-phenol, o-tolueneazophenol, and benzeneazo- 
o-cresol have been examined in this way. 2. oF, 


The Isomeric Changes of Hydrazo-compounds. PavL 
JACOBSEN (Annalen, 1922, 427, 142—221).—The paper is in four 
parts. 

(A) Isomeric Changes of Doubly Para-substituted Hydrazo- 
compounds [with D. R. Boyp, M. Freunp, H. L. Fuipa, F. Hev- 
BacH, H. Jost, G. Lockremann, A. Logs, J. PELZER, W. Sacus, 
H. Tigezs, and K. Zaar.}—Hydrazo-compounds of this class 
cannot pass into p-semidines without loss of one of the para-sub- 
stituents, but they are capable of yielding o-semidines if the 
necessary ortho-positions are free. In seven out of the eight 
cases investigated an o-semidine was isolated and identified; in 
the eighth it was detected by qualitative reactions. 

When the groups in the two para-positions are different, the 
formation of an o-semidine can take place in two ways: 
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Pa 
‘ ai. a 
RK SNH-NHY YR’ " 
i a el 


al NH, 
gaa (IL) 


so that the relative directing powers of the groups R and R’ can 
be determined. If the semidine I were the main product, the 
conclusion would be that the group R had a greater directing 
power than R’. It is remarkable that in none of the cases 
examined was more than one o-semidine isolated, but this does 
not by any means prove that these conversions take place only in 
one direction, because a secondary product would be quite likely 
to escape detection. The groups R and R’ were of the following: 
Br, I, OEt, OAc, NMe,, Me. An examination of the data shows 
that of all these the ethoxyl group has the strongest directing 
power, the methyl group being next in order. 
Hydrazo-compounds in which one of the para-substituents was 
an acetoxyl group gave p-semidines, the acetoxyl group being 
eliminated. 
It is worthy of note that the change : 
R R’ 
/ \NNH‘NHZ SR’ Fr sr 
sip ™ sacar cata, TO Aig, 
NH, NH, 


was not realised, and it is to be presumed that there is a strong 
resistance to the formation of this grouping by the isomeric change 
of hydrazo-compounds of the benzene series (see below). 

(i) Isomerisation of 4'-lodo-4-methylhydrazobenzene.—The o-sem- 
idine obtained from this substance has the first of the following 
formule : 

NH, NH, 
/ Nae” / ya” SS 
OP ee ee 


Me 


The isomeric substance was synthesised by condensing 4-iodo- 
1 : 2-dinitrobenzene with p-toluidine and reducing the product. 
4’-Iodo-4-methylazobenzene is obtained as golden-red leaflets, 
m. p. 165—166°, when 4’-amino-4-methylazobenzene is diazotised 
and treated with potassium iodide. On reduction by means of 
ammonium sulphide it gives 4’-iodo-4-methylhydrazobenzene, colour- 
less needles, m. p. 134°, whilst with alcoholic stannous chloride it 
yields, besides p-iodoaniline and p-toluidine, 4'-iodo-2-amino-5- 
methyldiphenylamine, m. p. 116—117°, which gives the usual 
reactions of an o-semidine with nitrous acid, with benzil (the 
stilbazonium base forms yellowish-green, microscopic needles, 
m. p. 166—168°), with salicylaldehyde (the anhydro-derivative 
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forms yellow needles, m. p. 132—134°) and with carbon disulphide. 
The product of the last reaction, 2-mercapto-1-p-iodophenyl-6- 
methylbenziminazole, forms fine, colourless needles, m. p. 284— 
985°, yields a mercury salt on treatment with mercuric oxide, and 
a S-methyl ether, m. p. 189—140°, with methyl iodide. 5-Iodo-2- 
nitro-4'-methyldiphenylamine forms red needles, m. p. 104°. 5-Iodo- 
2.amino-4'-methyldiphenylamine, forms colourless leaflets, m. p. 86— 
87°; its anhydro-base with salicylaldehyde forms yellow needles, m. p. 
148°. 

(ii) Isomerisation of 4'-Ethoxy-4-methylhydrazobenzene.—The con- 
version of this substance into an o-semidine has previously been 
described (A., 1896, i, 24). The semidine is now further char- 
acterised by its anhydro-base with salicylaldehyde, m. p. 121— 
124°, and its constitution proved by synthesis from the condensation 
product of p-toluidine with 4-chloro-1 : 2-dinitrobenzene. This 
substance on treatment with sodium ethoxide yields 2-nitro-5- 
ethoxy-4'-methyldiphenylamine, bright brown needles, m. p. 104°; 
this, on reduction by means of ammonium sulphide at 130°, gives 
2-amino-5-ethoxy-4-methyldiphenylamine, identical with the sub- 
stance obtained from the hydrazobenzene. 

(iii) [somerisation of 4-Bromo-4' -ethoxyhydrazobenzene.—This sub- 
stance could yield the following semidines : 


_NH, = _ NH, 
Pee ae. el ee 


as ani Sr 


Br 


The substance actually isolated was different from the first of 
these compounds, which was synthesised from 4-bromo-1 : 2- 
dinitrobenzene and p-phenetidine in the manner previously 
illustrated. 

4-Bromo-4'-ethoxyazobenzene, yellow leaflets, m. p. 135—136°, 
is formed by ethylating p-bromobenzeneazophenol. 4-Bromo-4’- 
ethoxyhydrazobenzene, which is obtained in good yield by reduction 
of the azo-compound with zinc dust and alcoholic sodium hydroxide, 
crystallises in small, colourless needles, m. p. 81—83°. 4’-Bromo- 
2-amino-5-ethoxydiphenylamine (the semidine obtained from the 
hydrazo-compound) forms colourless needles, m. p. 67—68°; it 
gives the nitrous acid reaction and forms a stilbazonium base 
(C,,H,,ON,Br) with benzil. On treatment with amyl nitrite, it 
gives 1-p-bromophenyl-6-ethoxybenztriazole, leaflets, m. p. 145—146°, 
and with formic acid, 1-p-bromophenyl-6-ethoxybenziminazolc, 
needles, m. p. 120°, which on hydrolysis with acids yields 1-p-bromc- 
phenyl-6-hydroxybenziminazole, pale violet needles, m. p. 295°. 
With carbon disulphide, the semidine yields 1-p-bromophenyl-2- 
mercapto-6-ethoxybenziminazole, needles, m. p. 255°, and with 
salicylaldehyde an anhydro-base (C,,H,,0O,N.Br), m. p. 151°. 
5-Bromo-2-nitro-4'-ethoxydiphenylamine, obtained by condensing 
4-bromo-1 : 2-dinitrobenzene with p-phenetidine, forms deep red 
needles, m. p. 115°. The reduction product, 5-bromo-2-amino-4'- 
ethoxydiphenylamine, is difficult to obtain in a crystalline condition, 
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but is characterised by the formation of 6-bromo-1-p-ethoxypheny). 
benztriazole, m. p. 129°, and by the salicylidene derivative, m. p, 
146—147°. 

(iv) Isomerisation of  4'-Acetoxy-4-methylhydrazobenzene.—The 
isomeric change of this substance was investigated by reducing 
the corresponding azo-compound with an acid reagent. FElimina. 
tion of the acetyl group occurred during the formation of the 
o-semidine, which must have one of the following formule : 


/ NH, pth NH, 

~ \awa7Z  \ ~ \wnwaeZ7\ 

ee. NH (On, Mx > NH . 
Me OH 


On converting the o-semidine into the triazole and then ethylating 
the hydroxyl group, a product is obtained which is isomeric with 
the triazole derived from the semidine described in section (ii), 
If the second of the above formule were correct, the substances 
should be identical. The first formula is thus indicated and its 
correctness is confirmed by the fission of the substance to quinol 
and 3 : 4-tolylenediamine. 

Along with the o-semidine a p-semidine, 4’-amino-4-methyl- 
diphenylamine, is produced with the elimination of the acetoxyl 
group. 

2-Amino-4'-hydroxy-5-methyldiphenylamine forms colourless 
needles, m. p. 137°, but turns red in contact with air. The stilb. 
azonium base was not obtained in a pure condition. The triazole 
(1-p-hydroxyphenyl-6-methylbenztriazole), however, forms yellow leaf- 
lets, m. p. 187-5—189-5°, and on ethylation with ethyl iodide 
and sodium ethoxide gives 1-p-ethoxyphenyl-6-methylbenztriazole, 
m. p. 91°. 

(v) Isomerisation of  4'-Acetoxy-3’ : 4-dimethylhydrazobenzene. 
This 0-semidine conversion also is accompanied by the elimination 
of the acetyl group. The product may have any of the following 
formule : 


A \ os ~~ mt 

| ee ae ~~ \nuae7% _ 4 \naZ% \ 

ze, NH (_ Ae Me > NH < _/Me, Me > NH a, 
Me Me NH, Me 0H 


The third of these is improbable on general grounds, and the 
second can be proved to be incorrect by ethylating the hydroxyl 
group of the corresponding iminazole. If the second formula were 
correct, the product should be the iminazole corresponding with a 
known semidine, which it is not. The first formula remains, and 
it is supported by the analogy with the lower homologue (section iv). 

In this case also a p-semidine is formed with elimination of the 
acetoxy! group. 

4’. Acetoxy-3' : 4-dimethylazobenzene is prepared by heating p- 
tolueneazo-o-cresol with sodium acetate and acetic anhydride. 
It forms thick leaflets or nodular aggregates of fine needles, m. p. 
65—66°. On reduction under the usual conditions it is converted 
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into fission products and the semidines. 2-Amino-4'-hydroxy- 
3: 5-dimethyldiphenylamine is difficult to purify, but on heating 
with formic acid it gives 1 : 6-hydroxy-m-tolyl-6-methylbenz- 
iminazole, glistening leaflets, m. p. 196—197° (nztrate sparingly 
soluble, hydrochloride forms white leaflets). On ethylation, this 
substance gives 1 : 6-ethoxy-m-tolyl-6-methylbenziminazole, which 
forms a well-defined hydrochloride (needles) and a picrate (prisms, 
m. p. 186—187°). The isomeric compound, 6-ethory-5-methyl- 
|-p-tolylbenziminazole, prepared from 2-amino-5-ethoxy-4 : 4’-di- 
methyldiphenylamine, crystallises with extraordinary ease in fine 
needles, m. p. 102:5°. Its hydrochloride and nitrate are difficultly 
soluble and the picrate forms needles, m. p. 228°. 4-Amino-2 : 4’- 
dimethyldiphenylamine forms glistening needles, m. p. 78-5°, and 
behaves as a p-semidine towards ferric chloride and nitrous acid. 
The salicylaldehyde derivative, C,H,Me-NH:C,H,Me-N:CH:C,H,°OH, 
forms needles, m. p. 116-5°. 

(vi) Isomerisation of 4-Bromo-4'-acetoxyhydrazobenzene.—The main 
product of this isomeric change (which was examined by reducing 
the azo-compound) is the p-semidine, the formation of which 
involves the extrusion of the acetoxyl group. An o-semidine was 
not isolated, but its presence was proved by the formation of a 
stilbazonium base. 

4-Bromo-4'-aminodiphenylamine (the p-semidine) forms colourless 
needles, m. p. 93°5°, and gives a sparingly soluble hydrochloride 
and sulphate. It gives colorations with nitrous acid and ferric 
chloride, and on oxidation by means of chromic acid yields quinone. 
Its salicylidene derivative, C,H,Br-NH-C,H,-N:CH:C,H,°OH, forms 
yellow leaflets, m. p. 172°. 

(vii) Isomerisation of 4'-Dimethylamino-4-methylhydrazobenzene.— 
The chief product is the o-semidine formed under the directive 
influence of the methyl group (cf. Boyd, T., 1894, 65, 879). 

(viii) Zsomerisation of 4'-Dimethylamino-4-ethoxyhydrazobenzene.— 
The structure of the o-semidine produced by the isomeric change 
of this hydrazo-compound was proved by synthesis. The product 
of condensation of as-dimethyl-p-phenylenediamine with 4-chloro- 
1:2-dinitrobenzene was ethoxylated and the ethoxy-compound 
reduced. 

4’. Dimethylamino-4-ethoxyazobenzene is obtained in good yield 
by coupling diazotised p-phenetidine with dimethylaniline. It 
forms brown, oblique, four-sided tablets, m. p. 149—150°. 
2-Amino-4’-dimethylamino-5-ethoxydiphenylamine is produced along 
with the usual fission products when the azo-compound is reduced 
with stannous chloride. It cannot be crystallised, and must be 
characterised by derivatives. 1-p-Dimethylaminophenyl-6-ethoxy- 
benziminazole, obtained with the aid of formic acid, forms small 

needles, m. p. 141—143°. The stilbazonium 

c \-NICPh base, annexed formula, prepared by con- 
EtO\ /).8-CPh-OH densation with benzil, forms canary-yellow 
CH :NMe, needles, m. p. 187—190°. The salicylalde- 

= 2 hyde derivative, C.,H,,O,N;, forms golden- 

yellow leaflets having a green metallic reflex, m. p. 141-5—142-5°, 
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and 6-ethoxy-1-p-dimethylaminophenyl-2-0-hydroxyphenyl-6-benz. 
iminazole, the condensation product with salicylic acid, forms white, 
glistening needles, m. p. 182—183°. 5-Chloro-2-nitro-4’-dimethy)- 
aminodiphenylamine is prepared from as-dimethyl-p-phenylene. 
diamine and 4-chloro-1 : 2-dinitrobenzene. It forms small, reddish. 
brown needles, m. p. 181°, and with sodium ethoxide gives 2-nitro. 
4’-dimethylamino-5-ethoxydiphenylamine, small, deep brown crystals, 
m. p. 122—123°, which on reduction gives the above semidine. 

(ix) Semidines are not obtained on reduction of 4-amino. 
4'-dimethylaminoazobenzene, 4-acetylamino-4’-dimethylaminoazo. 
benzene, or 4: 4’-bis-dimethylaminoazobenzene. 

(x) The observations of Meisenheimer and Witte (A., 1904, i, 
193) on the conversion of $8’-azonaphthalene into 2 : 2’-diamino. 
1:1’-dinaphthyl are confirmed. This reaction has very few 
analogies in the benzene series (cf., however, Boyd, Diss, 
Heidelburg, 1896). 

2 : 2'-Bis-p-methoxybenzylideneamino-1 : 1'-dinaphthyl, prepared 
from 2 : 2’-diamino-1 : 1’-dinaphthyl and anisaldehyde, is a yellow, 
crystalline powder, m. p. 194—195°. 

(B) Isomeric Changes of Singly Para-substituted Hydrazo-compounds 
[with M. JAENIcKE and G. LockEemann]; cf. A., 1909, i, 852).— 
(i) The extension of a meta-substituent during semidine formation 
has not previously been observed. 4-Methoxyazobenzene-3-carb- 
oxylic acid on reduction by means of tin and hydrochloric acid 
yields 2-amino-5-methoxydiphenylamine together with fission 
products. 

(ii) A remarkable instance of the directive effect of a group in the 
meta-position is provided by the isomerisation of 4-acetylamino- 


—s , 
2’: 3-dimethylhydrazobenzene (I), < DNE-NHC SNH 


_. Me (1) Me 
The yield of p-semidine (II), NH, NHC SNHAe, is very 
Me (IL) Me 
small, the main product being a diphenyl base (III), 
- _NHAc 
WL) NH, S— Me. 
Oe in ET aes 
Me NH, 


The isomerisation of p-acetylaminohydrazobenzene gives rise only 
to the p-semidine, and the formation of the diphenyl base from the 
dimethyl homologue must be considered as due to para-direction 
(that is, to the position marked *) from the methyl group. 
4-Amino-2’ : 3-dimethylazobenzene, the acetyl derivative of which 
on reduction by means of stannous chloride gives the products 
mentioned, is characterised by a benzylidene derivative, 
C,H,Me-N:N-C,H,Me-N:CHPh, 
deep red prisms, m. p. 96—97°, and a salicylidene derivative, 
C,H,Me-N:N-C,H,Me-N-CH-C,H,OH, orange-yellow needles or 
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leaflets, m. p. 111—112°. 4-Amino-4'-acetylamino-3 : 3’-dimethyl- 
liphenylamine forms small, white crystals, m. p. 174—175°, and 
gives a salicylidene derivative, 
OH-C,H,°CH:N-C,H,Me-NH-C,H,Me-NHAc, 
which crystallises in small, yellow needles, m. p. 185—186°. 
9:4'-Diamino-5-acetylamino-3' : 4-dimethyldiphenyl is difficult to 
purify, but it forms a crystalline dibenzylidene derivative, 
(HPh:N-C,H,Me-C,H,Me(NHAc)-N:CHPh, m. p. 204—205°, a 
salicylidene derivative, 
OH-C,H,CH:N-C,H,Me-C,H,Me(NHAc):N:CH-C,H,°OH, 
m. p. 239—240°, and an acetyl derivative, 2: 4’ : 5-triacetyl- 
triamino-3' : 4-dimethyldiphenyl, m. p. 360°. 

(C) The Isomerisation of Hydrazo-compounds which are not Para- 
substituted [with F. HOniGsBERGER and L. Huser].—The example 
studied was 3: 5-dimethylhydrazobenzene. A p-semidine was not 
isolated, but the product contained a large amount of a diphenyl 
base, which, from the fact that it yielded 2 : 6-dimethyldiphenyl 
on elimination of the amino-groups, must have the structure 
indicated : 


Me Me 
/ N\NH-NHZ HY S\N“ SN 
< _)NH-NHC _ P, — NHX > a NEL. 
e ive 


3 : 5-Dimethylazobenzene is prepared by condensing nitrosobenzene 
with m-xylidine. It is a deep red oil, b. p. 197-5°/17—19 mm., 
@ 1-060. On reduction by means of zinc dust and alkali, it gives 
3: 5-dimethylhydrazobenzene, which crystallises in long, slender, 
colourless needles, m. p. 78—79°. 4: 4'-Diamino-2 : 6-dimethyl- 
diphenyl, the main product of isomerisation, forms colourless 
needles, m. p. 124°, and gives a benzaldehyde derivative, 4 : 4’- 
dibenzylidinediamino-2 : 6-dimethyldiphenyl, which forms pale 
yellow, hair-like needles, m. p. 199—200°. On eliminating the 
amino-groups by reducing the diazonium salt with hypophosphorous 
acid, 2 : 6-dimethyldiphenyl is obtained, which boils at 260—265°, 
and is characterised by a trinitro-derivative, m. p. 257—258°, and 
a tetranitro-derivative, m. p. 227—229°. The same hydrocarbon 
was prepared from v-m-xylidine (2-amino-1 : 3-xylene) by treating 
its dry hydrochloride with ethyl] alcoholic amy] nitrite and allowing 
the diazonium chloride so produced to react with benzene in the 
presence of aluminium chloride. The isomeric hydrocarbon, 
2:4-dimethyldiphenyl, prepared in a similar way from as-m- 
xylidine is an oil, b. p. 270—276°, and forms a tetranitro-derivative, 
m. p. 154-5—155°. 

(D) An Attempt to Generalise the Isomeric Change of Hydrazo- 
compounds [with H. Jost, St. Prnxus, and P. Scumipt].—Three 
types of hydrazo-compounds (or the desmotropic hydrazones) 
have been examined. (a) Compounds, R—NH:-NH—R’, in which 
R is aromatic and R’ purely aliphatic, (b) compounds in which 
R is aromatic and R’ is a residue such as benzyl in which an aromatic 
nucleus is joined indirectly to the hydrazo-group, (c) compounds 
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in which both R and R’ are residues of this kind. Changes analogous 
to the semidine and benzidine conversions have not been observed 
in these cases. 
Pyruvaldehyde p-ethoxyphenylhydrazone, 
COMe-CH:N:NH-C,H,OEt, 
orange-yellow leaflets, m. p. 144-5°, is formed by condensing 
acetoacetic acid with diazotised p-phenetidine; di-p-ethoxypheny. 
formazyl methyl ketone, COMe-C(N:N-C,H,-OEt):N-NH-C,H,-OEt, 
small, deep red needles, m. p. 143°, is also formed. Pyruvic acid 
p-ethoxyphenylhydrazone, canary-yellow needles, m. p. 120—122°, 
is obtained by condensing ethyl methylacetoacetate with diazotised 
p-phenetidine and hydrolysing the product (m. p. 110°). On 
reduction by means of sodium amalgam, it yields «-p-ethoxyphenyl. 
hydrazinopropionic acid, pale yellow needles, m. p. 128—138°. 
G.. &.. & 


Summary of Results on the Isomeric Changes of Hydrazo- 
compounds, and Considerations relating to the Possibilities 
of their Explanation. Pavun JacopsEen (Annalen, 1922, 428, 
76—121).—An ordered summary of all previous work on the subject 
of this isomeric change, and a discussion of the principal views which 
have been expressed. C. K. I. 


The Action of Amines on Semicarbazones. I. Preparation 
of an Optically Active Semicarbazide. Forsyrn James 
Witson, Isaac Vance Hopper, and ARCHIBALD BARCLAY 
CRAWFORD (T., 1922, 121, 866—870). 


Reactions of Thiosemicarbazones. I. Action of Halogen 
Compounds. ForsytH James Witson and Rosert Borys 
(T., 1922, 121, 870—876). 


Is the Heat-coagulation of Protein a Hydrolysis ? Marair 
Hirscu-Poeany (Biochem. Z., 1922, 128, 396—401).—The author 
has attempted to determine whether the heat-coagulation of egg- 
white is due to hydrolysis by determining the increase in weight 
and the increased content of hydrogen and oxygen by analysis. 
The changes found were too small to indicate hydrolysis with any 
certainty. H. K. 


Fibrinolysis. II. Max Rosenmann (Biochem. Z., 1922, 
128, 372—381).—The fibrinolytic agent for which the authors 
adopt the name thrombolysin is precipitable by alcohol, ammonium 
sulphate, and zinc chloride. It exhibits maximum activity at 
37° and in neutral solution. It is inactivated at 46—48°. Fibrin 
heated at 57—62° is no- longer acted on by thrombolysin. The 
best solution for preserving the active material is 25% alcohol. 
Human and horse fibrin behave similarly towards ames a 

H. K. 


The Prosthetic Group of Blood Pigment. Formoxy- 
hemin. Wim Kister and Apotr Greriacn (Z. physiol. 
Chem., 1922, 119, 98—116).—The hematin-like substance obtained 
by Partos (A., 1920, i, 773) by the action of methyl alcohol con- 
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taining formic acid on blood-coagulum is found to be an inner 
salt of monomethylformoxyhemin, of the constitution 
C,,H;,;Me0,N,Fe-O-CHO, 

fine, slender needles, insoluble in water and all organic solvents, 
including aniline and pyridine, and in 5% sodium carbonate solution 
at the ordinary temperature, whilst it dissolves slowly in 5% sodium 
carbonate solution on heating, and in cold 1° sodium hydroxide 
solution. On digestion with methyl alcohol containing sulphuric 
acid, it slowly dissolves, and from the solution by the addition of 
hydrogen chloride, a -dimethylchlorohemin, C3,H3,0,N,FeCl, 
small deformed needles, can be isolated. 

Attempts to prepare «- and §-formoxyhemins have not resulted 
in obtaining chlorine-free compounds. 

Acetylocyhemin, a microcrystalline black powder, of the formula 
(,,H,;0,N,Fe, is obtained by the action of ethyl alcohol and 
acetic acid on oxyhzemoglobin powder. W. O. K. 


The Hemochrome of Herzfeld and Klinger. §S. Parros 
(Biochem. Z., 1922, 129, 89—100).—An extensive comparison of 
Herzfeld and Klinger’s hemochrome (A., 1920, i, 781) and hematin 
establishes their identity. H. K. 


Physical Characteristics of Gelatin Solutions. CLARKE E. 
Davis and Earze T. Oakes (J. Amer. Chem. Soc., 1922, 44, 464— 
479; cf. this vol., i, 63).—In the present paper, the variation of 
the density of gelatin solutions with temperature between 0° and 
60°, the variation of density with concentration at 40°, the tran- 
sition point of gel to sol, the variation of viscosity with concen- 
tration at 40°, the variation of viscosity with temperature from 
25° to 60°, and the variation of viscosity with the hydrogen-ion 
concentration at 40° have been determined. It is shown that the 
density of a gelatin solution, expressed in grams per c.c., at any 
temperature and any concentration, is equal to the density of water 
at that temperature plus 000290 multiplied by the percentage 
concentration of the gelatin by weight. The viscosities of gelatin 
solutions of various concentrations at 40° conform with Arrhenius’s 
viscosity formula. The viscosity-temperature curve of gelatin 
solutions shows a sharp deflexion at the transition point of gelatin. 
There are two maxima in the viscosity—hydrogen-ion concentration 
curve for gelatin solutions at 40°. These maxima are equidistant 
from the neutral point of water, and the effect of the isoelectric 
point, Py=4°'7, is not noticeable on the curve. The transition 


point of gelatin sol form A = gel form B is a temperature of 38°03°. 
J.F.S. 


Protein Enzymes. Rupoitr EHRENBERG (Biochem. Z., 1922, 
128, 431—449)—The author revives a hypothesis of enzyme 
action similar to that of Liebig. The enzyme is not a resting 
definable entity, but is a process into which the substrate may be 
induced to pass under certain conditions. The hypothesis is 
illustrated at length by reference to experiments on trypsin and 
pepsin. H. K. 
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Réle of Acids in Peptic Digestion. Wo. Ostwatp and 
A. Kuun (Kolloid Z., 1922, 30, 234—243).—The swelling of gelatin 
and egg-albumin by solutions of sulphosalicylic acid has been in. 
vestigated at various temperatures between 13°7° and 20:2°. It 
is shown that sulphosalicylic acid brings about the swelling of 
gelatin in exactly the same way as other acids, that is, it accelerates 
it in small concentrations, but retards it when present in greater 
concentrations. In the case of egg-albumin the sol swelling is 
furthered by small concentrations of sulphosalicylic acid and a 
precipitation is brought about by larger concentrations. In earlier 
papers, it has been shown that the swelling of the substrate plays 
an important part in peptic digestion, inasmuch as a furtherance 
of the swelling by acids also brings about a furtherance of the 
fermentation process. In opposition to this rule, Gyemant (A,, 
1920, i, 783), and Michaelis (A., 1921, i, 74) have shown that the 
sulphosalicylic acid which precipitates albumin makes _ peptic 
digestion possible. The present work shows that this case does not 
present an exception to the above-mentioned rule, for sulphosalicylic 
acid exerts a swelling action in concentrations of the same order 
as those at which Michaelis and Gyemant found the maximum 
peptic digestion. J.F.S. 


Invertase. II. Ricuarp WILisTaTTER and Fritz Racks 
(Annalen, 1922, 427, 111—141; cf. A., 1921, i, 823).—An 
investigation of the nature of the enzymatic process by means 
of which invertase may be set free from the yeast-cell, and of 
the condition in which invertase occurs in the cell. The general 
conclusion is that the invertase occurs as such, and not as a com- 
plicated carbohydrate molecule or higher polyose, but that it is 
protected and prevented from diffusing by the membranes of the 
cell-structure. The function of the liberating enzymes is to destroy 
these membranes so that the invertase can diffuse away. 

The liberating enzyme is somewhat unstable, and the’ process 
which results in the dissolution of the invertase is dependent there- 
fore on the manner in which the yeast is killed. If it is killed, for 
instance, by water at 50°, by 2% acetic acid, by 50% alcohol, or by 
cold ethyl acetate, the invertase content is quite unaffected, but its 
dissolution is hindered owing to the destruction of the liberating 
enzyme. Invertase itself is not appreciably decomposed by water 
below 55°. 

The following experiment shows the liberating enzyme to be a 
polysaccharase rather than a proteolytic enzyme. If the yeast is 
killed by means of warm ethyl acetate (which destroys the enzyme), 
and either pepsin or trypsin is added, a large part of the yeast (the 
proteins) passes into solution, but the whole of the original invertase 
remains in the insoluble portion. If now this is treated with a 
polysaccharase such as tannase or malt-diastase, the whole of the 
invertase is liberated. 

There are four ways in which invertase might be supposed to 
occur in the yeast-cell: (a) as a complex carbohydrate molecule, 
(6) as a polyose, (c) as adsorbed invertase, (d) as invertase con- 
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served between the membranes of the cell. If, however, the yeast 
is ground with an abrasive material for a long period at a temper- 
ature too low for any enzymatic process to occur, the whole of 
the invertase becomes soluble. Moreover, the substance present 
in this solution evidently does not belong to a more complex mole- 
cular species than the invertase obtained by enzymatic action, as 
can readily be shown by examining its behaviour with various ad- 
sorbents. Evidently, therefore, the invertase must exist as such 
enclosed in protecting membranes, which must be broken before it 
can diffuse. The destruction of the membranes can be effected by 
mechanically reducing the cell, but the same result is obtained much 
more quickly by allowing a polysaccharase to attack the membranes. 

The solutions of invertase obtained by subjecting yeast killed 
by means of warm ethyl acetate, first to proteolysis, and then to 
diastatic decomposition (fractional enzymatic extraction), are con- 
siderably richer than those formed by the action of the enzyme 
present in the yeast (autolysis). The invertase obtained by either 
process may be purified by adsorption and isolated as described in 
the previous paper (loc. cit.). The preparations of invertase obtained 
by fractional enzymatic extraction are comparable in strength with 
those obtained from solutions formed by autolysis, but whilst the 
latter are free from carbohydrates and contain proteins, the former 
are free from proteins and contain carbohydrates. Other im- 
purities which may be present are (a) foreign matter, including 
mineral substances derived from the adsorbents, (b) decomposed 
invertase, (c) and other carbohydrate-hydrolysing enzymes, such 
as raffinase and stachyase. C. K. I. 


The Temperature Coefficients in the Degradation of Starch 
and the Thermostability of Malt Diastase and Ptyalin. 
Err. Ernstr6OM (Z. physiol. Chem., 1922, 119, 190—263).—The 
optimal zone of reaction for malt diastase is P, 4—6, that of 
ptyalin is Py 6°5. Malt diastase is not influenced by the presence 
of sodium chloride in low concentrations; higher concentrations, 
however, have an inhibiting action. Ptyalin is inactive in the 
absence of sodium chloride. Ptyalin and malt diastase retain 
their activity at 0°. The temperature coefficient of these two 
enzymes falls with the rising temperature. The constant A of 
Arrhenius’s formula for various ranges of temperature and under 
various conditions was worked out. The highest stability of malt 
diastase lies at Py 5°9, that of ptyalin at Py 60—6:1. The 
presence of sodium chloride (optimum concentration N/10) greatly 
enhances the stability of ptyalin; the stability of malt diastase is 
not affected by the presence of sodium chloride. The inactivation 
temperature of ptyalin under optimal conditions is 57°5°, in the 
absence of sodium chloride it is 51°5—52°. Malt diastase is entirely 
inactivated when heated for one hour at 60°. The rate of in- 
activation of malt diastase and of ptyalin is not in accordance with 
that for a unimolecular reaction, but, as in the case of saccharase, it 
falls off more quickly than is required by the formula 
k,=1/t log kq/k;. 
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The rate of inactivation in low concentrations increases with the 
decrease in the concentration of the enzyme. The heated enzymes 
could not be regenerated. 8. 8. Z. 


The Influence of Hydrogen-ion Concentration on the 
Action of Pancreatic Amylase. J. Temminck GRoLL (Arch. 
Neerland. physiol., 1922, 6, 445—449)—The optimum range of 
hydrogen-ion concentration for pancreatic amylase extends from 
Py4°6 to Py6°8. On either the acid or alkaline side of this range 
the activity falls off with great rapidity. C. R. H. 


o-Emulsin (Oxynitrilese), §-—Emulsin (Oxynitrilase), and 
Carboligase. L. RosenTHALER (Biochem. Z., 1922, 128, 606— 
607).—Polemical against Nordefeldt (this vol., i, 66) and Neuberg 
and co-workers (A., 1921, i, 480; this vol., i, 305). BH. XK. 


Classification of Carboligase. C. Neusere and J. Hirscu 
(Biochem. Z., 1922, 128, 608—609).—Polemical against Rosenthaler 
(preceding abstract). H. K. 


Succinodehydrogenase. Erik P. Wipmark (Skand. Arch. 
Physiol., 1921, 41, 200—220; from Chem. Zentr., 1921, iii, 1362— 
1363; cf. Battelli and Stern, A., 1911, ii, 132, and Thunberg, A., 
1918, i, 140).—The enzyme found in the muscles of horses and 
cattle, called “‘ succinicoxydone ” (Battelli and Stern) or ‘‘ succino- 
dehydrogenase ”’ (Thunberg) changes succinic acid into fumaric 
acid with elimination of hydrogen. The course of the reaction 
may be followed by using methylene-blue as hydrogen acceptor, 
it being thereby changed into the leuco-base. Directions are given 
for the preparation of the enzyme, from horse or cattle muscle. 
The time required for the decoloration of a 0°25% solution of 
methylene-blue was used as a measure of the reaction of the enzyme 
with succinic acid. With constant concentration of succinate the 
decolorising power was proportional to the concentration of the 
enzyme. With constant enzyme concentration, the decolorising 
power rose at first quickly with the succinate concentration, but 
then approached a limiting value. 


Aliphatic Arsinic Acids, and Aliphatic-aromatic Arsenious 
Acids. A. J. Quick and Roger Apams (J. Amer. Chem. 
Soc., 1922, 44, 805—816).—Alkylarsinic acids may readily be 
prepared by heating together an aqueous solution of sodium 
arsenite and the requisite alkyl bromide or chloride. The method 
has been applied to the preparation of several alkylarsinic acids 
as well for allyl- and benzyl-arsinic acids. For the prepar- 
ation of dialkylarsinic acids, the necessary alkyldichloroarsine 
is dissolved in sufficient 10N-sodium hydroxide to produce the 
disodium alkyl arsenite and then the alkyl bromide is added and 
the mixture is heated under a reflux condenser. In this way, 
diethylarsinic acid, propylbutylarsinic acid, m. p. 127—128°, 
and dibutylarsinic acid, m. p. 137—138°, giving a light blue 
copper salt, have been obtained. For the aliphatic-aromatic 
arsinic acids the dichloroarsine is dissolved in alkali as described 
above and the alkyl or aryl haloid added at the ordinary temper- 
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ature, the reaction taking place rapidly. In this way a number 
of compounds having the general formula NHR’-CO-CH,-AsRO,H 
have been obtained, where R is a phenyl, py-aminopheny], or p-acetyl- 
aminophenyl group, and R’ is a phenyl or substituted phenyl group. 
The compounds described are : Phenylarsinoacetic acid, m. p. 141— 
142° (decomp.); phenylchloroarsineacetic acid AsPhCl-CH,°CO,Et, 
m. p. 102—103°; phenylbromoarsineacetic acid, m. p. 113—114°; 
phenylarsinoacetanilide, m. p. 182—183° (decomp.); phenylbromo- 
arsineacetanilide, m. p. 108—110°; phenylarsinoacetophenetidine, 
m. p. 175° (decomp.) ; phenylarsinoacetoarsanilic acid ; phenylarsino- 
o-acetylaminobenzoic acid, m. p. 198—200° (decomp.); phenoxy- 
ethylphenylarsinous acid, m. p. 122—123°; ethylenediphenyldi- 
arsinous acid, m. p. 209—211°; -aminophenyldichloroarsine 
hydrochloride; p-aminophenylarsinoacetanilide, m. p. 181—182° 
(decomp.); p-acetylaminophenylarsinoacetanilide, m. p. 205—206° 
(decomp.); p-glycylaminophenylarsinoacetanilide, m. p. 199° 
(decomp.); p-aminophenylarsinoacetophenetidine, m. p. 211°5— 
212°5°; p-acetylaminophenylarsinoacetophenetidine, m. p. 214—215° 
(decomp.); p-aminophenylarsinoacetoarsanilic acid; p-acetylamino- 
phenylarsinoacetoarsanilic acid; p-aminophenylarsino-p-acetyl- 
aminobenzoic acid, m. p. 217° (decomp.). 

Butyldichloroarsine, b. p. 192—194°, is obtained by the action 
of sulphur dioxide on butylarsinic acid in hydrochloric acid solution 
in the presence of a little potassium iodide. p-Chloroacetylamino- 
benzoic acid, m. p. 239°, is obtained by the action of chloroacetyl 
chloride on p-aminobenzoic acid. 

The arsenic derivatives described above dissolve readily in 
aqueous alkalis, giving solutions which have relatively low toxicity 
but at the same time only a slight trypanocidal action. W.G. 


The Sulphur Content of Arsphenamine (Salvarsan) and 
its Relation to the Mode of Synthesis and the Toxicity. I. 
Water G. CHRISTIANSEN (J. Amer. Chem. Soc., 1922, 44, 847— 
854; cf. this vol., i, 186; Fargher and Pyman, T., 1920, 117, 
370).—The total sulphur content of salvarsan was found to vary 
from 0°4°% up to 3%, according to the method of preparation, and 
those preparations which contained the highest percentage of sulphur 
were the most toxic. There was no direct relationship, however, 
between these two factors. Only the sulphur in excess of that 
introduced when 3-nitro-4-hydroxyphenylarsinic acid is reduced 
by hyposulphite under the most favourable conditions has any 
great effect on the toxicity. The sulphonic acid of salvarsan, de- 
scribed by King (T., 1921, 120, 1107, 1414), could only be isolated 
from salvarsan preparations made from the nitro-acid under the 
least favourable conditions. The presence of this sulphonic acid 
cannot account for the whole of the high toxicity which is obtainable. 


W. G. 


The Sulphur Content of Arsphenamine (Salvarsan) and 
its Relation to the Mode of Synthesis and the Toxicity. II. 
WatTeR G. CHRISTIANSEN (J. Amer. Chem. Soc., 1922, 44, 854— 
859; cf. preceding abstract)—Highly toxic salvarsan preparations 
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with high sulphur content prepared by the hyposulphite reduction 
of 3-nitro-4-hydroxyphenylarsinic acid differ from those obtained 
from known mixtures of 3-amino-4-hydroxyphenylarsinic acid and 
its 5-sulphonic acid (cf. King, T., 1921, 120, 1107, 1414) in several] 
points, such as the rate at which the sulphonic acid separates from 
the alcohol solution, the effect of temperature on the formation of 
the precipitate, the ease of separation of the precipitate from the 
mother-liquor, and the rate of death of rats when the preparations 
are injected intravenously. These differences, it is suggested, may 
be due to heating causing a rearrangement of some unstable substance 
or to an alteration in colloidal properties. W. G. 


Lead Triaryl, a Parallel to Triphenylmethyl. III. Lead 
Triphenyl, Tri-p-tolyl and Tri-o-tolyl and Dark Red Lead 
Diaryls. Erich Krause and G. G. Retssaus (Ber., 1922, 55, 
[B], 888—902).—In continuation of the work on lead tri-p-xylyl 
(Krause and Schmitz, A., 1920, i, 197) and lead tricyclohexy| 
(Krause, A., 1921, i, 825), the lower homologues are now described; 
it has also been found possible to isolate certain intermediately 
formed lead diaryls in the homogeneous condition. The latter 
are intensely coloured, dark red, apparently amorphous powders 
which give blood-red solutions in benzene or ether from which 
they are precipitated unchanged by alcohol. In freezing benzene 
they have the simple molecular weight, and hence are shown 
definitely to be derivatives of bivalent lead. They are highly 
unsaturated. In the solid state or in solution, they readily absorb 
atmospheric oxygen, becoming decolorised and transformed into 
derivatives of quadrivalent lead. They combine instantly with 
iodine and reduce silver nitrate to metallic silver. On the other 
hand, when isolated they are comparatively stable and retain 
their red colour for weeks if carefully shielded from light and air. 
They are very analogous to the tin diaryls (Krause and Becker, 
A., 1920, i, 340) but are considerably less stable than these sub- 
stances. When heated alone or in solution, they undergo complex 
decomposition, whereas in the presence of an excess of magnesium 
aryl bromide they are converted smoothly and readily into lead 
triaryls. 

Lead triphenyl is remarkable for its close resemblance to hexa- 
phenyldistannan (Krause and Becker, loc. cit.); in the solid 
condition it is probably bimolecular, but the designation “ hexa- 
phenyldiplumban ” does not appear to be appropriate, since it 
has the simpler molecular weight in dilute solution. This is also 
true of the tri-p-tolyl, tri-o-tolyl, and tri-p-xylyl compounds. The 
lead triaryls show remarkable differences in the ease with which 
they pass into tetra-aryls; this occurs very readily with the phenyl 
compounds, more difficultly with the p-tolyl derivative, whereas it 
is not possible with the o-tolyl or p-xylyl compounds. 

The following individual substances have been prepared by the 
action of the requisite magnesium aryl haloid on lead chloride in 
the presence of ether or benzene. It is remarkable that the yields 
appear to depend to a not inconsiderable extent on the origin of 
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the lead chloride. The success of the experiments is governed 
atly by exact adherence to experimental conditions, which 
are described fully in the original. Lead diphenyl, a blood-red, 
amorphous powder which is decolorised and decomposed at about 
100°, becomes yellow at 120° and melts above 200°, without, how- 
ever, blackening below 260°. Lead di-p-tolyl. Lead triphenyl, 
almost colourless, lustrous rhombohedra (-+-C,H,) from benzene, 
pale yellow, rhombic platelets from chloroform, incipient decomp. 
155° and m. p. 225° (m. p. of lead tetraphenyl); it is converted 
into lead tetraphenyl when heated alone (see above), in benzene 
solution at 100°, or in pyridine solution at 60—65°; its solution 
in benzene is converted by an aqueous alcoholic solution of iodine 
into lead triphenyl iodide and by a dilute solution of iodine in 
benzene into lead iodide, together with a little lead diphenyl di- 
iodide. Lead tri-p-tolyl, hexagonal platelets or rhombohedra, 
decomp. 193° and subsequent m. p. 240° (m. p. of lead tetra-p- 
tolyl); in contrast to lead tri-p-xylyl and lead tricyclohexyl, it is 
converted by bromine in freezing pyridine into lead bromide and 
lead tetra-p-tolyl, thus pointing to the possible existence in pyridine 
solution of the equilibrium 2Pb(C,H,), == Pb(C,H,),+Pb(C,H,), ; 
with iodine in the presence of water, it gives lead tri-p-tolyl vodide, 
m. p. 115°, decomp. about 195°. Lead tri-o-tolyl, microscopic 
thombohedra which deposit lead at about 240° and melt to a black 
liquid at about 250°. Lead tri-p-xylyl chloride crystallises in 
silvery, rectangular plates, m. p. 167°5°, decomp. about 195°. 
Wee 


The Nitroanilines. Morris 8S. KHarascu, FREDERICK W. M. 
LoMMEN and IsaporE M. JAcoBsoun (J. Amer. Chem. Soc., 1922, 
44, 793—805).—Evidence is adduced in support of the nitronic 
structure of o- and p-nitroanilines, and it is considered that in 
alcoholic solution they exist in two or more tautomeric forms (cf. 
Baly, Edwards, and Stewart, T., 1906, 89, 517). In alcoholic 
solution they give with mercuric acetate intensely coloured mercury 
salts, whereas with m-nitroaniline the reaction is only slow and 
the product is almost white. Using nascent mercuric oxide, 
Jackson and Peakes (A., 1908, i, 523) obtained highly coloured 
compounds with all three isomerides, but it is shown that their 
compound obtained from the meta-isomeride is only an additive 
compound, as, on extraction with acetone, the whole of the nitro- 
aniline is removed and only the mercuric oxide is left. The o- and 
p-salts, when similarly extracted, remain unchanged. The authors 
suggest a formula for p-nitrodimethylaniline, in which its nitronic 
structure is retained, which should overrule Baly’s objections (cf. 
T., 1910, 97, 581). The mechanism of mercurisation is discussed 
and three possible ways in which o- and p-nitroanilines might be 
mercurised are suggested. The positions taken by the entering 
mercury in the nitroanilines has been established as ortho or para 
or ortho-para to the amino-group. This has been shown by 
acetylation and subsequent replacement of the mercury by 
bromine. 
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o-Acetoxymercuri-p-nitroaniline is best obtained by the inter. 
action of mercuric acetate and p-nitroaniline in alcoholic solution, 
With hydrochloric acid it yields o-chloromercuri-p-nitroaniline, and 
with sodium thiosulphate it gives o : o’-mercury-bis-p-nitroaniline, 
With dilute sodium hydroxide or carbonate, the acetoxy- or chloro. 
derivatives give quinone-1-imide-aci-4-nitro-2-mercury. If, in the 
preparation of the acetoxy-derivative, an excess of mercuric acetate 
is used 0 : 0’-diacetoxymercuri-p-nitroaniline is obtained. On acetyl. 
ation the acetoxy-derivative yields 0-acetoxymercuri-p-nitroacet. 
anilide, which on bromination gave p-nitro-o-bromoacetanilide. 

Similar derivatives were prepared from o-nitroaniline as follows: 
p-acetoxymercuri-o-niiroaniline ; p-chloromercuri-o-nitroaniline ; quin- 
one-1-imide-aci-2-nitro-4-mercury ; p-acetoxymercuri-o-nitrodiacet- 
antlide; p-acetoxymercuri-o-nitroacetanilide. 

m-Nitroaniline reacts with mercuric acetate in alcohol to give 
N-isomercuriacetate-m-nitrophenylammonium. acetate, 

NO,°C,HyNH,Ac-HgAc. 

By varying the conditions and the quantities of the reacting sub- 
stances 0 : p-diacetoxymercuri-m-nitroaniline and p-acetoxymercuri- 
m-nitroaniline are obtained, the latter yielding p-acetoxymercuri- 
m-nitroacetanilide on acetylation. : W. 


Organic Nitro-compounds containing Mercury. Gerorcz 
W. Raiziss and A. PRoskouRIAKoFF (J. Amer. Chem. Soc., 1922, 
44, 787—793).—In the case of nitrophenol and nitrosalicylic acid, 
the introduction of mercury into the nucleus is effected by warming 
the compound with either mercuric acetate or oxide in water for 
several hours. A mixture of mono- and di-mercurated products 
usually results. The corresponding chloromercuri-compounds may 
be obtained by the action of hydrochloric acid. The authors 
obtained such a mixture from o-nitrophenol, their results thus 
disagreeing with those of Hantsch and Auld (cf. A., 1906, i, 471). 
With 5-nitrosalicylic acid, the dimercury derivative is obtained 
almost exclusively, even although allowed to react with only 
equimolecular quantities of mercuric oxide or acetate. The bio- 
logical properties of these compounds have been examined, and 
of the entire number sodium hydroxymercuri-o-nitrophenoxide 
was found to be far superior to the others. The following com- 
pounds are described: 4-chloromercuri-2-nitrophenol; sodium hydr- 
oxymercuri-o-nitrophenoxide (mercurophen) (cf. J. Infect. Diseases, 
1919, 24, 547); 2-chloromercuri-4-nitrophenol; 4-acetoxymercuri- 
2-nitroresorcinol; 4-chloromercuri-2-nitroresorcinol ; 3-chloromercuri- 
5-nitrosalicylic acid, m. p. 238° (decomp.); diacetoxrymercuri-5-nitro- 
salicylic acid. The mercurisation of 3-bromo-5-nitrosalicylic acid 
and of 3: 5-dinitrosalicylic acid gave mixtures of mono- and di- 
mercury compounds from which it was not possible to separate 
pure substances. None of the compounds described above were 
affected by ammonium sulphide at room temperature within thirty 
minutes (cf. A., 1920, i, 196). 

Modifications in the preparation of 5-nitro- and 3: 5-dinitro- 
salicylic acids are described. W. G. 
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Colloidal Trimercuriacetanilide Acetate. G. Rossi (Gaz- 
zelta, 1922, 52, i, 189—192).—2 : 4 : 5-T'rimercuriacetanilide acetate, 
Hg-OAc 
NHAC SHg-OAc, prepared by the interaction of mercuric acetate 
Hg-OAc 
and acetanilide at 140°, forms a friable, vitreous mass and softens 
and decomposes at above 180°. It dissolves slowly but abundantly 
in water, yielding colloidal solutions which froth when shaken, coagu- 
late when heated, and are incapable of dialysis; in these properties, 
the compound resembles the corresponding tetra- and penta- 
mercuriacetanilide acetates (cf. Raffi and Rossi, A., 1912, i, 931; 
1914, i, 610). With these three acetates, the colloidal properties 
become more clearly marked as the molecular weight increases. 
Treatment of trimercuriacetanilide acetate in aqueous solution with 
excess of bromine dissolved in potassium bromide solution results 
in the formation of 2 : 4: 5-tribromoacetanilide. ye 


Preparation of Esters of Complex Mercuridicarboxylic 
Acids and their Products of Hydrolysis. WALTER SCHOELLER 
and WALTHER ScHRAUTH (D.R.-P. 339494; from Chem. Zentr., 
1921, iv, 1224).—Esters of sulphido-mercuricarboxylic acids are 
heated, whereby mercuric sulphide is split off; the resulting esters 
may be hydrolysed (cf. Schoeller, Schrauth, and Hueter, A., 1920, 
i, 455—456). Methyl sulphido-dimercuri-o-acetylamidobenzoate, 
prepared by the action of freshly prepared alcoholic hydrogen 
sulphide on methyl acetoxy-mercuriacetylanthranilate, is heated 
at 80—100° until 1 molecule of mercuric sulphide is split off. The 
resulting methyl mercuridiacetylamidobenzoate is separated by 
solution in acetone and filtration from the mercuric sulphide. It 
has a light yellow colour and m. p. about 200° with previous dis- 
coloration. Ethyl mercuridisalicylate is similarly prepared; it is 
a crystallisable oil. Methyl mercuridibenzoate, prepared by way 
of the sulphidomercuribenzoate, is a white, microcrystalline com- 
pound. By hydrolysis, it gives an amorphous substance, containing 
45°07°%, of mercury, identical with the mercuridibenzoic acid of 
Pesci (A., 1901, i, 624). Ethyl sulphido-mercurimethoxybutyrate, 
from ethyl acetoxymercurimethoxybutyrate (itself obtained from 
the action of mercuric acetate on ethyl crotonate) gives on heating 
ethyl «-mercuridi-8-methoxybutyrate obtained as microcrystalline 
needles by recrystallisation. «-Mercuridi-§-methoxybutyric acid is 
obtained by hydrolysis as a white, amorphous powder. G. W. R 
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Physiological Chemistry. 


Estimation of the Relative Numbers of Red Blood-cor- 
puscles of Differing Resistance (Osmotic Resistance Curves) 
by means of Sodium Sulphate. H. J. HamBurcer (Biochem, 
Z., 1922, 129, 163—182).—Corpuscles washed with isotonic sodium 
sulphate solution lose their adsorbed lecithin layer and when 
exposed to solutions of sodium sulphate of increasing concentration 
show a curve of resistance to hemolysis different from that of 
unwashed corpuscles. Washed corpuscles are more resistant than 
unwashed. It is shown that regeneration of blood after anemia 
due to blood-letting in rabbits is most rapid if lecithin and fatty 
foods be consumed. H. K. 


The Dextrose Content of the Red Blood-corpuscles of 
Man and their Behaviour in Isotonic Sugar Solutions. 
M. BoénnicER (Biochem. Z., 1922, 128, 482—486).—The red blood- 
corpuscles of man, when kept in isotonic dextrose solution at 0°, 
15°, or 37°, show a considerable increase in volume after one hour, 
especially at the higher temperatures. When kept longer, those 
at 0° decrease in volume, whilst those at 15° and 37° continue to 
increase and finally those at 37° show hemolysis. The corpuscles 
of sheep and guinea pigs always diminish in volume independently 
of the temperature. H. K. 


The Importance of Potassium and Calcium Ions for the 
Production of Artificial @dema and for the Width of the 
Blood Vessels. Rupotr J. HamBurcer (Biochem. Z., 1922, 
129, 153—162).—Potassium can be omitted from a perfusion fluid 
for a frog’s limb without production of cedema if the solution con- 
tain 0°6% NaCl and 0:007% CaCl,,6H,O. Addition of 0°01% KC! 
or a fall of concentration of the calcium chloride to 0°006%, pro- 
duced cedema. Higher concentrations of calcium chloride, for 
instance, 0°01°% constrict the blood-vessels so that no fluid will 
pass, but on addition of a little potassium chloride the flow recom- 
mences. The action is reversible. The action of the calcium ion 
is to constrict the capillaries and to cause a thickening of their 
walls, a property also possessed by solutions saturated with a 

H. K. 


The Sterilisation of the Intestine during Fasting. SrEran 
DoMBROWSKI and (the late) Stantstas Koztowskr (Bull. Soc. 
Chim. Biol., 1922, 4, 71—79)—Fasting, accompanied by daily 
washings with tepid water to eliminate feces remaining from the 
period preceding the fast, produces an advanced sterilisation of the 
intestine. From the fourth day, the excretion of conjugated 
sulphuric acid and of indican in the urine is at a minimum, whilst 
bilirubin and cholesterol undergo no change in the intestine, but 
are excreted as such in the faces, E.S 
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The Réle of Ketonic Compounds in Intermediate Exchanges 
and in the Formation of Sugar from Fat. H. Cur. GEEL- 
wuyDEN (Skand. Arch. Physiol., 1921, 40, 211—225; from Chem. 
Jentr., 1921, iii, 1508—1509).—Oil was injected into the stomach 
of rabbits poisoned with phloridzin. The elimination of sugar 
rose at once and remained high for several days. The increase in 
sugar was not, however, in excess of that to be expected from the 
amount of oil administered. Phloridzin-diabetic dogs excrete 
“extra sugar’’ after subcutaneous injection of sodium acetate 
and sodium butyrate, but not in the case of sodium n-hexoate. 
Strongly diabetic men show, after administration of ‘‘ ketogenous ” 
amino-acids (isovaleric acid, tyrosine, phenylalanine, d-leucine, 
and butyric acid), increased excretion of sugars and ketonic com- 
pounds. Ketonic compounds and sugar may be formed on the 
one hand from fats and their derivatives and on the other from 
the amino-acids of proteins. Ketonuria must be considered as a 
sign of defective or incomplete sugar synthesis. G. W. R. 


Physical Chemistry of Colour Vision. Fritz WEIGERT 
(Z. physikal. Chem., 1922, 100, 537—565).—A theoretical paper in 
which the physical chemistry of the mechanism of colour vision is 
discussed. J. F.S. 


Odour and Chemical Structure. H. ZWAARDEMAKER (Arch. 
Neerland. physiol., 1922, 6, 336—354).—The intensity of the odour 
of a substance is an additive property, depending on such physical 
properties as volatility and solubility in lipoids; the quality of the 
odour is a constitutive property, depending on the presence in the 
molecule of certain specified groupings, designated “‘ odoriphores,”’ 
and on the magnitude and number of the groupings in the molecule 
and their intra-molecular arrangement. Thus attention is directed 
to the regular transition in the type of odour observed in ascending 
certain homologous series of compounds. 

With reference to the theory that odour is due to intra-molecular 
movements, it is pointed out that these movements are themselves 
determined by the above-mentioned factors. C. R. H. 


The Réle of Vitamins in the Chemistry of the Cell. Emin 
ABDERHALDEN (Z. physiol. Chem., 1922, 119, 117—120).—The 
author points out that he had published conclusions similar to 
Hess (this vol., i, 399) on the relation of the antineuritic vitamin 
to cell oxidation processes. W. O. K. 


Chemical Conditions for the Maintenance of Normal 
Cell Structure. IV. Difference in Nitrogen and Water 
Content of Muscle treated with Sodium and Calcium Chloride. 
Errk M. P. WipMa4kK and Gunnak Linpaut (Skand. Arch. Physiol., 
1921, 41, 221—226; from Chem. Zentr., 1921, iii, 1367—1368 ; 
ef. Widmark, A., 1911, ii, 56)—The extraction of rabbit muscle 
by solutions of sodium chloride, and sodium chloride together with 
calcium chloride, respectively, was studied. The nitrogenous 
substances extracted amounted to 15—20°% of the weight of tissue 
used. There was no marked difference between the amount 
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extracted by the two solutions. In the case of the solution con. 
taining calcium chloride, however, the water content of the tissue 
was lowered, probably owing to dehydration of tissue colloids, 
The effect of calcium ions on muscle is attributed to this rather 
than to extraction of proteins. G. W. R. 


Chemical and Physical Properties of Muscle and Muscle 
Extracts. VI. Muscle Extract of Octopus. G. Quvacu. 
ARIELLO (Arch. internat. Physiol., 16, 228—238; from Chem. Zentr., 
1921, iii, 1368; cf. A., 1921, i, 831).—Muscle extract from octopus 
has d'8 1-051; it is slightly acid in reaction and shows under the 
ultramicroscope, particularly on dilution with 3°5°% sodium chloride 
solution, great numbers of myosin granules in energetic Brownian 
motion. The relative viscosity is 5°09; relative conductivity at 
18°, 0°0233 reciprocal ohm; surface tension (by stalagmometer), 
0°68. The opalescence increases above 38°, and at 54—55° coagula- 
tion takes place. The extract contains 85°8% of water, 3°02%, 
of ash, 1°626% of total nitrogen, and 0°374% of residual nitrogen. 

G. W. R. 


Calcium Fixation by Animal Tissues. VII and VIII. 
E. FREUDENBERG and P. GyGray (Biochem. Z., 1922, 129, 134— 
137; 138—143)—VII.—The ultra-filtration of calcium from a 
serum solution is accelerated by addition of potassium chloride 
more than by nitrate, acetate, phosphate, or hydrogen carbonate. 
Anions also influence the swelling of cartilage, the imbibition being 
greater for calcium chloride than nitrate or acetate. Fixation 
of calcium is inhibited by creatine or ethylamine. 

VIII.—Formaldehyde and dextrose inhibit fixation of calcium 
by cartilage, but ethyl alcohol and acetone in decinorma] solution 
are without action. Calcium fixation is accelerated by rise of 
temperature. H. K. 


Dyeing of Deaminated Wool. W. W. Pappown (J. Physical 
Chem., 1922, 26, 384—389).—Ordinary white wool, and the same 
material which had been deaminated by treating with nitrous 
acid at 4° and subsequently boiling, has been dyed by orange II 
and lake scarlet-R and the amount of dye removed from the bath 
determined. The change in the Py value at the end of the operation 
was also determined. The Py values have been plotted against 
the quantity of dye removed, and curves very similar in shape 
and position obtained ; the differences between the two curves could 
well be attributed to experimental errors. The results show that 
the amino-groups in wool play no part whatever in the dyeing 
of that fibre by acid dyes. J. F.S. 


Toxin of the Fish, Plotosus anguillaris. I. KaABESHIMA 
(Nippon Biseibutsugakki Zasshi, 1918, 6, 45—270; Jap. Med. 
Literature, 1920, 5, 23—24).—Plototoxin, a poison occurring in 
the fish, Plotosus anguillaris, consists of two active substances, 
plotospasmin and plotohemolysin, which may be separated by 
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adsorption methods. The experimental work is concerned with 
the physiological behaviour of these two substances, and with 
the effect of heat, light, and shaking on their potency. 

CHEMICAL ABSTRACTS. 


Fatty Matters in the Sea Urchin. Katsumi TAKAHASHI 
(J. Chem. Soc. Japan, 1922, 43, 243—257 ).—Analysis of the 
sea urchin gave: water 45°31%, dry substance 54°69%, total 
nitrogen 2°43%, crude fat 12°91%, crude ash 13:22%, and phos- 
phorus 0°41%. The crude fatty matter contained lecithin 19°628%, 
kephalin 1°736%, cholesterol 5°585%, and fat 73°051%. The fat 
gave 19°181% of saturated acids (mainly palmitic acid, with small 
quantities of stearic or myristic acid) and 53°870% of unsaturated 
acids which gave four bromides containing 66°26°%, 61:20%, 55°25%, 
and 43°57°%% of bromine, respectively. The properties and com- 
position of the lecithin and kephalin were in good agreement with 
those from the hen’s egg. K. K. 


Presence of Aromatic Hydroxy-acids in Urines. G. DE 
Sanctis and Q. Fiort (Boll. Chim. Farm., 1922, 61, 97—102).— 
The authors discuss this subject and describe the isolation of 
hydroparacoumaric or 8-p-hydroxyphenylpropionic acid from the 
wine of a patient to whom no aromatic medicaments had been 
administered by ingestion. The acid is derived from the tyrosine 
of food under the influence of intestinal putrefaction. T. H. P. 


Hematoporphyrin in the Urine in Cases of Lead Poisoning. 
0. ScHumM (Z. physiol. Chem., 1922, 119, 139—149.)—On examin- 
ing several samples of urine from patients suffering from lead 
poisoning, it was found that a hematoporphyrin identical with 
the hematoporphyrin from feces, or one resembling it very much, 


was present either alone or in preponderance in the urine. 
8. 8. Z. 


Estimation of Urinary Colloids by the Gold Number. 
B. OrrENSTEIN (Biochem. Z., 1922, 128, 382—390).—The author 
has determined the gold number of dialysed urine containing 
colloids both of normal persons and of pathological cases. In 
normal urine, the gold number varies between 7 and 3:5, and is 
independent of the reaction of the urine. In pathological cases, 
there is considerable variation. H. K. 


The Proteolytic Enzymes in Albuminous Urines. S. G. 
Hepin (Z. physiol. Chem., 1922, 119, 264—279).—Strongly 
albuminous urine, when previously kept acid, digests its protein 
or added casein in alkaline solution more readily than when it is 
previously kept in weakly alkaline solution. It is suggested that 
the urine contains an inhibitory substance which is decomposed 
by acid. The action of trypsin on casein and peptone is inhibited 
to a greater extent by the addition of urine previously kept alkaline 
than by that of urine previously kept acid. S. 8. Z. 
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Chromic Acid Nephritis. R.H. Masor (Bull. Johns Hopkins 
Hosp., 1922, 33, 56—61).—A fatal case of nephritis, consequent 
on the cauterisation of a wound with chromic acid, is described, 
The maximum concentrations in the blood, expressed as mg. per 
100 c.c., were: non-protein nitrogen, 373; urea nitrogen, 340; 


creatinine, 17; creatine, 19; uric acid, 9; sugar, 220. The plasma | 


carbon dioxide capacity fell to 31%, and the plasma chlorine 
remained low, about 400 mg. per 100 c.c. 
CHEMICAL ABSTRACTS. 


Physiological Action of Proteinogenic Amines. V. J. 
ABELIN (Biochem. Z., 1922, 129, 1—49).—Experiments on rats 
show that substances such as tyramine, phenylethylamine, 
adrenaline, choline, pilocarpine, and atropine, which stimulate 
the vegetative nervous system, influence the metabolic processes, 
There is increased gaseous metabolism, mobilisation of glycogen, 
hyperglycemia and glycosuria, and increased excretion of urine. 
Tyramine and phenylethylamine reinforce the action of each other, 
and, in conjunction with small quantities of thyroid preparations 
which in themselves are inactive, produce a strong increase in the 
gaseous metabolism. Histamine has no influence on the gaseous 
metabolism, whilst acetylcholine depresses it. BR. &. 


The Cinchona Alkaloids. H. W. Acton (Lancet, 1922, i, 
124—128; from Physiol. Abstr., 1922, 7, 58).—The “ cinchonine 
series ’—cinchonine, cupreidine, and quinidine—which are dextro- 
rotatory are more powerful in their physiological action than their 
levorotatory isomerides of the “ cinchonidine series ’”—cinchon- 
idine, cupreine, and quinine. The hydroalkaloids are more stable 
and in many respects more active than the natural alkaloids. 
Of the alkyl-hydroalkaloids, the higher members are more toxic 
than the lower members to mammals, protozoa, and — . 

W. O. K. 


Surface Activity and Toxic Action of Saponins. Lupwic 
KoFter (Biochem. Z., 1922, 129, 64—72).—The author has measured 
the hemolytic index, the drop number, and the fish index (the 
concentration of substance which kills a young roach, 0°1—0°5 gram 
in one hour) of eight saponins. There is no parallelism in these 
properties. The order of the drop numbers may even change 
with change in the concentrations studied. It is considered 
essential that in order to trace the relation between the surface 
activity and the physiological action, the concentration used in 
the surface tension measurements should be that used in the 
physiological experiment. H. K 


VEGETABLE PHYSIOLOGY AND AGRICULTURE. i. 611 


Chemistry of Vegetable Physiology and Agriculture. 


Influence of Arsenious Acid on Bacterial Growth. R. 
(opET and V. VAN DER ReEIs (Biochem. Z., 1922, 129, 73—88).— 
No evidence was found that arsenious acid could stimulate the 
growth of bacteria. H. K 


Influence of Lactic Acid on Lactic Acid Fermentation. 
B. J. HotwEeRDA (Biochem. Z., 1922, 128, 465—481).—As the 
result of conductivity measurements and colorimetric measurements 
on lactic acid and of potentiometric measurements on mixtures 
of lactic acid and sodium or calcium lactate, the dissociation con- 
stant of lactic acid is found to be 1°5x10* at 25°. Bredig’s 
diazoacetic ester method gives values for the dissociation constants 
of organic acids which are 8 to 10% too low. Lactic acid ferment- 
ation in a whey containing peptone is inhibited by undissociated 
lactic acid. 


Zymase Formationin Yeast. I. F.Haypuck and H. HAEHN 
(Biochem. Z., 1922, 128, 568—605).—The distribution of zymase 
in bottom beer-yeast and in distillery yeast is different. Bottom 
beer-yeast contains free zymase and zymase combined with proto- 
plasm, the former zymase alone being active after treatment of 
such yeast by Lebedev’s process or in yeast fixed by acetone, 
even in the presence of toluene. Distillery yeast, which gives no 
active press juice or active zymase after acetone fixation, contains 
only combined zymase, its activity being inhibited by toluene 
owing to formation of impermeable emulsions with the lipoid 
membranes of the cells. Experiments on a torula yeast poor in 
zymase showed that cultivation in a wort with a weak air supply 
caused an increased content of zymase and parallel with this an 
increased nucleic acid metabolism. The differences observed in the 
two first-named yeasts is attributed to differences in their mode 
of living. H. K. 


A New Acid Fermentation produced by Sterigmatocystis 
nigra. Marin Motuiarp (Compt. rend., 1922, 174, 881—883).— 
When Sterigmatocystis nigra [Aspergillus niger] is grown on a medium 
very poor in nitrogen and mineral salts the main, avd in some 
cases the only acid produced is d-glucosic acid. If only the nitrogen 
is low in the medium then citric acid predominates in the products, 
but if phosphorus is the nutrient which is lacking there is marked 
acidity produced, due in this case to a mixture of citric and oxalic 
acids. If, on the other hand, potassium is the missing nutrient, 
then there is an accumulation of oxalic acid. On a properly 
balanced medium only traces of free acid are produced. W. G. 


A New Antiseptic with High Iodine Content. (Diethylene 
Disulphide Tetraiodide.) C. BacuEm (Biochem. Z., 1922, 129, 
190—193)—The properties of diethylene disulphide tetraiodide, 


y 2 
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S1.< Ge on Sh, containing 81% of iodine have been examined 
2 
with a view to its use as a wound antiseptic. Its most striking 


action is its powerful inhibitory action on bacterial growth. It 
is not decomposed by proteins, is relatively non-toxic to rabbits, 
but has a disagreeable odour. The iodine is liberated slowly by 
water and completely by ether. H. K. 


Relationships between Antiseptic Action and Chemical 
Constitution, with Special Reference to Compounds of the 
Pyridine, Quinoline, Acridine, and Phenazine Series. C. H. 
Brownine, J. B. Conzn, R. Gaunt, and R. GuLBRANSEN (Proc, 
Roy. Soc., 1922, [B], 93, 329—366).—The bactericidal action of 
derivatives of pyridine, quinoline, acridine, and phenazine on 
Staphylococcus aureus and on Bacillus coli has been investigated. 
In the pyridine, quinoline, and phenazine series no compound 
has been found possessing an activity equalling that of certain 
diaminoacridine derivatives, particularly in presence of serum 
which inhibits their efficiency. In the acridine group, the intro- 
duction of amino-groups enhances the antiseptic potency, and this 
effect is in general weakened again by alkylation or acetylation, 
or replacement by hydroxyl. The methochloride is equal to or 
better than the hydrochloride of the same base. Substitution 
of the methyl group by another radicle is without much effect. 
The carboxyl group seems to depress the antiseptic property. 
The comparative efficiencies for S. aureus and B. coli do not invari- 
ably run parallel. 

The following new compounds have been prepared. «-Dimethy- 
aminopyridine methiodide, fine, colourless needles which turn yellow 
in the air; dinitro-B-naphthaquinoline, m. p. 245—247°; diamino- 
B-naphthaquinoline, pale yellow plates, m. p. 250°; 2 : 7-diacetyl- 
diaminoacridine chloroacetate, yellow crystals ; 2 : 7-diaminoacridine- 
chloroacetate, red crystals; 2:7-dtaminoacridine chloroacetanilide, 
brown crystals; 2-amino-9-phenyl-3-methylnaphthacridine, yellow 
needles, m. p. 269—271°; 7-amino-2-dimethylamino-6-methy- 
phenazine methochloride, microcrystalline powder with dark green 
lustre; 2-dimethylamino-6-methylphenazine methiodide, brownish- 
black plates; N-methyltetrahydroquinoline-2-aminophenazine metho- 
chloride, green, iridescent mass (zinc salt). W. O. K. 


The Relation between Chemical Constitution and Anti- 
septic Action in the Coal Tar Dyes. Tuomas H. FarrBROTHER 
and ARNOLD RensHaw (J. Soc. Chem. Ind., 1922, 44, 134—144).— 
The action of numerous dyes on cultures of parameecia and of 
various bacteria was examined. 

It was found that efficient antiseptic action was dependent 
on the presence in the molecule of free amino-groups, but that 
the effect of these was neutralised by the presence of sulphonic, 
carboxyl, nitro-, and naphthylamino-groups. The most actively 
antiseptic dyes were those of the triphenylmethane series and the 
oxazines. The triphenylmethane dyes were especially active in 
the simple salt form and in the form of a double salt with a metallic 
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salt of the same acid as the dye (for example, crystal-violet zinc 
chloride). Some of the dyes possessed a selective action; thus 
the oxazines in general killed gram-positive organisms and left 
the gram-negative ones unaffected. 

Antiseptic activity is associated with the possibility of tautomeric 
change in the molecule, and with the existence of the substance 
in the molecular dispersoid form. It does not vary with intensity 
of colour or with molecular weight. : C. R. H. 


Influence of Selenium and Radium on the Germination 
of Seeds. J. Sroxwiasa (Compt. rend., 1922, 174, 1075—1077).— 
Both selenites and selenates exert a markedly injurious influence 
on the germination of seeds. Selenates are much less toxic than 
selenites, and at great dilution even exert a favourable influence. 
This injurious action of selenium compounds is to a large extent 
neutralised by the radioactivity of the medium. In the absence 
of selenium compounds, the germinative energy of seeds is con- 


siderably increased by water charged with radioactive emanation. 
Ww. @. 


Studies on Photosynthesis. IV. Carbon Dioxide Assimi- 
lation by Leguminose. S§S. Kostrytscurev (Ber. Deut. bot. 
Ges., 1922, 40, 112—119; cf. this vol., i, 307, 308).—In gaso- 
metric experiments with the concentration of carbon dioxide 
above that in the atmosphere, carbon dioxide assimilation by 
leguminose is markedly greater than by other plants. The presence 
of nitrates in the soil increases the assimilation; the effect is, 
however, not shown in short period experiments. Alder species 
although possessing nodules on their roots do not resemble the 


Leguminose in their energy of carbon dioxide assimilation. 
G. W. R. 


Aluminium Salts and Acids at Varying Hydrogen-ion 
Concentrations, in Relation to Plant Growth in Water 
Cultures. S. D. Conner and O. H. Sears (Soil Sci., 1922, 13, 
23—41).—The results of the investigation showed that the toxicity 
of aluminium salts is due to the aluminium-ion more than it is 
to the hydrogen-ion in the case of such plants as barley and that 
this toxicity is reduced when much phosphate is present in the 
nutrient medium. Acid soils are toxic to many plants mainly 
because they contain readily soluble aluminium salts. W. P. 8S. 


The Part Played by Lipoids in the Metabolism of Plant 
Cells. II. Frieprich Boas (Biochem. Z., 1922, 129, 144— 
152).—The action of solanine, bile acids, urethane, quinine, and 
cocaine has been examined on the fermenting capacity of yeast- 
cells, Saponaceous substances like solanine and the bile acids, 
in presence of neutral salts, have an inhibitory action attributed 
to a change of the lipoid structure of the cell, causing increased 
permeability. Quinine and cocaine were found to promote fer- 
mentation. H. K 
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Influence of Selenium on Plant Evolution in the Presence 
or Absence of Radioactivity. J. Sroxiasa (Compt. rend., 1929 
174, 1256—1258).—Sodium selenate at a concentration of 5 x 10+ 
up to 10° gram-atoms of selenium per litre produces a stimulating 
effect on the growth of maize, but at higher concentrations it jg 
toxic. Selenites are more toxic than selenates. This injurious 
action of selenium compounds is almost completely neutralised } 
the presence of radium emanation to the extent of 0-0000056 mg, 
per plant. Selenium ‘dioxide is much more toxic than sulphur 
dioxide, towards plants. W. G. 


Absorption of Ions by the Roots of Living Plants. |, 
Absorption of the Ions of Calcium Chloride by Pea and Maize. 
GiaDys M. REDFERN (Ann. Bot., 1922, 36, 167—174).—Seedlings 
of pea and maize grown in culture solutions were transferred to 
solutions of calcium chloride of varying concentration. The per. 
centage absorption of calcium is in every case greater than the 
percentage absorption of chlorine, the difference being less in the 
most dilute solutions used (0-001N). The Py remains approxi- 
mately constant, potassium and magnesium diffusing from the 
roots and presumably replacing the calcium absorbed. Equilibrium 
is reached in the intake of this salt within the first twenty-four 
hours in the case of peas and within the first forty-eight hours 
in the case of maize. No trustworthy evidence of periodicity in 
absorption was obtained. G. W. R. 


The Genesis of Amylase and Maltase in Plants. W. 
PALLADIN and HELENE Popov (Biochem. Z., 1922, 128, 487— 
494).—In green and etiolated leaves of various plants, some diastase 
remains fixed by the protoplasts even after protracted autolysis 
and thorough percolation in water, and some passes into solution. 
More diastase is found fixed in young leaves than in old leaves 
and none is found in dead leaves. H. K. 


The Hydrocyanic Acid Question. K. Sreerriep (Schweiz. 
Apoth. Ztg., 1921, 59, 325; cf. Schweiz. Wochschr., 47, 541; Rosen- 
thaler, A., 1921, i, 484; Wester, Pharm. Weekblad, 1914, 54, 207).— 
Old cherry-laurel leaves yield low percentages of hydrocyanic acid. 
Recent estimations in fresh leaves showed 0-253%, and in older 
leaves on the same branches 0-185%, both high results. 

CHEMICAL ABSTRACTS. 


The Hydrocyanic Acid Question. VIII.—Plants containing 
Hydrocyanic Acid and Saponin. IX.—Hydrocyanic Acid 
Content of Cherry-laurel Leaves Infected by Fungi. X.— 
Influence of Lesions on the Hydrocyanic Acid Content of 
Cherry-laurel Leaves. L. RosENTHALER (Schweiz. Apoth. 
Zig., 1921, 59, 466—469; 641—643, 643—647; cf. A., 1921, i, 
484) —VIII.—Of one hundred Argentinian plants examined, 
fourteen yield hydrocyanic acid but do not contain saponin, eighty- 
five contain saponin but do not yield hydrocyanic acid, whilst 
only one (Manihot tweedienus) contains saponin and also yields 
hydrocyanic acid. 
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[X.—Normal leaves had an average of 0-23 and 0-21% of hydrogen 
cyanide in two series; infected leaves had only 0-13 and 0-165%. 
Innormal young sprouts, the content of hydrogen cyanide decreases 
with distance from the centre of growth; infected sprouts show 
imegular amounts. 

X.—Cuts were made into half of the leaf-blade, both halves 
being separately examined later. Lesions made in August and 
September showed no increase in hydrogen cyanide content. 
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Comparative Plant Chemistry. II. The Berry Fruit of 
sme Caprifoliacee. GisreLA Nowak and JULIUS ZELLNER 
(Monatsh., 1921, 42, 293-310)—The fruit (flesh and seeds 
together) of the following species of Caprifoliaceze was submitted 
to qualitative and quantitative chemical examination: Lonicera 
rylosteum; L. nigra; Viburnum opulus; V. lantana; Sambucus 
mgra; S. racemosa; and Symphoricarpus racemosa. There was 
found a marked general similarity among the different species 
which can be expressed in the following average results, calculated 
on the dry materials: water-soluble, 50%; invert-sugar, mainly 
dextrose, 25%; pectin, 3%; free acid, 3%; water-soluble inorganic 
salts, 3°94; total ash, 49%; proteins, 7%; 1-5°%% waxy substances, 
small quantities of tannin. There are several fairly wide variations 
from the mean, for example Symphoricarpus racemosa has about 
55% invert-sugar and Sambucus racemosa gave about 30% of fatty 
oil, which in this case only is contained in the flesh of the fruit 
as well as in the seeds. The presence of a crystalline substance 
xylostein, m. p. 124°, in LZ. xylostewm was confirmed; it is probably 
the poisonous principle of the berry; and isovaleric acid was found 
in V. opulus. The oils from the different species had the following 
constants: L. xylosteum, saponification number (8), 184-85; iodine 
number (J), 132-8; unsaponifiable (UV), 4:9%; oxygen taken up 
during drying (O), 12%; ZL. nigra (8), 156-53; (Z), 101-4; (UV), 
216%; (O), 82%; n™ 1-494; V. opulus (8), 192-3; (Z), 108-0, 
(U), 23%; (O), 7:1%; n®® 1-484, d'® 0-9252; V. lantana, (8), 
192-5; (I), 121-0; (O), 7:3%; n®* 1-486; Sambucus nigra (S), 190-0; 
(I), 157-8; (U), 45%; (O), 15:1%; nun 1-485; d® 0-9407; SV. 
racemosa (S), 190-8; (I), 162-0; (U), 06%; (O), 160%; n® 
1-485; d* 0-934; Symphoricarpus racemosa (I), 131-8. E.H.R. 

The Structure of the Cotton Hair and its Botanical Aspects. 
HUMPHREY JOHN DenuaAM (Trans. Text. Inst., 1922, 13, 99—112).— 
A critical and historical review is given of the microscopy and 
development of the cotton hair, and the facts are discussed in the 
light of modern theories, especially of the nature of cell-walls in 
general. It is suggested that as there are so few real botanical 
abnormalities about cotton, it offers a promising field for the study 


of cell-walls, including the biochemistry of polysaccharide deposition. 
J.C. W. 


The Chemical Constituents of Raw Cotton. RoBErT 
GzrorGE FarGHER and JoHN CHARLES WiTHERS (Z7'rans. Teat. 
Inst., 1922, 13, 1—16).—An exhaustive review of the present state 
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of knowledge of the ash, wax, protein, pigments, and cellulose jp 
raw cotton, with a short account of the behaviour of the minor 
constituents in technical operations. More than one hundred 
references to the literature are cited. J.C. W. 


The Chemical Constituents of Green Plants. XVIII. The 
Acids from the Berry of the Mountain Ash (Pyrus aucuparia) 
which are precipitated by Lead Acetate. Hartwic Franzey 
and Rupotr OstertacG (Z. physiol. Chem., 1922, 119, 150—165)— 
On precipitating the acids of the berry of the mountain ash and 
extracting the fraction with ether, malic acid is mainly obtained, 
Traces of citric and succinic acids may also be present. Liebig’s 
statement that this berry contains considerable quantities of 
tartaric and citric acids cannot be confirmed. 8. 8. Z. 

Tyramine (p-Hydroxyphenylethylamine) as_ the Active 
Principle of the Drug Semina cardui Marie. ALFRED ULIL- 
MANN (Biochem. Z., 1922, 128, 402—406).—An aqueous extract 
of the powdered drug was precipitated with phosphotungstic acid 
and the bases were fractionated by Kossel and Kutscher’s process. 
The final filtrate had a strong pressor action, due to the presence 
of tyramine which was isolated by extraction with amy] alcohol 
and identified by its benzoyl derivative and colour reactions. 

H. K. 


Classification of Soil Moisture. F. W. Parker (Soil Sci., 
1922, 13, 43—54).—-It is shown that the dilatometer method (A., 
1917, i, 510) does not measure different forms of water in soils and 
that soils do not contain a considerable quantity of inactive or 
unfree water. Investigations on the rate of evaporation of water 
from soils, the vapour pressure at different moisture contents, the 
equilibrium relations with seeds, and depression of the freezing 
point due to solid material yielded results which did not indicate 
the presence of different forms of water in soils. Although the 
old classification of soil moisture into hygroscopic, capillary, and 
gravitational water has certain objections it seems to be the best 
yet offered. W. P.S. 


Relation of the Phosphoric Acid of the Soil to Pot Experi- 
ments. G. 8. Fraps (Texas Agr. Exp. Stat. Bull., 1920, 267).— 
Soils which contain more than the average amount of total nitrogen 
tend to give higher yields of phosphate to crops than soils con- 
taining the same quantities of active phosphate, but the average 
amounts of total phosphate and nitrogen. Soils containing the 
same amounts of active phosphate tend to withdraw larger amounts 
of phosphate when these soils have a higher nitrogen content and 
a higher total phosphate content. When the soils are arrange 
in groups according to the amounts of phosphate withdrawn by 


the crops in the pot experiments, there is a relationship between 
the amount of phosphate removed from the soil and the active 


phosphate in the soil, the correlation coefficient for the active 
phosphate being 0°57, and for total phosphate 0°45. The presence 
of lime introduces a complication. CHEMICAL ABSTRACTS. 
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Migration of a Double Linking. Jos& Puyat (Anal. Fis. 
Quim., 1922, 20, 80—83).—isoAmy] alcohol (y-methylbutanol) was 
dehydrated at 400°, using, as a catalyst, a preparation of infusorial 
earth. The amino-alcohol prepared from the resulting hydro- 
carbon by way of the bromohydrin was identical with the base of 
sovaine, namely, methylethyldimethylaminomethy] carbinol. This 
alcohol and the corresponding bromohydrin are ordinarily derived 
from $-methyl-A*-butylene, CH,:;CMe-CH,Me. The dehydration of 
the alcohol used must thus have produced this hydrocarbon and 
not the expected §-methyl-A*’-butylene. It is supposed that 
ymethyl-As-butylene, CHMe,°CH°CH,, is first formed, and that 
the 8-methyl-A+-butylene results from a rearrangement at the 
temperature of the reaction by means of a series of alternate 


hydrations and dehydrations. G. W. R. 


Conversion of Allyl Alcohol into Glyceryl Chloro- and 
Bromo-hydrins. JoHN Reap and Eric Hurst (T., 1922, 121, 
989—999). 


The Action of Acetylene on the Sodium Derivatives of 
Ketones and the Preparation of Dialkylethinylcarbinols. 
R. Locguin and Suna WovuseEna (Compt. rend., 1922, 174, 1427— 
1429).—When acetylene is passed into a solution of a methyl 
ketone in an inert solvent containing sodium ethoxide or sodamide, 
an acetylenic tertiary alcohol is obtained, but with very poor 
yield (cf. Ruzicka and Fornasir, A., 1919, i, 193). The yieid is 
much improved if the sodium derivative of the ketone is first 
prepared by means of sodamide and then into this material in 
ether or benzene the acetylene is passed under pressure. In 
addition to the required tertiary alcohol, a small amount of a 
hydrocarbon and some bi-tertiary acetylenic y-glycol of the type 
0H-CRR’-C?C-CRR’-OH, is obtained. Thus from methyl isohexyl 
ketone, methylisohexylethinylcarbinol, b. p. 83—85°/10 mm. and 
187—188°/760 mm., giving an allophanate, m. p. 114—115°, is 
obtained, together with some methylethylisohexylcarbinol, b. p. 92— 
93°/15 mm., and its allophanate, m. p. 110—111°, and the two 
stereoisomeric forms of a bi-tertiary acetylenic y-glycol, b. p. 183— 
184°/12 mm., of which the a-form has m. p. 66—68°, and the 
bform has m. p. 35°. From methyl! nonyl ketone the products are 
nethylnonylcarbinol, b. p. 127—128°/11 mm., its allophanate, methyl- 
hylnonylearbinol, b. p. 131—134°/14 mm., and the a- and b-forms 
of the y-glycol, b. p. 237—238°/10 mm., and having m. p. 91—92° 
and 70—71°, respectively. Dipropyl ketone yields dipropylethinyl- 
\§ carbinol, b. p. 69—71°/12 mm., dj! 0°8691, np 1°4443, and its allo- 
phanate, m. p. 143°, dipropylethylcarbinol, b. p. 73—79°/16 mm., and 
its allophanate, m. p. 124°, and the y-glycol [dy-dipropyl-A:-decinene- 
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6y-diol], b. p. 174°/18 mm., m. p. 118—119°. Methyl éert.-buty| 
ketone gives methyltert.bulylethinylcarbinol, b. p. 142—144°, d, 
0°8806, np 1°4441, and its allophanate, m. p. 156°, methyltert.butyl. 
ethylcarbinol, b. p. 152°, and its allophanate, m. p. 134—135°, and 
the y-glycol, b. p. 148—150°/14 mm., of which the «-form has 
m. p. 88—89° and the 6-form m. p. 78°. W. G. 


The Unsaturated Reduction Products of Sugars and their 
Transformations. IV. A Glucoside-like Derivative of a 
Simple Hydroxyketone, 5-Acetyl-n-butyl Alcohol. The Con- 
stitution of Fructose. Max BERGMANN and ARTHUR MIEKELEY 
(Ber., 1922, 55, [B], 13890—1403).—In a previous communication 
(this vol., i, 227), it has been shown in the cases of «- and 8-methyl- 
glucodesoside and «- and $-methylglucosides that substances of 
similar constitution may possess very varying degrees of stability 
and that conclusions with respect to the finer structure of sub. 
stances which are based on their comparative stability are par. 
ticularly liable to error. The point appears to be of particular 
importance for the chemistry of the sugars, and is to be elaborated 
in a series of papers, of which this is the first. 

The relationships of 5-acetyl-n-butyl alcohol and its semi-acetal 
have been investigated. The parent substance is characterised by 
the extreme readiness with which it reacts with methyl alcohol 
in the presence of acids, which in concentration even as low as 
N/2000 bring about quantitative acetalisation at the atmospheric 
temperature in a short time. In this respect, 5-acetyl-n-butyl 
alcohol is more reactive than any aldehydic or ketonic alcohol 
which has been investigated. As is to be expected, the hydrolysis 
of the semi-acetal is effected with unusual ease by dilute aqueous 
acids (the same is true of y-acetylpropyl alcohol). ‘The observations 
have considerable interest with reference to the structure of sucrose, 
in which the 1 : 2-oxide structure has been postulated (cf. Haworth 
and Law, T., 1916, 109, 1344), as a result of the comparison of 
sucrose and its hydrolytic products with ethylene oxide and similar 
unstable systems. The properties of acetylbutyl alcohol semi- 
acetal show that the ready hydrolysis observed with sucrose is 
not by any means necessarily dependent on the presence of the 
ethylene oxide ring, and that further investigation of the structure 
of the fructose residue is necessary. 

5 - Acetyl - n-butyl alcohol, COMe-CH,°CH,°CH,°CH,°OH, or 
OH-CMe<62'Gr2>CH,, has d 1-0072, nj} 1-438. Tt is trans 


2 
formed by methyl-alcoholic hydrogen chloride into the correspond- 


ing semi-acetal, OMe-CMe< G2 og? >CH, a mobile, very volatile 


liquid, with a marked odour of. camphor, b. p. 76°/99 mm., d{° 
0°94702, d® 0°94642, d?* 0°94445, nif* 14275, ni} 14272, nji* 1:4264, 
which can also be prepared in a similar manner from the anhydride 
of §-acetyl-n-butyl alcohol, CMe< 5 GH? >CHe The velocity of 


the former reaction is measured by determining the amount of 
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mchanged alcohol after given intervals, this being effected by 
treatment with a known quantity of acetic anhydride dissolved in 
pyridine, and final estimation of unused acetic acid. The rate of 
the latter reaction is measured by treating a known amount of 
the solution of the anhydride in methyl] alcoholic hydrogen chloride 
with an excess of aqueous hydrogen carbonate solution, oxidising 
the unchanged anhydride with an excess of an ethereal solution of 

rbenzoic acid, and estimating the excess of the latter by titration 
of the iodine liberated after addition of potassium iodide. 

The velocity of hydrolysis of the cycloacetal in water and aqueous 
hydrochloric acid has also been examined. The method adopted 
consists in making the experimental solutions alkaline with potass- 
jum carbonate after given intervals of time and extracting them 
thoroughly with ether. After removal of the latter, the residue is 
acetylated with acetic anhydride in the presence of pyridine. The 
excess of acid anhydride is destroyed by water, the solution is 
exactly neutralised by sodium hydroxide, and the amount of acetyl 
present estimated by hydrolysis. 

The «S-structure of the oxygen bridge in glucal has been largely 
adopted on account of its sensitiveness towards acids and the 
coloration it gives with a pine shaving. Since it is found that 
these reactions are also shared by y-acetyl-n-butyl alcohol and 
y-acetyl-n-propyl alcohol, the furoid structure can no longer be 
regarded as established, and further examination of the ring system 
of glucal and the related glucosides and polysaccharides is necessary. 


H. W. 


The Autoxidation of Ethyl Ether. A. M. CLover (J. Amer. 
Chem. Soc., 1922, 44, 1107—1118).—Ethyl ether absorbs oxygen 
from the air very slowly at first with the formation of a peroxide 
by direct addition. The rate of peroxidation becomes much greater 
in time owing to the catalytic influence of acetaldehyde, which is 
formed by the spontaneous decomposition of the peroxide. To 
this peroxide the author assigns the constitution OEt-CHMe-0-OH, 
which is most in accord with the properties of the compound. 
The active oxygen content of the pure peroxide is approximately 
that required for a substance formed by the addition of one molecule 
of oxygen to one molecule of ether, half the added oxygen being 
active. The peroxide is formed directly by the action of oxygen 
on ether. It is volatile and decomposes, especially under the 
influence of light, with the formation of carbon dioxide, methane, 
acetaldehyde, and alcohol. With acidified water, it reacts yielding 
hydrogen peroxide quantitatively. The peroxide is acidic in 
character. It is shown that hydrogen peroxide is not a primary 
product of the oxidation of the ether. W. G. 


Action of Dichloroethyl Ether, CH,Cl-CHCl-OEt, on the 
Mixed Magnesium Derivative of Allyl Bromide. R. Lesprrau 
(Bull. Soc. chim., 1922, [iv], 31, 412—414)—By the action of 
dichloroethyl ether on magnesium allyl bromide in ethereal solution, 
«-chloro-8-ethoay-A*-pentene, CH,Cl-CH(OEt)-CH,-CH°CH,, b. p. 
158—158°5°, d‘? 0-967, nj 1°44, is obtained amongst other products, 
z2 
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the yield being small. On bromination it gives «-chloro-de-dibromo. 
B-ethoxypentane, b. p. 143—144°/16 mm., d** 1°630, np 1°5115. 
W. G. 


Hydrate of Ethylene Oxide. A. MazzuccHELii and R, 
ARMENANTE (Gazzetta, 1922, 52, i, 338—346).—Investigation of 
the freezing-point diagram of the system water—ethylene oxide 
shows that this oxide forms only one hydrate, C,H,0,7H,0, m. p, 
12°8-+-0°1°. The hydrate forms large, transparent, tabular crystals 
or aggregates of radiating needles, apparently of the triclinic system, 
and exhibits a marked tendency to give supersaturated aqueous 
solutions. Its formation is accompanied by considerable con- 
traction and if, as is usually assumed, the molecules of ordinary 
ice are dimeric and those of ice formed under pressures exceeding 
2000 atmospheres monomeric, the water in ethylene oxide hydrate 
exists as simple molecules. a. we, &- 


Organic Derivatives of Selenic Acid. Jutius MEyYeER and 
WALTER WAGNER (Ber., 1922, 55, [B], 1216—1222).—In continu. 
ation of their work on the similarity of selenic and sulphuric acids 
(cf. Meyer and Wagner, this vol., ii, 372), the behaviour of selenic 
acid towards organic substances has been examined. Close 
analogies are again found, but the organic derivatives of selenic 
acid are distinguished by a much greater liability to internal 
oxidation, whilst, also, selenic acid appears in some instances to 
exert a powerful condensing action. 

Methyl selenate, Me,SeO,, is prepared as a yellow liquid, d*° 1°652, 
n 1°4316, by the action of methyl iodide on silver selenate. It 
could neither be caused to crystallise nor distilled without decom- 
position. It deposits selenium at the atmospheric temperature. 
It is hydrolysed readily by aqueous acids or alkalis. It can be 
used as a methylating agent in the same manner as methy] sulphate. 
Ethyl selenate is prepared similarly; it has d* 1-501, n 1°4445. 
Propyl selenate could not be obtained by the action of propyl 
iodide on silver selenate. 

Methyl hydrogen selenate is an exceedingly unstable substance 
the lead and potassium salts of which are described; they decom- 
pose very readily. Ethyl hydrogen selenate and its lead, stron- 
tium, and potassium salts are too unstable to be analysed. Similar 
observations are recorded with n-propyl hydrogen selenate and its 
lead, strontium, calcium, and potassium salts. 

Potassium phenyl selenate, KO-SeO,°OPh, colourless leaflets 
which are moderately stable toward air, is prepared by the action 
of potassium pyroselenate on a concentrated aqueous solution of 
potassium phenoxide; it is decomposed by hydrochloric acid into 
phenol and selenic acid. 

The action of selenic acid on phenol is very energetic and proceeds 
differently from that of sulphuric acid. It was not found possible 
to isolate a phenolselenonic acid from the products of the change, 
which appear to consist of complex substances of unknown 
constitution. 

Concentrated selenic acid oxidises aniline with explosive violence; 
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by mixing the substances in the presence of ether, aniline selenate 
is obtained as a very unstable, colourless salt. H. W 


The Auto-oxidation of Organic Sulphur Compounds. 
MarceL DeL&prne (Compt. rend., 1922, 174, 1291—1293).—A few 
futher experiments on the auto-oxidation of organic sulphur 
compounds are described (cf. A., 1910, i, 295, 545, 612; 1911, ii, 
1061; 1912, ii, 509) in which it is shown that only a very small 
amount of the organic vapour is oxidised and the action ceases 
long before either the oxygen or the organic compound present is 
wed up. It is suggested that these organic sulphur compounds 
act as their own anti-oxygens (cf. Moureu and Dufraisse, this vol., 
i, 250). W. G. 


The Chlorinated Dialkyl Sulphides. WILLIAM JACKSON 
Pork and JAMES LEONARD BRIERLEY Situ (T., 1922, 121, 1166— 
1170). 


The Sulphilimines, a New Class of Organic Compounds 
containing Quadrivalent Sulphur. FReprerick GrorcE MANN 
and WILLIAM JACKSON Pope (T., 1922, 121, 1052—1055). 


Bromination of Acids in the a-Position. CHARLES FREDERICK 
Warp (T., 1922, 121, 1161—1165). 


Studies of the Constitution of Soap Solutions. Sodium 
Behenate and Sodium Nonoate. Orie, Joycr FLECKER and 
MiLLicenT Taytor (T., 1922, 121, 1101—1109). 


The Effect of High Concentration of Salt on the Viscosity 
oh a Soap Solution. Annie Miniicent Kina (J. Soc. Chem. 
Ind., 1922, 41, 147—-148).—The addition of increasing quantities 
of salt to a solution of sodium palmitate containing 0°5 gram-mol. 
inl kilo. of water was accompanied by a rapid increase in the 
viscosity, which, however, reached a very decided maximum of 
105—10°6 C.G.S. units with a concentration of sodium chloride of 
05N. On further addition of sodium chloride, the viscosity pro- 
gressively declined to a value of 1°95 at a salt concentration of 
088N, at which point the liquid commenced to form two hetero- 
geneous layers preliminary to the formation of curd. The pro- 
gressive addition of potassium chloride to potassium oleate solution 
caused a similar transition from a clear, mobile liquid to a stiff, 
transparent jelly, a clear, viscous liquid, and finally two liquid 
layers and curd separation. It is evident that this behaviour is 
general for soap solutions. G. F. M. 


The Co-ordination Forms of Glycerides. Ap. Grin 
(Oesterr. Chem. Ztg., 1922, 25, 73—74; cf. this vol., i, 420)—A 
further reply to Klimont (this vol., i, 517). H. W. 


The Unsaturated Fatty Acids of Egg Lecithin. P. A. 
Levene and Ipa P. Rour (J. Biol. Chem., 1922, 54, 507—513).— 
In view of the results obtained with liver lecithin (cf. this vol., 
l, 424), egg lecithin has now been investigated. On hydrolysis, 
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this yields three unsaturated acids, namely, oleic, linolic, and 
arachidonic. Egg lecithin differs from liver lecithin in containing 
only a small proportion of highly unsaturated fatty acids. 

E. 8. 


C,, Fatty Acids. IV. A Rearrangement of the Benzilic 
Acid Type in the Aliphatic Series. Bren H. Nicoer and 
ALFRED E. Jurist (J. Amer. Chem. Soc., 1922, 44, 1136—1141)— 
When &-diketostearic acid, obtained by the oxidation of 6:-di- 
hydroxystearic acid with chromic acid, is fused with potassium 
hydroxide at 160° 6-dihydroxystearic acid and «-hydroxy-z. 
octylsebacic acid are obtained. This is taken as evidence that 
&-diketostearic acid is an intermediate product in the formation 
of a-hydroxy-«-octylsebacic acid from 6-dihydroxystearic acid 
by fusion with potassium hydroxide (cf. Le Sueur, T., 1901, 79, 
1313). This is probably the first recognised benzilic acid rearrange- 
ment of a compound of the type R-CH,°CO-CO-CH,R’. In the 
fusion of the diketo-acid with potassium hydroxide as described 
above pelargonic and azelaic acids are also formed by a modified 
Cannizzaro reaction. 

Methyl @.-diketostearate, m. p. 55°, and ethyl 6:-diketostcarate, 
m. p. 50°, are described. W. G. 


The Esterification of Ethyl Hydrogen Diethylmalonate and 
of Diethylmalonic Acid. PxttieppzE Dumesnit (Bull. Soc. chim., 
1922, [iv], 31, 419—420).—In the esterification of ethyl hydrogen 
diethylmalonate by boiling alcoholic hydrochloric acid, a certain 
amount of ethyl «-ethylbutyrate is obtained along with the ethyl 
diethylmalonate. In the esterification of diethylmalonic acid under 
similar conditions, only a small amount of the ethyl ester is 
obtained, the main product being ethyl hydrogen diethylmalonate 
with a trace of ethyl «-ethylbutyrate. W. G. 


The Formation of Malic Acid. Joun Morris WEertss and 
CHARLES R. Downs (J. Amer. Chem. Soc., 1922, 44, 1118—1125).— 
A preliminary study of the equilibrium between maleic, fumaric, 
and malic acids in aqueous solutions over the temperature range 
140—200°. At the lower temperature, in aqueous solution, an 
equilibrium exists among the three acids, but at the higher tem- 
perature maleic acid substantially disappears and the equilibrium 
is between fumaric acid and i-malic acid. Further, at the higher 
temperature approximately the same end-point is reached whether 
starting with maleic, fumaric, i-malic, or /-malic acid. Malic 
acid does not appear to be necessarily an intermediate product 
in the transformation of maleic acid to fumaric acid. By simple 
boiling at atmospheric pressure, malic acid solutions are practically 
unchanged. 

For the detection of small amounts of maleic acid in mixtures 
with fumaric and malic acids, the solution is saturated with respect 
to fumarie acid at 25°, and then the maleic acid is converted into 
fumaric acid by the addition of bromine and under the influence 
of the light from a mercury vapour quartz lamp. The solution 
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is again brought to 25° and well stirred, and the amount of fumaric 
acid separating is estimated. W. G. 


The Configuration of the Simple «-Hydroxy-acids. Kar. 
FREUDENBERG and Fritz Brauns (Ber., 1922, 55, [B], 1339— 
1352).—It has been shown by Freudenberg (A., 1914, i, 924) that 
malic acid is configurationally related to d-glyceric and d-lactic 
acids in the grouping -CH(OH)-CO,H. Since, further, the relation- 
ship of tartaric acid to dextrose has been established, it is only 
necessary to effect a definite transformation of tartaric acid to 
malic acid in order to complete the steric series of «-hydroxy-acids. 
The reduction of d-tartaric acid to d-malic acid has been effected 
previously, but the yields are minimal and the conditions are 
such that a Walden inversion might readily occur. The relation- 
ship of the two acids is, however, placed beyond doubt in the 
following manner. 

Methyl d-tartrate is converted by a slight excess of acetyl 
chloride in the presence of methyl acetate into methyl acetyl-d- 
tartrate, m. p. 83—84°, [«]i/+ 7-40° in aqueous solution. The 
latter is transformed by thionyl chloride in the presence of dry 
chloroform and anhydrous pyridine into methyl acetyl chloro- 
malate, [«]} + 3-1°, which is probably stereochemically not quite 
uniform by reason of a partial inversion at the halogenated 
carbon atom. The ester is hydrolysed at the atmospheric tem- 
perature by a saturated solution of hydrogen chloride in methyl 
alcohol (96%) and subsequently by aqueous hydrochloric acid 
(d 1-19), after which the aqueous solution of the acid is allowed 
to remain in contact with a zinc rod wrapped with a platinum 
wire until combined chlorine can no longer be detected. After 
purification through the lead salt, crystalline d-malic acid is 
obtained in 80% yield. It has [«]ij, yetow + 2:18° in water 
(81%) — 1-84° in water (54-59%), + 5-90° in acetone and + 30-60° 
in pyridine, these values being in close harmony with those of 
malic acid quoted in the literature for the sodium D-line. The 
acid is identified further by conversion into the bisphenylhydrazide 
and amide. 

The communication also contains a theoretical discussion of 
the regularities in steric series, the configuration systems of the 
simple hydroxy-acids and the monoses, and their mutual relation- 
ships, for details of which the original must be consulted. 


H. W. 


Sativic Acid. Ericn Reincer (Ber. deut. Pharm. Ges., 1922, 
32, 124—131).—The progressive elimination of hydroxyl groups 
from sativic acid (tetrahydroxystearic acid) prepared by the 
oxidation of linoleic acid, was carried out by heating the acid 
with 60% sulphuric acid whereby 1 mol. of water was eliminated, 
and the unsaturated acid produced was converted by hydro- 
genation into trihydroxystearic acid. By repeating the operation 
with this acid, a dihydroxy-unsaturated acid and finally dihydroxy- 
stearic acid were obtained, from which a monohydroxy-unsaturated 
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acid and monohydroxystearic acid were prepared. The consti. 
tution of each of the unsaturated acids was determined by ay 
examination of their oxidation products, and that assigned } 
Eckert (A., 1917, i, 317) to sativic acid, based on the products 
obtained from it by the action of an oxidising alkali fusion, was 
confirmed, namely 
CH,°[CH,],°CH(OH)-CH(OH)-CH,-CH(OH)-CH(OH)-[CH,],-CO,H. 
The position of the double bonds in linoleic acid follows accordingly, 
The preparation and properties of the following substances are 
described: Trihydroxy-unsaturated acid, C,,H;,0;, prepared by 
the elimination of 1 mol. of water from sativic acid, a thick, dark 
yellow oil of unpleasant odour which is converted by oxidation 
into the lactone of a trihydroxydecoic acid and by hydrogenation 
into wAp-trihydroxystearic acid, a solid, white substance, m. p. 
134—135°; from which the dihydroxy-unsaturated acid, C,,H,,0,, 
was obtained as a reddish-yellow oil. On oxidation, this substance 
gave azelaic acid as one of its degradation products, and on hydro. 
genation it was converted into Ay-dihydroxystearic acid, identical 
with that obtained by Hartley from liver and heart fat (J. Physiol., 
1909, 38, 353). The further elimination of water from this 
dihydroxystearic acid was achieved by heating with sulphuric—acetic 
acid, and the hydrogenation of the product gave the already known 
\-hydroxystearic acid, m. p. 80°. G. F. M. 


A Property of Ethyl Tartrate. Tuomas Stewart Parrerson 
(T., 1922, 121, 1042—1044). 


Racemic Acid in Solution. Sruart WortLEY PENNycvIcK 
(J. Amer. Chem. Soc., 1922, 44, 1133—1136).—The author has 
measured the interfacial tensions between aqueous solutions of 
(a) d-tartaric acid, (b) /-tartaric acid, and (c) racemic acid and the 
following inert liquids : toluene, paraffin, and a solution of camphor 
in benzene. The results show that there is no measurable difference 
in interfacial tension against the several inert liquids between 
the d- and the /-acid, but the curve for the racemic acid shows a 
marked divergence from that of the active acids. These results 
point to the existence in solution of the racemic acid molecule. As 
the dilution increases, the curves indicate an increasing dissociation 
of the racemic acid into the d- and l-forms. W. G. 


Some Transformations of Ethyl y-Bromo-cy-dicarboxy- 
glutaconate. Franz Fattis and Carta Ruiz pE Roxas 
(Monatsh., 1921, 42, 459—470).—It was hoped that, by removing 
hydrogen bromide from the y-bromo-ay-dicarboxyglutaconic 
ester prepared by Guthzeit and Hartmann (A., 1910, i, 386) 
it would be possible to obtain ethyl allenetetracarboxylate, 
C(CO,Et),:C°C(CO,Et),. This hope was not realised, but a number 
of new products were obtained. The bromo-compound was 
prepared by brominating the copper salt of ethyl dicarboxyglutacon- 
ate in chloroform solution. The bromodicarboxyglutaconic ester 
decomposes slowly when heated on the water-bath. Attempts to 
remove hydrogen bromide by heating the compound with diethy]- 
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aniline (method of Crossley and Le Sueur) were unsuccessful. When 
distilled in a vacuum, bromodicarboxyglutaconic ester decomposed 
into ethyl bromide and a lactonic compound which was proved to 
be triethyl y-hydroxy-«y-dicarboxyglutaconolactone, 

CO,Et-C:CH 

 &9.9 7 C(CO2Et)2- 

It distils at 212—216°/16 mm. as a green, fluorescent oil, crystal- 
lising in star-shaped crystals, m. p. 28—30°. In its intense 
fluorescence it resembles the structurally similar methylamino- 
citraconic methylimide and ethyl aminocyanofurancarboxylate, 
the only other known fluorescent aliphatic compounds. When 
the lactone is treated with alcoholic potassium hydroxide or 
potassium ethoxide, the lactone ring is not ruptured, but a carb- 
ethoxyl group is split off with a molecule of carbon dioxide and the 
enol potassium salt of diethyl y-hydroxy-«-carboxyglutaconolactone, 
(0-C(CO, Et) . Hj ; 
0.CH(CO,Et)~ © , is obtained. It forms a copper salt, lustrous, 
orange needles, losing water of crystallisation at 105°, m. p. 195° 
(decomp.). When ethyl bromodicarboxyglutaconate is treated 
with potassium ethoxide, it appears to behave in a similar manner 
to the above lactonic ester, losing a carbethoxy-group and carbon 
dioxide and leaving a product which gives an intense bluish-violet 
coloration with ferric chloride, and forms a green copper salt 
containing bromine. EK. H. R. 


Steric Transformations with a-Sulphonedialiphatic Acids. 
R. AntBerG (Ber., 1922, 55, [B], 1279—1281).—A preliminary 
communication due to the recent publication by Fitger (this vol., 
i, 107, 108). 

The same «-sulphonedibutyric acid, SO,(CHEt*CO,H),, m. p. 
152°, is obtained by the oxidation of meso-, r-, or optically active 
x-thiodibutyric acids with potassium permanganate. The experi- 
ments with J-«-thiodibutyric acid, however, prove that a certain 
amount of optically active «-sulphonedibutyric acid exists in the 
freshly oxidised solution which becomes inactive in the course of 
afew hours. Preliminary experiments show that the «-sulphone- 
dibutyric acid, m. p. 152° (which is thus proved to be the racemic 
form), can be resolved into its optical components by brucine in 
aqueous solution; the l-acid undergoes auto-racemisation when 
dissolved in water, the undissociated acid being affected more 
slowly than its ions. 

Similar results are obtained with «-sulphonediisovaleric acid, 
which, however, is rather more stable optically than its lower 
homologue. H. W. 


Preparation of Formaldehyde or its Polymerides from 
Mixtures of Carbon Monoxide and Hydrogen. ERNEST 
Joseph Lusu (Brit. Pat. 180016)—When mixtures of carbon 
monoxide and hydrogen in suitable proportions such as may be 
obtained by the purification of “suction gas”’ or water gas, are 
passed rapidly over catalysts prepared, preferably, from a mixture 


~ 


~ 


i. 626 ABSTRACTS OF CHEMICAL PAPERS. 


of 4 parts of nickel, 1 part of copper, and 5 parts of alumina, large 
quantities of formaldehyde or its polymerisation products are 
formed, and the residual gas consists mainly of methane and 
hydrogen. The gas is preferably forced through the catalyst at 
an initial temperature of 300—400°, under 10 atmos. pressure, 
at such a velocity as to ensure that the temperature does not fall 
below 160—180° on leaving the catalyst. To promote rapid cooling 
thereafter, the high-pressure gas is allowed to issue from a small 
constriction and is then led into water scrubbers to remove the 
formaldehyde. In order to restore the activity of the catalyst, 
steam is blown through periodically, or, alternatively, it may be 
mixed with the compressed gases. G. F. M. 


Conversion of Active Glyceraldehyde into Active Glyceric 
Acid. A. Wout and R. ScHELLENBERG (Ber., 1922, 55, [B], 
1404—1408).—d-Glyceraldehydedimethylacetal, [a] + 21-2° in 
aqueous solution, is hydrolysed by aqueous N/10-sulphuric acid 
and the solution is oxidised with yellow precipitated mercuric oxide 
in the presence of barium hydroxide. A dextrorotatory barium 
glycerate, having [«]j} + 8-45° in aqueous solution is thereby 
obtained. Since the active glyceric acids rotate in the opposite 
sense to their salts it follows that d-glyceraldehyde is genetically 
related to l-glyceric acid. H. W. 


Bisulphite Compounds of Oximinoketones and Glyoximes. 
C. GASTALDI and G. BRAUNIZER (Gazzetta, 1922, 52, i, 307—316).— 
The action of sodium hydrogen sulphite on chloroximinoacetone 
yields: (1) a compound, C,H,0;NCISNa, which loses the SO,Na 
group quantitatively as sulphurous acid when heated with dilute 
hydrochloric acid. This behaviour is that of bisulphite compounds 
having the SO,Na group united to a carbon atom, so that the formula 
of the above compound is probably SO,Na*O-CMe(OH)-CCI-NOH; 
(2) a compound which results from further action of the sodium 
hydrogen sulphite and subsequent decomposition, crystallises in 
cubes, and is free from nitrogen and chlorine. This compound has 
not been obtained pure, but when treated with phenylhydrazine in 
dilute acetic acid, it yields a compound, CyH,O,N3, which is reduced 
by sodium amalgam to phenylhydrazineacetic acid, ammonia, and 
aniline, and hence appears to be 2-phenyl-1 : 3-dihydro-1 : 2: 3- 
triazole-4-carboxylic acid; under similar conditions, 2-phenyl- 
1 : 2: 3-triazole-4-carboxylic acid (cf. Pechmann, A., 1891, 1112) 
yields phenylhydrazineacetic and hydrocyanic acids. 

Thus, the action of sodium hydrogen sulphite on oximino- 
ketones (cf. A., 1921, i, 602) is exerted principally on the group 
-C-NOH, transforming this into the group SO,Na-C-NH-OH, and 
hence yielding a derivative of hydroxylamine. In a further stage 
of the action, another molecule of sodium hydrogen sulphite reacts, 
with formation of compounds derivable from either ammonia ot 
aminosulphonic acid, 

SO,Na-C-NH:OH+NaHSO, —> SO,Na-C-NH-‘SO,Na-+H,0. 
An analogous reaction occurs with carbonyl compounds and with 
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certain unsaturated compounds having a double linking between 
two carbon atoms. It may be that the same reaction applies to 
compounds with a double linking between oxygen and_ nitrogen 
and that the interaction of nitrous acid and sodium hydrogen 
sulphite may be explained by assuming that the -N:O group of the 
acid behaves similarly to the °C:O0 of carbonyl compounds, the 
‘C°N: of oximinoketones, and the :C:C: of some unsaturated com- 
pounds, so that the initial product is hydroxylaminohydroxysul- 
phonic acid, SO,Na‘N(OH),; from the latter, by further action of 
one or two molecules of sodium hydrogen sulphite, hydroxylamine- 
disulphonic and the so-called nitrilosulphonic acids would result. 
An analogous interpretation may be given to the formation of the 
compound K,SO,,2NO, to which Raschig ascribes the structure 
KO-N(NO)-SO,K. 

The compound SO,Na:O-CMe(OH)-CCI-NOH forms small, colour- 
less rhombohedra and decomposes when either dissolved in water 
or exposed to the air. 

The acid C,H,O,N, (see above) is obtained in colourless needles 
containing benzene of crystallisation, and when freed from benzene 
has m. p. 178—179° (evolution of carbon dioxide). 

The analogous acid, C,H,0,N,Br, obtained when p-bromophenyl- 
hydrazine is used in place of phenylhydrazine, forms pale yellow, 
lustrous laminz, m. p. 185° (evolution of carbon dioxide). 

The compound SO,Na*O-CMe(CH:NOH):-NH-SO,Na, and the 
corresponding potassium compound, obtained when methylglyoxime 
is treated with sodium (potassium) hydrogen sulphite solution 
saturated with sulphur dioxide, form colourless needles containing 
water of crystallisation, give yellow solutions in dilute alkali 
hydroxide solutions, and do not yield insoluble compounds with 
nickel salts. When treated with phenylhydrazine, they give 
methylglyoxal phenylosazone, and when heated with 10% sulphuric 
acid solution, small proportions of oximinoacetone. 

When the sodium hydrogen sulphite compounds of oximino- 
ketones and of methylglyoxime are hydrolysed by means of 10% 
hydrochloric acid, the SO,Na group united to carbon is eliminated 
as sulphurous acid, and that united to nitrogen as sulphuric acid. 
Since these reactions are almost quantitative, the proportions of the 


SO,Na group combined in the two ways may be estimated. 
z. ms F 


Dioximes. II. G. Ponzio and G. Ruggeri (Gazzetta, 1922, 
52, i, 289—301; cf. this vol., i, 17).—If, in accordance with the 
Hantzsch-Werner hypothesis, the isomerism of the «-dioximes is 
attributed to the different relative positions occupied in space 
by the two hydroxy] groups, the properties of methylacetylglyoxime 
(dimethyltriketone «-dioxime) not only indicate no choice between 
the four possible configurations, but fail also to explain the behaviour ' 
of this compound towards nitrogen tetroxide. Indeed, whereas 
the latter dehydrogenates «-dioximino-derivatives, 

NOH:CR-CR’:NOH, 
giving the corresponding peroxides (furoxans), R*C,N,0,°R’, it 
z*2 
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converts methylacetylglyoxime into a keto-p-nitroleoxime, namely, 
“-oximino-8--nitrole-y-ketopentane, NOH:CMe-CAc:N,O,. Hence 
the two oximino-groups of methylacetylglyoxime are not equivalent 
and as a similar phenomenon is encountered with other «-dioximes, 
but only for one form of them, there can be no question in this 
case of geometrical isomerism. 

Three configurations are possible for «-oximino-§-y~-nitrole-y. 
ketopentane according as the structure of the N,O, group is repre. 
sented by :C(NO):-NO,, :<C:N-O-NO,, or :C:NO-NO,. When this 
compound is treated with aqueous ammonia, it gives rise to methyl- 
aminoglyoxime, which is probably formed as the result of the follow- 
ing reactions : (1) The hydrolysis, OH*N:CMe-C(NO)(NO,)-CO-CH,+ 
H,O — OH-:N:CMe:CH(NO):NO,+CH,'CO,H; (2) the isomeris. 
ation, —> OH-N:CMe-C(NO,):N-OH, and (3) substitution of the 
nitro-group of the methylnitroglyoxime by the amino-group, 
NOH:CMe-C(NO,):NOH +NH,—> NOH:CMe-C(NH,):NOH +-HNO,. 
The first of these reactions has been already observed with the 
amylketo-y-nitrole, N,O,:CEtAc, which yields propylnitrolic and 
acetic acids when treated with potassium hydroxide solution 
(Ponzio, A., 1899, i, 667). The third stage, replacement of a 
nitro- by an amino-group by the action of ammonia, is very common 
with aromatic polynitro-derivatives, and is met also in the con- 
version of phenylnitroformaldehyde arylhydrazones into the corre- 
sponding hydrazidines, 

NO,°CPh:N-NHAr+NH, —> NH,°CPh:N-NHAr+HNO, 
(Ponzio, A., 1910, i, 443, 699). Further, the compound obtained 
when «-oximino-{-y-nitrole-y-ketopentane is treated with ammonia 


is identical with the one formed by replacement of the chlorine . 


atom of chloromethylglyoxime by the amino-group, 
NOH:CMe-CCI-NOH +-NH, —>» NOH:CMe-C(NH,):NOH, 

and is undoubtedly methylaminoglyoxime, which is both an «-di- 

oxime and a primary amine. 

Acetylmethylglyoxime forms a diacetyl derivative, an internal 
anhydride, and a trioxime, and may be regarded as an equilibrated 
mixture of the tautomeric nitroso-oxime, NOH:CMe-CHAc:NO, 
and «-dioxime, NOH:CMe-CAc:NOH. The first of these formule 
indicates how the action of nitrogen peroxide may yield «-oximino- 
6-nitroso-8-nitro-y-ketopentane, whilst the second explains (1) the 
acetylation by the action of acetic anhydride in the cold to a 
compound which, when heated, loses a molecule of water and forms 

CH,°C——C Ac CH; C—CAc | wo 

NoH NOH” = NON 1?” 
and (2) the formation, by the action of hydroxylamine, of dimethyl- 
triketonetrioxime, NOH:CMe-C(NOH)-CMe:NOH, in which, as will 
be shown later, three oximino-groups undoubtedly exist. Thus, it 
must be assumed that the hydrogen atom of the $-oximino-group 
is mobile and may migrate from the oxygen to the carbon with 
consequent isomerisation of the group NOH-C-C:NOH into 


NOH-C-CH-N O. 
The £-oximie group of acetylmethylglyoxime is the one which 


acetylmethylfurazan, 
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re-exists in oximinoacetylacetone (dimethyltriketone 8-monoxime), 
from which the dioxime is formed by the action of hydroxylamine. 
If it is assumed that the oximic hydrogen of oximinoacetylacetone 
also is mobile and may migrate from the oxygen to the carbon, 
NOH:CAc, == NO-CHAc,, it is possible easily to explain its con- 
Z CH-C-NO t 
“NH-CH ’? 
treatment with hydrazine, phenylhydrazine, semicarbazide, etc. 
(cf. Wolff, Bock, Lorentz, and Trappe, A., 1903, i, 210; Sachs 
and Alsleben, A., 1907, i, 356). Thus, if oximinoacetylacetone 
behaves as «ay-diketo-$-nitrosopentane, the action of hydrazine 
should yield the hydrazone, the latter then losing the elements 
of water according to the scheme : 


CH,-C ——--C-NO CH,-C—---C-NO 
| ‘H| —> N-NH-CMe ” 
N-NH. H O.CMe 


giving 4-nitroso-3 : 5-dimethylpyrazole. 

Acetylmethylglyoxime, best prepared by treating oximino- 
acetylacetone in the cold with the theoretical proportion of 
hydroxylamine hydrochloride and with sodium acetate in highly 
concentrated aqueous solution, forms elongated lamin, often 
rectangular and sometimes united in pennate aggregates, m. p. 
141° (decomp.), and dissolves in concentrated sulphuric acid with 
an emerald-green coloration and in sodium hydroxide solution 
without coloration. The low melting point, 128°, given by Wolff 
is due to the fact that the compound undergoes alteration when 
heated with water or with an organic solvent containing water. 
In aqueous solution, it does not attack nickel, cobalt, copper, or 
iron, or react with salts of these metals. Its diacetyl derivative, 
¢ H,.0; N,, forms white prisms, m. p. 77—78°, and yields methyl- 
acetylfurazan when heated with water. 

a-Oximino-8-y-nitrole-y-keiopentane, C;H,O;N,, crystallises in 
white prisms, m. p. 102—103° (decomp.), and dissolves without 
coloration in cold concentrated sulphuric acid, giving a solution 
from which it is precipitated on addition of water. It is stable 
in the air, but decomposes rapidly, with evolution of nitrous fumes, 
when kept in a closed vessel. Even weak bases hydrolyse it with 
rupture of the carbon atom chain between the y-nitrolic and 
carbonyl groups; the first products are acetic acid and methy]l- 
nitroglyoxime, these then undergoing further changes, the nature 
of which varies with the base used. When treated in aqueous 
suspension with silver carbonate, it yields carbon dioxide and 
silver nitrite. 

Aminomethylglyoxime, NOH:CMe-C(NH,):NOH, prepared by 
treating the preceding compound with aqueous ammonia and 
purified by precipitation of its nickel derivative and removal of 
the nickel from the latter as potassium nickelocyanide, forms 
white needles or laminz, m. p. 183—184° (partial sublimation), 
and in aqueous solution attacks nickel, cobalt, iron, and copper, 
slowly at the ordinary temperature and rapidly at about 100°. 


version into derivatives of 4-nitrosopyrazole, N< 
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The nickel salt, (C;H,O,N3),.Ni,H,O, forms orange-red lamin and 
becomes anhydrous at 130°. The dibenzoyl derivative, C,,H,,0,N,, 
crystallises in white needles, m. p. 206°. The hydrochloride, 
C,;H,O,N,,HCl, forms white prisms, m. p. 170° (evolution of gas). 

Acetylmethylfurazan, C;H,O,N,, forms a colourless liquid with a 
suffocating odour, heavier than water, b. p. 154-5°/742-8 mm., 
and yields methylfurazancarboxylic acid when oxidised with 
permanganate. The oxime, C;H,0,Ns, crystallises in white laminz, 
m. p. 86°, and forms an acetyb derivative, C;H,ON,-NOAc, crystal- 
lising in long, white needles, m. p. 60—61°, and a benzoyl derivative, 
C,,H,,0,N;, crystallising in white prisms, m. p. 120—121°. The 
hydrazone, C;H,ON,:N-NH,, forms white prisms, m. p. 120°, with 
previous softening, the phenylhydrazone, C;,H,,ON,, straw-coloured 
needles, m. p. 117°, and the semicarbazone, C,H,O,N;, white 
prisms, m. p. 232°. 

Dimethyltriketonetrioxime (By5-trioximinopentane), 

NOH:CMe-C(;:NOH)-CMe:NOH, 

the first compound of its class, purified by means of its nickel 
compound, forms white prisms, m. p. 175° (decomp.), dissolves in 
concentrated sulphuric acid and in alkali hydroxide solutions 
without coloration, and in aqueous solution readily attacks compact 
nickel, cobalt, copper, and iron. Under the action of acetic 
anhydride and fused sodium acetate, the B-oximino-group undergoes 
acetylation, whilst the other two oximino-groups unite with loss 
of water, the resulting compound being the acetyl derivative of 


methylacetylfurazanoxime, ee C-CMe:NOAc. The nickel salt, 


(C;H,O,N;),Ni, crystallising in orange-red prisms or needles, turns 
brown without melting at about 260°, and dissolves in alkali 
hydroxide or ammonia solution, giving an orange-red solution; it 
is of the type of compounds considered by Tschugaev (A., 1905, i, 
743; 1908, i, 554; T., 1914, 105, 2187) as characteristic of the 
so-called syn-forms of the «-dioximes, being derived from two 
molecules of the trioxime by replacement of two atoms of oximinic 
hydrogen by an atom of nickel. Other «$y-trioximes yield analogous 
nickel derivatives. The tribenzoyl compound, C,,H,,O,N;, forms 
white prisms, m. p. 191—192°. . TH. P. 


Croconic Acid and Leuconic Acid. B. Homoixka (Ber., 
1922, 55, [8], 1310—1311).—Leuconic acid is hydrolysed by cold, 
aqueous sodium carbonate solution to glyoxal and sodium mes- 


oxalate, whereby its constitution, Toon» is established. The 


position of the two hydroxyl groups in croconic acid remains 
undecided. H. W. 


The Preparation of Pure Galactose. G. Movene (Bull. 
Soc. Chim. Biol., 1922, 4, 206—208)—When prepared by Clark’s 
method (A., 1921, i, 647), galactose is probably contaminated with 
dextrose. In the method described, dextrose is removed from 
the mixed monosaccharoses obtained by the hydrolysis of lactose 
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by fermentation with top yeast. The galactose, which is un- 
attacked, is recrystallised from 75° alcohol. E. S. 


The Action of Ammonia and of Amino-compounds on 
Reducing Sugars. I. The Action of Ammonia on Dextrose 
and Levulose. Arruur R. Line and Dinsuaw RartonJi NANJI 
(J. Soc. Chem. Ind., 1922, 41, 151—155r).—Dextrose unites with 
ammonia at 35° to form an additive compound, glucose-ammonia, 
0,H,.0,, NH, probably OH-CH,*[CH-OH],°CH(OH)-NH,, analogous 
to aldehyde-ammonia, which can be isolated as a pale amber- 
coloured, friable mass by evaporating the solution in a vacuum 
at a temperature not exceeding 37—38°. It is extremely hygro- 
scopic, and even in the solid state gives off ammonia. It reduces 
alkaline copper and silver solutions in the cold with the formation 
of a mirror. In solution, it is dissociated, for the specific rotatory 
power is the same as that of the sugar freed from ammonia. An 
aqueous solution of the sugar was obtained from glucose-ammonia 
by aspirating air through it. The sugar could not be crystallised, 
but it reduced potassium permanganate in the cold, which has 
been shown to be a property of the so-called y-glucose. Its specific 
rotatory power [«],+4-4°, and it was shown to be a mixture of 
aldose and ketose in equilibrium, the point of etuilibrium being 
changed according to the reaction of the solution, and in N/4 
hydrochloric acid 100% aldose is present. Lavulose when treated 
with ammonia is partly converted into aldose and this unites with 
ammonia, the solution behaving in every way similarly to the 
product from dextrose. When the ammonia is removed from the 
solution a similar mixture of aldoses and ketoses in equilibrium is 


obtained. G. F. M. 


Preparation of Complex Iron Compounds of the Phosphoric 
Esters of Higher Aliphatic Polyhydroxyl Compounds. 
FARBENFABRIKEN VORM. F. Bayer & Co. (D.R.-P. 338735; from 
Chem. Zentr., 1921, iv, 1223)—Phosphoric esters of polyhydroxy] 
compounds are treated with iron compounds in the presence of 
alkalis. The calcium salt of levulose diphosphoric acid by reaction 
with oxalic acid, sodium hydroxide, and ferric chloride gives the 
normal iron salt of the ester, a white powder insoluble in water. 
By the action of 33% sodium hydroxide solution on the normal 
salt, a deep reddish-brown solution is obtained, from which, after 
the addition of 95° ethyl alcohol, the complex iron salt separates 
as a dark brown oil which may be obtained as a dark brown powder 
by agitation with absolute alcohol. It contains phosphorus 6-26%, 
sodium 11-48%, and iron 15-12%. The complex iron salt of levu- 
lose-monophosphoric acid is a brown powder containing phosphorus 
527%, sodium 9-87%, and iron 14-11%. The complex iron salt 
of sucrose monophosphoric acid contains phosphorus 4-89%, 
sodium 4-01%,, and iron 12-21%. The complex iron salt of mannitol 
monophosphoric acid contains phosphorus 3-82%, sodium 11-40%, 
and iron 20-83%. The compounds are slightly soluble in water 
with alkaline reaction. Phosphorus is in organic combination. 
The products have therapeutic uses. G. W. R. 
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Chemistry of Starch. V. Methyl and Acetyl Products of 
the ‘‘ Polyamyloses.’’ Hans PringsHEm and WALTER Perscy 
(Ber., 1922, 55, [B], 1425—1433).—The conversion of tetra-amylose 
into octamethyltetra-amylose has been described previously 
(Pringsheim and Persch, this vol., i, 113); the third hydroxy! 
group could not, however, be methylated, and it was therefore 
suggested tentatively that it was concerned in the union of the 
diamylose complexes in tetra-amylose. This does not appear to 
be the case, since octamethyltetra-amylose is converted readily by 
acetic anhydride and pyridine into the corresponding tetra-acetate, 
(C,H,0;Me,Ac),, hexagonal rods which darken without melting at 
120°, [«]} +-118-62° in ethyl alcohol. Diamylose resembles tetra- 
amylose in that it is converted by successive treatment with methyl 
sulphate and sodium hydroxide and methyl iodide and silver oxide 
into tetramethyldiamylose, hexagonal plates which do not melt 
below 200°, [«]f +143-74° in ethyl alcoholic solution. Attempts 
to methylate the third hydroxyl group were unsuccessful. 

The behaviour of the polyamyloses of the 8-series towards 
methylation is peculiar. With hexa-amylose, reducing action 
towards Fehling’s solution is observed after a single treatment 
with methyl sulyhate and sodium hydroxide, although the solution 
was not at any time acidic. With triamylose, the phenomenon 
was first noticeable after the first methylation with silver oxide 
and methyl iodide and became more marked after a second treatment 
with the same reagents. 

The author’s method of acetylation with acetic anhydride and 
pyridine permits without depolymerisation the conversion of the 
slimes obtained by the degradation of starch with Bacillus macerans, 
into hexa-amylose dodeca-acetate, aggregates of minute needles, 
which shrinks at 135°, but does not melt definitely below 215°, 
fa} +95-°77°, [«}i; +95-77°, when dissolved in glacial acetic acid. 
It is converted by alcoholic potassium hydroxide solution into the 
initial material, which is thus characterised as «-hexa-amylose. 

H. W. 


Chemistry of Starch. VI. Polyamyloses. Hans Princ- 
SHEIM and DriamanpI Dernikos (Ber., 1922, 55, [B], 1433— 
1445).—The acetylation of polyamyloses with acetic anhydride 
and pyridine has been extended to «-tetra-amylose, which, as 
expected, yields «-tetra-amylose dodeca-acetate, [C,H,0,(OAc)3],, 
needles, [«]|} +115-8° in glacial acetic acid solution, the molecular 
weight of which has been determined in benzene and bromoform. 
It is reconverted by alcoholic potassium hydroxide solution into 
a-tetra-amylose, the identity of which is established by the deter- 
mination of its molecular weight. The application of this method 
of acetylation to polyamyloses of the 8-series has led to surprising 
results, since @-hexa-amylose is thereby converted into the same 
triamylose nona-acetate, [C,H,0,(OAc).], [«]!$ +117-9° in glacial 
acetic acid solution, as was obtained previously by acetylation in 
the presence of zinc chloride; a possible explanation of the un- 
expected depolymerisation is found in the fact that the experi- 
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mental conditions, by reason of the sparing solubility of the 
initial material, were necessarily more drastic than those adopted 
with the members of the «-series. 

Karrer has recently expressed the opinion that $-hexa-amylose 
js not depolymerised by acetylation in the presence of zine chloride, 
in which case Pringsheim’s triamylose must be merely de-acetylated 
3-hexa-amylose (this vol., i, 435). Karrer’s arguments are criticised 
in detail. Reasons are advanced for considering that data obtained 
from the action of acetyl bromide on polysaccharides are completely 
unsatisfactory in the quantitative form given to them by Karrer. 
The compounds of triamylose with the alkali hydroxides have, 
according to Karrer, the formula C,,H )0,9,NaOQH. It is pointed 


| out that a compound prepared in accordance with Karrer’s direc- 


tions by the precipitation of a solution of -hexa-amylose in aqueous 
sodium hydroxide (10%) with alcohol had the composition, 
(C,H 4905)3,NaOH, but great value cannot be placed on the results 
of analyses of these substances, since their alkali content is greatly 
dependent on the experimental conditions. Hydrolysis of tri- 
amylose acetate with sodium ethoxide followed by thorough wagh- 
ing of the precipitate with absolute alcohol gives a substance, 
(CsH490;)3,.NaOH. Contrary to Karrer’s observations, $-hexa- 
amylose invariably contains a higher percentage of water of 
crystallisation than triamylose. The solubilities of the two 
substances in water are not identical ; as concordant result of 
two different methods, the solubility of triamylose in water at 
20° is 1:3 by weight and 1-34°% by volume, the corresponding 
figures for @-hexa-amylose being 2-4 and 2-65. Contrary to Karrer, 
the optical activity of triamylose is lower than that of @-hexa- 
amylose. A revision of the crystalline forms of triamylose and 
8-hexa-amylose confirms Karrer’s observation of their identity. 
Attempts to determine the molecular weight of triamylose in 
boiling water were unsuccessful, since a true solution could not 
be obtained. 

Measurements of the crystals of diamylose, triamylose, and 


$-hexa-amylose, tetra-amylose, and «-hexa-amylose are recorded. 
m. We 


Chemistry of Starch. VII. Relationship of the «- and 
8-Polyamyloses to the Content and Integument Substance of 
the Starch Granule. Hans Prinecsuem and Kurt GoLpsTEIN 
(Ber., 1922, 55, [B], 1446—1449).—It has been shown by Samec 
and his co-workers that starch can be separated by electrodialysis 
of its solutions into erythroamyloses and amyloamyloses. The 
close relationship of these substances to the @- and «-amyloses is 
illustrated. 

The erythroamyloses give a brown and the amyloamyloses a 
blue coloration with starch; the iodine additive compounds with 
8-polyamyloses are brownish-red whereas those with «-poly- 
amyloses are green when dry, but become blue when moistened. 
The erythroamyloses and amyloamyloses have [«]p +195 to 196° 
and -+-189°, respectively; the $-polyamyloses are more ‘highly 
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active than the «-compounds, the respective specific rotations 
being +152° to 158° and +132° to 136°, respectively. The mole. 
cular weights of the erythroamyloses and amyloamyloses are 
approximately 130,000—140,000 and 80,000; the ratio is approxi. 
mately 3:2, which is the same as for the fundamental tri- and 
di-amyloses of the B- and «-polyamyloses. Fermentation of the 
amylopectins and amyloses by Bacillus macerans shows that 
8-polyamyloses are obtained in larger yield from the erythro., 
a-poly-amyloses from the amyloamyloses. Iodine unites more 
readily with amyloamyloses than with erythroamyloses ; similarly, 
the fractional addition of iodine to a solution containing «-tetra. 
amylose and $-hexa-amylose results in the initial precipitation of 
green needles of the «-tetra-amylose compound, followed by brown. 
ish-red prisms of tri-iodo-hexa-amylose, the yields and separation 
being highly satisfactory. 

The optical activity of glycogen and its behaviour towards 
B. macerans allies it closely to the electrolyte-free amylopectins; 
an exact determination of its molecular weight (which has been 
found by methods of little trustworthiness to be 140,000) is, how. 
ever, necessary before it can be regarded definitely as an erythro. 
amylose. 


Constitution of Polysaccharides. IV. Inulin. Jamns 
CoLquHoun Irvine, Ertie Stewart STEELE, and Mary Isosen 
SHANNON (T., 1922, 121, 1060—1078). 


Inulin. II. Inulin and Glycogen. Hans PrincsHerm and 
Max LassMAnn (Ber., 1922, 55, [B], 1409—1414).—Redetermin- 
ations of the molecular weight of inulin acetate dissolved in glacial 
acetic acid by the method of Barger as modified by Rast have 
confirmed the previous measurements, but the process cannot be 
applied in the cases of the acetates of glycogen and soluble starch. 
The method does not appear to be practicable for the determination 
of molecular weights exceeding 3000. 

Glycogen is transformed by acetic anhydride in the presence 
of pyridine into glycogen acetate, C;,.H,,0,, m. p. 165° (indefinite), 
[a]; --159°6° when dissolved in pyridine; when hydrolysed by 
alcoholic potassium hydroxide, it gives a white, pulverulent glycogen, 
which is coloured brownish-red by iodine and is hydrolysed in the 
same manner as the initial glycogen by ‘‘fermasol D.S.”’ (a prepara- 
tion containing diastase). 

Starch which had been rendered soluble by being heated at 
190° in the presence of glycerol and did not reduce Fehling’s 
solution was converted into its acetate. The product differs from 
glycogen acetate, whereas the same substance is prepared by the 
methylation of soluble starch or glycogen (Karrer, this vol., i, 11). 

The differing behaviour of starch and glycogen towards iodine 
has been ascribed by Karrer (loc. cit.) to the presence of impurities. 
This is regarded as improbable since the de-acetylated starch and 
glycogen acetates retain their characteristic properties towards 
iodine. H. W. 
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Inulin. III. Hans Prinasuem and ALEXANDER ARONOWSKY 
(Ber., 1922, 55, [6], 1414—1425).—Inulin, in the solid condition 
and in its colloidal solution, is a product of the association of a 
trebly polymerised anhydro-trifructose. In the latter, the fructose 
residues are not present in the same form as in fructose stable in 
solution [with butylene oxide oxygen bridge], but exist as the 
so-called y-fructose which probably contains an ethylene oxide 
ring. The ready hydrolysis of inulin, and particularly of tri-fruc- 
tose, thereby receives an explanation. 

In previous communications (Pringsheim and Aronowsky, A., 
1921, i, 545; Pringsheim and Lassmann, preceding abstract), it has 
been shown that inulin triacetate is fundamentally composed of 
nine fructose residues. The proof of the identity of the inulin 
regenerated from the acetate with the original inulin was obtained 
from Roéntgen spectrographic observations. Attempts to confirm 
this identity by fermentative hydrolysis with Penicillium glaucum 
have led to interesting results since the properties of the ferment 
are found to depend largely on the conditions of its culture. From 
the same specimen of Penicillium three cultures are obtained, 
the first of which, nourished with sucrose, does not hydrolyse inulin, 
whereas the second, nourished with natural inulin, hydrolyses the 
latter, but not de-acetylated inulin acetate, whilst the third, 
nourished with artificial inulin, hydrolyses both inulins. It is not 
considered that these observations afford a proof of the different 
degrees of polymerisation in the two products. 

Previous attempts to hydrolyse inulin with ferments or acids 
have never led to the isolation of a di- or tri-saccharide, and 
renewed efforts in this direction are now recorded. The action of 
phenylhydrazine acetate on an aqueous solution of inulin leads 
mainly to the production of glucosazone, but indications are also 
obtained that a second osazone which is soluble in hot water is 
formed; it could not, however, be isolated in quantity sufficient 
for further experiment. 

The acetolytic degradation of inulin cannot be effected with 
acetic anhydride and sulphuric acid, since the products are too 
readily carbonised. A suitable acetylating mixture is secured by 
using glacial acetic acid (2 parts) and acetic anhydride (1 part) for 
each part of inulin; the inulin acetate thus obtained could not 
be caused to solidify. When, however, it is dissolved in absolute 
alcohol and treated with sodium ethoxide, it gives trifructose sodium, 
(C,H, 90;)3,.NaOH. The reducing power of the latter towards 
Fehling’s solution is approximately one-third of that of fructose 
sodium. The corresponding trifructose cannot be precipitated by 
the addition of alcohol to solutions of trifructose in water which 
have been neutralised with acetic acid. Attempts to prepare a 
derivative of it did not meet with success, since phenylbenzyl- 
hydrazine gave only fructosephenylbenzylhydrazone. 

Inulin sodium has the composition (C,H,)0;)3,NaOH, whether 
obtained by precipitating a solution of inulin in aqueous sodium 
hydroxide (10%) with alcohol or by the hydrolysis of inulin acetate 
with sodium ethoxide. The sparingly soluble barium inulin is 
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constituted similarly. It is, however, pointed out that the method 
first mentioned for the isolation of the additive compounds of 
polysaccharides and sodium hydroxide is untrustworthy; the 
sodium content of such substances depends entirely on the concep. 
tration of the sodium hydroxide solution, from which they are 
precipitated by alcohol or on the quantity of water with which they 
are treated for the removal of adherent sodium hydroxide. H. W. 


An Alkali-soluble Modification of Cellulose. Emn, 
KNOEVENAGEL and Hepwie Buscu (Cellulosechemie, 1922, 3, 42— 
60).—When viscose cellulose is subjected to acid hydrolysis under 
conditions equivalent to those employed for the preparation of 
Girard’s hydrocellulose, it yields a product which is completely 
soluble in cold 8% sodium hydroxide solution, even after drying, 
and is reprecipitated practically without loss on neutralisation, 
This alkali-soluble cellulose may also be prepared at the ordinary 
temperature by treating viscose cellulose containing from 2 to 11% 
of moisture with dry hydrogen chloride. The conversion does not 
take place if the cellulose is completely dried. Alkali-soluble 
cellulose contains 8°3°, of hygroscopic moisture as compared with 
110% for viscose cellulose, and has the formula (C,H, 0;),H,0; 
it has the unusually high “ copper value ” of 12°5—14:0, and forms 
a phenylhydrazone of indefinite properties containing 4°3° of 
nitrogen. It has no acid reaction (towards phenolphthalein); 
when heated with dilute alkali hydroxides it gives a yellow color- 
ation; when boiled with calcium hydroxide for eight hours, it 
loses 50% in the form of soluble products, but, unlike oxy- and 
hydro-cellulose under similar treatment, it behaves as a uniform 
substance, in that the “ copper value ” of the residue is substantially 
the same of that of the original material. It resembles viscose 
cellulose in the fact that it is not readily acetylisable by the usual 
methods, but it yields a benzoate with the greatest of ease; this 
is completely soluble in chloroform. 

The capacity to form alkali-soluble cellulose is determined by the 
nature of the previous modification of the cellulose and by the 
residual affinities released thereby. The formation is proportional 
to the “ hydration value’ of the modified cellulose before hydro- 
lysis, as determined by Schwalbe’s method (difference between 
the copper values before and after boiling with 5% sulphuric acid 
for fifteen minutes). Ordinary hydrocellulose and cellulose regen- 
erated by saponification of cellulose acetate will not yield the 
alkali-soluble product. Viscose cellulose yields it most readily; 
strongly mercerised cotton or wood cellulose, on subsequent hydro- 
lysis, yields up to 20%, and the yield may be increased by the 
more severe action of hot concentrated alkali hydroxides. Wood 
cellulose when heated for several hours at 140° in an indifferent 
medium, such as xylene or glycerol, gives substantial yields of 
alkali-soluble cellulose after subsequent hydrolysis, but the presence 
of a little moisture during the preliminary heating treatment is 
essential to ensure the desired type of modification [cf. J. Soc. Chem. 
Ind., 1922, 458a]. +. 3. By 
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ethodf Behaviour of Oxidised Cellulose. EpmuND Kwnucut and 
ds of fy, P. Tuomeson (J. Soc. Dyers and Col., 1922, 38, 132—136).— 


Qxidation of cotton cellulose with potassium permanganate in 


ncen- ff the presence of cold dilute sulphuric acid showed that in the initial 
y are fi stages the consumption of oxygen was approximately proportional 
they fio the formation of aldehydic or ketonic groups, as measured by 
W. [ihe increase in the “copper value” of the oxidised products. 
After the expenditure of half an atomic equivalent of active oxygen, 
Emu, however, the increase in “ copper value ”’ with further oxidation 
42— ff vas very small and, since the more highly oxidised products were 
nder ff to a large extent soluble in alkali hydroxide solution, it is inferred 
n of # that the later stages of oxidation are complicated by formation 
tely Bf of carboxylic acid groups. Acetylation of the original and oxidised 
ying, # celluloses under identical conditions indicated that the oxidised 
‘ion. Hf cellulose was esterified more slowly than the original and suffered 
nary # considerable hydrolysis to products soluble in water. On nitration 
11% # under identical conditions, the oxidised cellulose yielded products 
not § containing in all cases less nitrogen than the nitrates from the original 
uble § cellulose. Hence it would appear that there is a definite suppression 
vith § of active hydroxyl functions as the result of oxidation, although 
20; Bf this loss is not accurately proportional to the quantity of oxygen 
rms # consumed. [See also J. Soc. Chem. Ind., 1922, July.] J. F. B. 


The Spontaneous Oxidation of Lignin, Natural Humus 
Material and Coal and the Influence of Alkali thereon. 
Hans ScHRADER (Brennstoff-Chemie, 1922, 3, [ii], 161—167).—It 
has been shown previously that lignin is almost completely oxidised 
to humic acids by heating with sodium hydroxide solution to 200° 
under pressure. In order to obtain evidence more directly bearing 
on the possibility of the humus fraction of coal being a decom- 
position product of lignin, this oxidation was investigated at atmo- 
spheric temperature and pressure. A weighed quantity of lignin 
was placed in a flask covered with 5N-sodium hydroxide solution, 


he & the flask filled with oxygen, tightly corked, and allowed to remain 
he § forforty-six hours. It was then opened, water added, and the whole 
al Bf contents filtered. The humic acids were precipitated from the 
0- & filtrate by acidification and warming, washed, and dried at 105° 
1 @ in a current of carbon dioxide. They amounted to 9°4% of the 
id @ (pure) lignin used. The acid filtrate on evaporation to dryness 


and extraction of the residue with ether yielded a crystalline 
substance. If the flask was filled with nitrogen instead of oxygen, 
oxidation proceeded much more slowly, and stopped when 2°3% 


a 


we 


- § of humic acids had been formed. A repetition of the above oxid- 
€ § ation lasting eight months with 375 grams of pure lignin yielded 
d # 192-5 grams of undissolved organic material, 103°5 grams of humic 
: acids, 10°3 grams of non-volatile acids soluble in ether (including 


162 grams of succinic acid, 0°47 gram of oxalic acid, 0°26 gram 
of isophthalic acid (?), and an indeterminate quantity of higher 
benzenecarboxylic acids), and 6°1 grams of non-volatile acids soluble 
in alcohol. The 62°3 grams loss includes acetic acid, formic acid, 
water, and carbon dioxide. 


we Ww 
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The comparative rates of absorption of oxygen by lignin, pine 
wood sawdust, lignite, cellulose (filter-paper), and coal, each of 


them as a finely divided suspension in 5N-sodium hydroxide solu.§ Tp, 
tion, were next determined, over a period of a thousand hours Stant 
with regular shaking, the oxygen being measured from a gas burette, 1G 

The volume absorbed by 1 gram of substance ranged downwards sion 
in the order mentioned above from 82 c.c. with lignin to 6°7 ce. § hori 
for coal. In no case had absorption ceased after a thousand hours’ § tai 
treatment, and it was further shown that the absolute results in hy 
obtained varied with the degree of shaking. The methoxy] content diam 
of the humic acid produced in this way was much lower than that § mil: 
of the original lignin, a point of similarity to natural humic acid. § ¢ pr 
The part played by the sodium hydroxide in these oxidations may, § jam; 
it is suggested, be filled in nature by lime or ammonia, whilst are 
bacterial action may also be of importance. The analogy is eryst 
discussed at length. C. I. 

The Colloids Arabic Acid and Arabic Acid plus Gelatin. Fa 
F. W. Tresackx (Pharm. Weekblad, 1922, 59, 574—589)— as 
The precipitation of gum and gelatin together from a mixture of “ip 
solutions, in presence of very dilute acids, occurs for values of p, - 
between the isoelectric points; for gelatin in presence of hydro- 130° 
chloric acid, this point is about 1x10 HCl (Hardy), for arabic b 
acid in presence of hydrochloric acid, the isoelectric point is found a | 
to correspond with about 2x10 HCl. sole 

Arabic acid, prepared by repeated precipitation with alcohol | *” 
and long dialysis, containing no calcium or chlorine, and only pe 
0°1% ash (K,CO,), has an equivalent weight 1210, agreeing with 4 
O’Sullivan’s molecular weight 2418. The formula HAAH is sug- b, I 
gested, A being the arabic acid anion. The molecule can be b, 
imagined, on the hypothesis of Duclaux, to be (nHA)AH, where ee} 
n=1; instead, therefore, of being regarded as a typical colloid, Hi 
gum really approaches the crystalloid. b ' 

By Kohlrausch’s method, the conductivity at 18° (Kx 10%) an 
was found to be 8°7. From the alteration of the conductivity on 53° 
neutralisation, the acid appears to act as a moderately strong 


monobasic acid. The degree of dissociation of the salts has been 
measured, but it is extremely difficult to remove traces of electro- 
lytes, which interfere with the determinations; there appears to 
be no true dissociation constant. The dissociation of the potassium 
and sodium salts decreases with dilution, passing through a minimum 
value. 8... L. 


The Solution of Tetramethylammonium Aluminate. 
JINDRICH BRezinA (Chem. Listy, 16, [2], 25—26).—Metallic alu- 


minium is dissolved ina solution of tetramethylammonium hydroxide, I 
and the conductivity of the solution with varying amounts of Pa 
aluminium is measured. From the measurements thus obtained § |® 
it is deduced that the aluminium hydroxide produced is neutralised eth 
in the same way as by an inorganic base, and that it acts asa \e 


monobasic acid, since solution of aluminium ceases when there is 
present 1 mol. of aluminium hydroxide to one of base. The salt 


- 
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thus formed is highly dissociated in solution. The transport 
number for the anion of ortho-aluminic acid is 24 at 0°. —‘R.. T. 


The Preparation and Properties of Organic Stanno- and 
Stanni-chlorides. IV. Some Diamine Stannichlorides. 
J.G. F. Drucr (Chem. News, 1922, 124, 310—313).—In continu- 
ation of previous work (A., 1919, i, 481), certain diamine stanni- 
chlorides have been prepared. Hydrazine stannichloride was 
obtained by mixing stannic chloride and hydrazine hydrochloride 
in hydrochloric acid. Methylenediamine stannichloride, ethylene- 
diamine stannichloride, and propylenediamine stannichloride were 
similarly prepared. Crystallographic data are given for the crystals 
of propylenediamine stannichloride and for m- and p-phenylene- 
diamine stannichlorides. All the diamine stannichlorides described 
dre soluble in water with partial hydrolysis and can best be 
crystallised from hydrochloric acid. W. G. 


The Amino-alcohols. Homologues of Novocaine. E. 
FouRNEAU and J. Puyat (Bull. Soc. chim., 1922, [iv], 31, 424— 
435).—Propylene, butylene, and amylene were prepared by passing 
the vapours of the corresponding alcohol over infusorial earth at 
400°. Starting with a commercial amyl alcohol boiling at 128— 
130°, the main product was @-methyl-At-butylene. These hydro- 
carbons were converted into the bromohydrins by the action of 
bromine water, and these in turn by the action of dimethylamine 
yielded the dimethylamino-alcohols, from which certain derivatives 
were prepared. The following compounds are described: Pro- 
pylene bromohydrin. $-Bromo-y-hydroxybutane, CHMeBr-CHMe-OH, 
b. p. 63°/16 mm. and 154°, d 1:5016. 8-Chloro-y-hydroxybutane, 
b. p. 138—140°, and the corresponding Af-butylene oxide, 
b. p. 56°. a-Bromo-8-methylbutan-B-ol, CH,Br-CMeEt-OH, b. p. 
67°/18 mm., d 1:42. «-Dimethylaminopropan-$-ol, b. p. 45°/20 mm. 
«-Diethylaminopropan-f-ol, b. p. 157°. 8-Dimethylaminobutan-y-ol, 
b. p. 53°/18 mm. and 145°. §-Diethylaminobutan-y-ol, b. p. 74°/16 
mm. and 167—174°. «-Dimethylamino-8-methylbutan-B-ol, b. p. 
53°/18 mm. and 144—146°. From these amino-alcohols certain 
substituted benzoyl derivatives have been prepared, namely: 
Nitrobenzoyloxydimethylaminopropane hydrochloride, m. p. 198°. 
Nitrobenzoyloxydiethylaminopropane hydrochloride, m. p. 187°, and 
the corresponding aminobenzoyl derivative (methylnovocaine), 
m. p. 150—152°. Nitrobenzoyloxydiethylaminobutane hydrochloride, 
m. p. 148°, and the aminobenzoyl derivative, m. p. 172°. The 
derivatives obtained from dimethylaminomethylbutanol were shown 
to be identical with known stovaine derivatives. W.G. 


Preparation of §-Aracyl-«-dialkylaminoethylbutyric Esters. 
FARBWERKE VORM. MeIstTeR, Lucius, & Brinine (Brit. Pat. 
161539).—Dialkylaminoethyl haloids are caused to react with 
ethyl sodioacetoacetate, and the resulting ketonic acid esters are 
reduced, for example, by means of sodium amalgam to $-hydroxy- 
a-dialkylaminoethylbutyric esters of the general formula, 

OH-CHMe-CH(CO,R’)-CH,°CH,"NRo, 
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where R is an alkyl group, and R’ an alkyl or aryl group. Ethyl 
b-hydroxy-«-diethylaminoethylbutyrate is a colourless liquid, b. D. 
135—136°/10 mm., soluble in water to an alkaline solution. When 
heated with an aromatic acid chloride, as, for example, benzoyl 
chloride, the desired aromatic ester is formed, in this case ethyl 
-benzoxy-«-diethylaminoethylbutyrate, which is a colourless oil 
forming a crystalline hydrochloride, m. p. 130—131°, readily soluble 
in water, and possessing valuable local anzsthetic properties. 
G. F. M. 


Explosion of Hydrargyrum Oxycyanatum. E. Merck 
(Pharm. Zentr.-h., 1922, 63, 232—233)—Mercury oxycyanide is 
liable to explode when ground in a mortar, or rubbed between a 
glass stopper and the neck of a bottle; explosion has also taken 
place when the compound has been mixed with indifferent substances 
by means of a wooden spatula on a wooden board. W.P.S. 


Sulphur Thiocyanate. Hans Lecnrer and Max Wirtwer 
(Ber., 1922, 55, [B], 1481—1482; cf. Lecher and Wittwer, this vol., 
i, 641) —A solution of thiocyanogen in ether reacts readily with 
dry hydrogen sulphide with the separation of sulphur thiocyanate, 
S(SCN),, colourless, pearly leaflets which are decomposed by an 
excess of the gas. The substance decomposes somewhat readil 
when preserved at the atmospheric temperature. When heated 
in an open tube in the water-bath it rapidly darkens and then 
suddenly decomposes with evolution of orange-coloured vapours. 
A solution of it in a mixture of ether and benzene does not react 
with powdered iron, but the violet red colour of ferric thiocyanate 
is immediately developed when a drop of water is added; the 
substance and also disulphur dithiocyanate (following abstract) 
are thus distinguished sharply from free thiocyanogen. H. W. 


Disulphur Dithiocyanate. Hans Lecuer and ALFRED 
GoEBEL (Ber., 1922, 55, [B], 1483—1495).—Sulphur chloride 
reacts with metallic thiocyanates with the formation of disulphur 
dithiocyanate, but the course of the change is greatly dependent 
on the particular thiocyanate and the solvent. Potassium thio- 
cyanate appears to be quite unsuitable and lead thiocyanate is 
not dependable, the reaction being governed by unknown catalytic 
influences. The best and most uniform results are obtained with 
mercuric thiocyanate. If solutions of the compound are desired, 
chloroform or carbon tetrachloride are conveniently used as solvents, 
since they do not dissolve the mercury salts; if, however, the 
compound is to be isolated, carbon disulphide is to be preferred. 
For its isolation, the solutions prepared in this solvent are cooled 
in a mixture of solid carbon dioxide and acetone; the mother- 
liquor is decanted, the residue is dissolved in ether, from which 
it is frozen out, and the process is repeated as often as necessary. 
A special form of apparatus which permits the necessary filtration 
and manipulation at a low temperature and with the minimum 
exposure to air is described and figured in the text. Disulphur 
dithiocyanate forms colourless crystals, m. p. —3°3° (corr.), to an 


—_- "oc = owe’ 


ORGANIC CHEMISTRY. i. 641 


odourless, yellow, viscous liquid. It is somewhat unstable and 
shows obvious signs of decomposition after preservation in an 
ice-chest during about two days. At the atmospheric temperature, 
its stability appears to be controlled largely by unascertained 
catalytic influences. When cautiously heated, it becomes suc- 
cessively dark yellow and red, and ultimately detonates. It does 
not react with iron in the presence of ether, but immediately forms 
ferric thiocyanate after addition of a drop of water. The isolated 
liquid substance, on the other hand, reacts instantaneously with 
iron. In its initial phase the hydrolysis of disulphur dithiocyanate 
by water appears to be analogous to that of sulphur chloride: 
8,(SCN).+-2H,O —> HO-S-‘S-OH+2HCNS, but reaction proceeds 
subsequently in accordance with the schemes: HO-S-S-OH-+- 
2HSCN —> 2S+2H,0-+(SCN), and 3(SCN),+4H,O0 —> 5HSCN-+- 

H,S0,+HCN. Disulphur dithiocyanate reacts with piperidine in 
the presence of carbon tetrachloride, giving piperidine thiocyanate, 
(;H,,N,HSCN, colourless leaflets, m. p. 95°, and piperidine disulph- 
ide, m. p. 64—64°5°, b. p. 160—161°/11 mm. The reaction is 
closely analogous to that which occurs under similar conditions 
between sulphur chloride and piperidine. When dissolved in carbon 
disulphide, sulphur chloride reacts with dimethylaniline in such a 
manner that di-p-dimethylaminophenyl disulphide constitutes 
about three-quarters of the isolated sulphides, the remainder being 
a mixture of the corresponding mono- and tri-sulphides. With 
disulphur dithiocyanate under similar conditions, the equilibrium is 
displaced in the direction of the mono- and tri-sulphides, which in 
this case compose about two-thirds of the isolated sulphides, the 
remaining third consisting of disulphide. Free sulphur is not 
formed in either reaction. 

It appears therefore that disulphur dithiocyanate is a type of 
sulphur haloid intermediate between sulphur bromide and the 
controversial sulphur iodide. The thiocyano-radicle preserves its 
stability and halogen nature when united to the ‘S*S: group. H.W. 


Alkylthiol Thiocyanates. II. Hans Lecuer and Max 
WirtweEr (Ber., 1922, 55, [B], 1474—1480; cf. Lecher and Simon, 
A., 1921, i, 414)—The preparation of further examples of alkyl- 
thiol thiocyanates is recorded. The substances appear particularly 
valuable for synthetic purposes, since the negative substituent 
has not a pronounced substituting or de-sulphurising action, as is 
the case with the chlorine atom. They have been applied in the 
preparation of mixed disulphides. 

Kthylthiol thiocyanate, Et-S:S-CiN, is prepared by the action of 
an excess of thiocyanogen dissolved in ether on an ethereal solution 
of ethyl mercaptan: EtSH-+(SCN),=Et-S‘SCN-+HSCN; unused 
thiocyanogen and thiocyanic acid are removed by washing the 
ethereal solution with ice-cold water. It is a colourless liquid, 
b. p. 52°/1-5 mm., with an exceedingly unpleasant odour. It 
is very unstable, and becomes noticeably decomposed when pre- 
served during a quarter to half an hour in an ice-chest; it is 
more stable in dry ethereal solution. Phenylihiol thiocyanate like- 
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wise decomposes readily. It cannot be purified by distillation 
in a vacuum, and, at the atmospheric temperature, is a yellow 
liquid which solidifies to a colourless, crystalline solid when strongly 
cooled. 8-Naphthylthiol thiocyanate forms small, pale yellow 
crystals, m. p. 64-5—65° (corr.) after softening at 63—64-5°; it 
may be preserved unchanged for several weeks. 

Phenyl ethyl disulphide, EtS*SPh, a colourless liquid with a faint, 
unpleasant odour, b. p. 123°(corr.)/14 mm., d?* 1-1119, is prepared 
by the action of an ethereal solution of thiophenol on a solution of 
ethylthiol thiocyanate in ice-cold ether. §-Naphthyl ethyl disulphide 
is a pale yellow liquid, b. p. 162°/2 mm. Phenyl £-naphthyl 
disulphide (from -naphthylthiol thiocyanate and _ thiophenol) 
crystallises in colourless needles, m. p. 75—76°. H. W. 


Formation of Hydrogen Cyanide from Nitrogen and Hydro- 
carbons in the Electric Arc. A. Kornic and W. Hussucu 
(Z. Elektrochem., 1922, 28, 202—223).—The formation of hydrogen 
cyanide from acetylene and nitrogen in a water-cooled arc under 
reduced pressure has been investigated. The concentration of 
acetylene was kept very low. Keeping the rate of flow of the 
gas mixture constant (3 litres per hour) the consumption of energy 
by the arc, gas pressure, and composition were systematically 
varied. It is shown that mixtures containing less than 2 vol.% 
of acetylene were quantitatively converted into hydrogen cyanide 
without any formation of carbon. With higher concentrations of 
acetylene, there was a considerable separation of carbon, and the 
yield of hydrogen cyanide was smaller. The energy yield was only 
0-5—1-5 grams per kilowatt hour. Further experiments, designed 
to test the possibility of a commercial synthesis of hydrogen cyanide 
from nitrogen and hydrocarbons, were carried out at atmospheric 
pressure in a high tension arc which was rotating in a magnetic 
field. In these experiments, the rate of flow of the gas mixture 
was 10, 20, 50, and 100 litres per hour. The following mixtures 
were passed through the arc: (1) nitrogen with 1—3%, acetylene, 
(2) nitrogen with 1—9°% of 50% acetylene-hydrogen mixture, 
(3) nitrogen with 1—19°% of a 1:2 mixture of acetylene and 
hydrogen, (4) 7:3 nitrogen—hydrogen mixture with 3—11% of 
acetylene, (5) 1:1 nitrogen—hydrogen mixture with 4—12% of 
acetylene, (6) nitrogen with 1—5'6% of ethylene and (7) nitrogen with 
2—15%, of methane. The energy and material yields with various 
compositions of the mixtures and various rates of flow are plotted 
on curves. It is shown that with a relatively slow rate of flow, 
that is, with the highest temperature, methane which shows the 
least tendency to deposit carbon gives a practically constant yield 
of 40% hydrogen cyanide irrespective of its concentration within 
the limits 2—11%. Ethylene and acetylene mixed with hydrogen 
show definite maxima in the yields at the point where the deposition 
of carbon commences. Mixtures of pure acetylene with nitrogen 
give a maximum yield of hydrogen cyanide in the region where 
there is a heavy deposition of carbon. With a more rapid rate 
of flow of the gases, the yields are reversed, methane giving a smaller 
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ield than the other hydrocarbons, and in these circumstances 
the yield of hydrogen cyanide from ethylene is much poorer, so 
that high yields may only be obtained when acetylene is used 
with a high rate of flow. Very good yields, both with respect to 
mergy and material, are obtained when a mixture of 30% of hydro- 
nand 70% of nitrogen is passed with 7—8°%, of acetylene at the 
rate of 20 1. per hour through the arc. In this case, there is no 
deposition of carbon. With a very rapid rate of flow (up to 100 1. 
r hour), the energy yield, from mixtures of nitrogen, hydrogen, and 
acetylene, with a great excess of nitrogen, reaches a maximum of 
j0—11 grams of hydrogen cyanide per kilowatt hour. J.F.S. 


Simple Cyano- and Cyanuric Compounds. III. Malono- 
nitrile and its Halogenation. Erwin OTT and BERNHARD 
LépmanNn (Ber., 1922, 55, [B], 1255—1261)—The bromination of 
malononitrile dissolved in water has been examined by Hesse, 
who isolated a small amount of a crystalline substance, m. p. 123— 
124°, which he considered to be dibromomalononitrile, whilst the 
main product of the action was an oil which could not be purified. 
A repetition of his experiments has led to different results. The 
solid material is shown to be dibromosuccinonitrile; exceptional 
difficulties are encountered in the analysis of this substance, but 
its constitution is placed beyond doubt by its hydrolysis to dibromo- 
succinic acid and reduction of the latter to succinic acid. The 
liquid product consists of dibromomalononitrile, which can be 
purified readily by distillation under diminished pressure. It has 
b. p. 49°2°/10 mm., m. p. +3°. It is a highly reactive substance, 
which is transformed by alkali iodide in neutral aqueous solution into 
the unstable di-iodomalononitrile, and is reduced quantitatively by an 
acidified solution of potassium iodide to malononitrile and iodine. 

The action of chlorine on malononitrile proceeds on similar lines, 
but the dichloro-compound has a marked tendency to unite with 
afurther molecule of chlorine, with the formation of a tetrachloride ; 
the formation of the latter cannot be avoided by the use of only 
that quantity of chlorine which is theoretically necessary. The 
products obtained are dichloromalononitrile, a mobile liquid with a 
very intense odour of chloropicrin, b. p. 97°/754 mm., dichloro- 
malononitrile dichloride, b. p. 1883—184°/759 mm. (slight decomp.), 
and dichlorosuccinonitrile, monoclinic crystals, m. p. 91°, b. p. 
150°/15 mm. 

Malononitrile can be obtained fairly readily and in considerable 
quantity if the method of Phelps and Tillotson (A., 1908, i, 757) 
is followed for the preparation of ethyl cyanoacetate and the latter 
is transformed into cyanoacetamide (yield 93%) by alcoholic 
instead of aqueous ammonia. It appears to be a useful solvent 
for the determination of molecular weight by the cryoscopic method, 
the mean constant being 50-03. H. W. 


C,, Fatty Acids. V. Molecular Rearrangements in some 
Derivatives of Unsaturated Higher Fatty Acids. Brn H. 
Nicorer and Joseru J. Prue (J. Amer. Chem. Soc., 1922, 44, 
1145—1149).—The unsaturated fatty acids examined readily give 
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hydroxamic acids, as do the aromatic or saturated fatty acids, 
and the following were prepared. Oleohydroxamic acid (cf. Morelli, 
A., 1908, i, 758); elaidohydroxamic acid, m. p. 86°;  ricinoleo. 
hydroxamic acid, m. p. 65°; linolohydroxamic acid, m. p. 8—10°: 
oleoaceiylhydroxamic acid, m. p. 63°; oleodiacetylhydroxamic acid, 
m. p. 64—65°; elaidoacetylhydroxamic acid, m. p. 84°; elaido. 
diacetylhydroxamic acid, m. p. 82°. These hydroxamic acids undergo 
the Lossen rearrangement with aqueous alkali, the change not 
being affected by the double bond. Di-trans-heptadecylenylcarb. 
amide has m. p. 59°, di-cis-heptadecylenylcarbamide has m. p. 92— 
93°, dihydroxyheptadecylenylcarbamide, m. p. 57°5°, was obtained 
from A-acetylricinoleoacetylhydroxamic acid, m. p. 6—8°. 

The Lengfeld-Stieglitz rearrangement of the acetylhydroxamic 
acids with sodium ethoxide also proceeded normally, the corre. 
sponding urethane being obtained. trans-Heptadecylenylurethane 
had m. p. 42—43°, and cis-heptadecylenylurethane had m. p. 87—88°, 

The supposed analogous rearrangement to the carbimide by the 
action of acetic anhydride was complicated, however, by the fact 
that a mixture of cis- and trans-carbimides always resulted, which- 
ever pure hydroxamic was used. These carbimides could not be 
separated from one another, but were detected by conversion into 
the corresponding urethanes. W. G. 


The Fluorides of Organo-metallic Compounds. II. Lead 
Alkyl and Aryl Fluorides. Ericu Krauss and Ericu Poutanp 
(Ber., 1922, 55, [B], 1282—1289; cf. Krause, A., 1919, i, 9; Krause 
and Becker, A., 1920, i, 340).—Lead alkyl fluorides cannot be 
prepared by double decomposition between normal potassium 
fluoride and the necessary lead alkyl haloid, but are obtained by 
the action of hydrofluoric acid on lead trialkyl hydroxides, the 
operations being rendered exceptionally unpleasant by the physio- 
logical action of the latter substances. They are considerably 
more stable than the corresponding lead alkyl chlorides, and are 
therefore the most stable lead alkyl haloids; after a few months, 
a slight decomposition is generally evident, which is more marked 
with decreasing weight of the alkyl group. The melting points 
are very high and cannot be observed, since they lie invariably 
above the temperature of decomposition. The lead aryl fluorides 
are prepared by the action of normal potassium fluoride on the 
lead aryl bromides; they are uniformly sparingly soluble and very 
stable substances. 

Lead trimethyl fluoride, PbMe,F, is prepared by exactly neutralis- 
ing a solution of lead trimethyl hydroxide in alcohol with a mixture 
of hydrofluoric acid (33°) and alcohol and spontaneous evaporation 
of the solution over phosphoric oxide. It crystallises in long, very 
slender needles, dj’ 3-53, decomp. about 305°. In spite of its high 
temperature of decomposition, it is remarkably readily volatilised, 
giving a vapour with an intensely unpleasant, metallic odour. 
The solubilities of the substance in grams per 100 grams of methyl 
alcohol, ethyl alcohol, benzene, and water at 30° and 50°, respec- 
tively, are 8-24 and 99-5; 6-89 and 82-0; 0-028 and 0:87; 5:51 
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wd 26:3. Lead triethyl fluoride forms long, thin, doubly refractive 
risms, d@\° 2-48, decomp. about 240°; its solubilities in methyl 
Balcohol, ethyl alcohol, benzene, and water at 30° and 50° are 7-24 
‘Band 90-0; 6-11 and 75-1; 0-185 and 0-60; 1-30 and 7-04. Lead 
ri-n-propyl fluoride crystallises in needles, d{* 1-56, decomp. about 


'do. 435°, its solubilities in methyl alcohol, ethyl alcohol, benzene, and 


yater at 30-1° and 50-0°, respectively, being 2-01 and 4-94; 1-21 
ad 3°53; 0-055 and 0-082; 0-17 and 0-23. Lead tri-isobutyl 
yoride forms long, thin, doubly refracting prisms, di’ 1-50, decomp. 
about 230°; the solubilities in methyl alcohol, ethyl alcohol, benzene, 
ad water at 30-0° and 50-0°, respectively, are 1-76 and 2-96; 
109 and 2-13; 0-042 and 0-071; 0-12 and 0-18. Lead tri-isoamyl 
fuoride, long, colourless needles, has dj’ 1-46, decomp. about 251°, 
ad the following solubilities in methyl alcohol, ethyl alcohol, 
benzene, and water at 30-1° and 50-0°; 2°34 and 6-32; 1-73 and 
455; 0-063 and 0-094; 0-019 and 0-022. Lead triphenyl fluoride 
isprepared by agitating lead triphenyl bromide dissolved in benzene 
with an aqueous solution of normal potassium fluoride. It forms 
colourless, microscopic needles, d}** 1-82, decomp. about 318°. 
Its solubilities in methyl alcohol, ethyl alcohol, benzene, and water 
at 30:0° and 50-0° are, respectively, 0-36 and 1-45; 0-15 and 0-24; 
(080 and 0-092 ; 0-031 and 0-10. Lead tri-p-tolyl fluoride crystallises 
in hair-fine needles, decomp. about 280°. Lead tricycloheryl 
fuoride forms microscopic spikes, d'*° 1-79, decomp. about 198°. 
Qne hundred grams of methyl alcohol, ethyl alcohol, benzene, 
and water dissolve 0-66, 0-39, 0-11, and 0-096 gram of the substance, 
respectively, at 30°. H. W. 


Attempt at a Systematic Extension of the Preparation of 
Organometallic Compounds. Application to Ferrous Ethyl 
Iodide. ANDRE& Jos and René Reicu (Compt. rend., 1922, 174, 
1358—1361).—When ferrous iodide in ethereal solution is_ boiled 
with zinc ethyl iodide for six hours in the complete absence of air, 
asolution of ferrous ethyl iodide, FeEtI, is obtained. It is quanti- 
tatively decomposed by water, giving ethane and ferrous hydroxide, 
and by absolute alcohol giving ethane and ferrous iodoethoxide. 
If ferric chloride is used instead of ferrous iodide, the chloride is 
frst instantaneously and quantitatively reduced to ferrous chloride, 
and this is then slowly converted into ferrous ethyl chloride. 


W.G 


Compounds containing Zinc derived from Additive Pro- 
ducts of Oxides of Nitrogen and Olefines. ALrrep ScHaar- 
SCHMIDT, MAXIMILIAN VEIDT, and FRANz ScHLOssER (Ber., 1922, 
55, [B], 1103—1112).—The olefine, obtained by the action of heat 
on paraffin chlorinated at 150° (cf. Schaarschmidt and Thiele, 
A., 1921, i, 1), forms an unstable additive product with nitrogen 
tetroxide which is reduced by zinc dust and ammonia in alcoholic 
solution to a mixture of an oil containing nitrogen, a solid paraffin, 
and a solid product, which contains one atom of zinc for every 
two atoms of nitrogen. Since the heterogeneous nature of the 
initial material renders the interpretation of the experimental 
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results a matter of great difficulty, the behaviour of cyclohexene 
and cetene under similar conditions has been investigated. The 
crude additive product of cyclohexene and nitrogen tetroxide js 
reduced to a mixture of a liquid, free from zinc, which could not 
be purified satisfactorily, but which appears to have the formula 
C.H,,0,N, and an uncrystallisable solid containing nitrogen, 
oxygen, and zinc in the atomic proportion, 2:4:1. It appears 
most probable that the initial additive product is either a nitro. 
nitrite, -CH(NO,)-CH-O-NO, or a nitroso-nitrate, 
~CH(NO)-CH:O-NO,, 

which undergoes partial hydrolysis and reduction to the oxime, 

con C:N-O-Zn-O-N°C a 
giving the compound ChHy< Gro iodo Cele If this is 
decomposed by being treated with hydrogen sulphide in glacial 
acetic acid solution, it. yields the corresponding hydroxy-oxime 
which resembles closely the zinc-free reduction product. With 
cetene, the results are to some extent similar. The zinc-free liquid 
appears to have the formula C,,H,30,N, whereas the solid 
product, yellow crystals, m. p. (indefinite) 90—93°, has the com. 
position (C,,H,,0,N),Zn. If, however, the latter is crystallised 
repeatedly from ether, it yields a substance, Cz,HO,N.Zn, m. p. 
80—81°, which is converted by hydrogen sulphide in glacial acetic 
acid solution into a yellow, crystalline compound, C,,H;,ON. It 
appears, therefore, that, in addition to the hydroxy-oxime com- 
pound, an unsaturated oxime is also produced which contains 
the oxime group at the end of the chain. 

Cetene-w-nitrosite, Cy2Hg,0gN,, colourless crystals, m. p. 85°, is 
obtained by the gradual admixture of solutions of cetene and 
nitrogen peroxide in light petroleum at —15° to —8°. 

Similar series of compounds containing aluminium and mercury 
in place of zinc have also been prepared. H. W. 


The Structure of the Benzene Nucleus. I. Intra-nuclear 
Tautomerism. CHRISTOPHER KeELK InGoLp (T., 1922, 121, 
1133—1143). 


The Structure of the Benzene Nucleus. II. Synthetic 
Formation of the Bridged Modification of the Nucleus. 
CHRISTOPHER KELK INGOLD (T., 1922, 121, 1143—1153). 


The Influence of some Substituents in the Benzene Ring 
on the Mobility of Chlorine in the Side-chain in its Relation 
to the Problem of Substitution in the Benzene Ring. 
S. C. J. Oxtvrer (Rec. trav. chim., 1922, 41, 301—311; cf. A, 
1914, ii, 846).—In the reaction between p-bromobenzenesulphonyl 
chloride and substituted benzenes, the influence of the substituents 
is found to be Me>H> Br>Cl>N0O,, and this is, to a great extent, 
confirmed by the converse reaction—benzene and _ substituted 
sulphonyl chlorides—the result in the latter case being Me>H>I> 
Br>Cl>NO,. Similar results are obtained in the case of saponifi- 
cation of benzyl chloride and its ring-substituted derivatives, by 
a large excess of water. The position of the substituents in addition 
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to their nature was examined and the above results amplified as 
follows: p-Me>o-Me > m-Me > H > p-Cl >0-Cl>m-Cl>m-NO,> 
-NO,>p-NO,. Thus, from knowledge of the substituent and 
its position, the substitution in the ring may be predicted, and 
the theoretical results which would be expected from the order 
given above are in accordance with those obtained by Holleman 
and his co-workers. H. J. E. 

The Labile Nature of the Halogen Atom in Organic Com- 
pounds. IV. The Tautomeric Hydrogen Hypothesis, and 
the Removal of the Halogen Atom from Aromatic Nitro- 
compounds. ALEXANDER KiLLEN Macseru (T., 1922, 121, 
1116—1121). 


Physico-chemical Investigation of Tetrahydronaphthalene 


acialf/ and Decahydronaphthalene. W. Herz and Paut ScHUFTAN 
xime # (Z. physikal. Chem., 1922, 101, 269—285).—The authors have 
Vith # investigated a number of the physical properties of tetralin (tetra- 


hydronaphthalene) and decalin (decahydronaphthalene). These 
substances are of great use as solvents and are also used as sources 
of heat and power and have a use as lubricants. The substances 
were carefully purified and the following physical constants deter- 
mined: boiling point, tetralin, 207-3°, decalin, 191-7°; vapour 
pressure formula, tetralin, log p=—2681-3/7'+1-75 log T— 
0-0032147'+-5-31446; decalin, log p=—2395-2/7'+1-75 log T’— 
0002709837 +-4-62719; heat of vaporisation, tetralin, 79-32 
cal./gr., decalin, 71-01 cal./gr.; Trouton constant, tetralin, 21-8, 
decalin, 21-1; ebullioscopic constant, tetralin, 5773, decalin, 
6036; specific heat (15—18°), tetralin, 0-403, decalin, 0-395; 
melting point, tetralin, —35-0° + 0-5°, decalin —124°+2°; density, 
tetralin, d,=0-9843 (1—763 x 10-%), decalin, d,=0-8975 (1—818 x 
10); coefficient of expansion (15—25°), tetralin 0-00078, decalin, 
000086 ; critical temperature, tetralin 789°, decalin, 724°; measure- 
ments of internal friction have been made for both substances 
at 25°, 50°, and 75°, and the surface tension has been measured 
at a series of temperatures; at the boiling point the surface tension 
in dynes/cm. is: tetralin 17-46, decalin 15-71, and the molecular 
surface energy: tetralin 512-9, decalin 505-1. A number of other 
quantities are calculated and an account of some partition experi- 
ments is given. J. F.S. 


ag Stereoisomeric Derivatives of Stilbene. R. STorrRMER and 
me H. Ornterr (Ber., 1922, 55, [B], 1232—1243)—The authors 
8: § describe a series of attempts to convert stable into labile stilbene 
\) B derivatives by the action of ultra-violet light. In general, the 
P experiments are greatly complicated by the formation of resinous 
8 


products, and the yields are not good. In all the cases investigated 
the melting points of the labile are lower than those of the corre- 
sponding stable compounds, and the isomerides are not infrequently 
distinguished by marked differences in colour. 

2: 4-Dinitrostilbene, CHPh:CH-C,H,(NO,)., is converted by 
exposure in benzene solution to the rays of a quartz—mercury 
lamp to the extent of 20% into allo-2 : 4-dinitrostilbene, large, 
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transparent, lemon-yellow crystals, m. p. 127°; the solubility of 
the labile and stable compounds in benzene at 20° is, respectively, 
11-79% and 3-7%. 4-Nitro-2-aminostilbene and 2-nitro-4-amino. 
stilbene do not suffer a similar transformation in benzene solution, 
Their acetyl derivatives are likewise unchanged. The attempted 
partial reduction of allo-2 : 4-dinitrostilbene by ammonium sulphide 
in the presence of alcohol results partly in the production of stable 
2 : 4-dinitrostilbene and partly in the formation of stable 2-nitro. 
4-aminostilbene. Stable 2 : 4-dinitrostilbene, m. p. 140°, is partly 
reduced by phenylhydrazine at 100° to 4-nitro-2-aminostilbene, 
but another portion undergoes a remarkable change to a red, 
crystalline variety, m. p. 140° (m. p. when mixed with the yellow 
stable 2: 4-dinitrostilbene, 140°). Either form, on protracted 
exposure to sunlight, appears to pass into a brown modification, 
m. p. 140°, so that here a remarkable instance of colour trimorphism 
is possibly presented. allo-2 : 4-Dinitrostilbene is transformed by 
bromine into the dibromide of the stable modification. 

The most suitable solvent for the isomerisation of 4-nitrostilbene 
is chloroform, since resinification occurs to only a slight extent, 
although the yields of allo-4-nitrostilbene, large, brownish-yellow, 
quadratic crystals, m. p. 65°, leave much to be desired. It is 
reduced by ferrous sulphate and ammonia to allo-4-aminostilbene, 
which could be isolated only as a yellowish-red liquid. When 
dissolved in alcohol and treated with hydrochloric acid, it gives 
the hydrochloride of the stable isomeride, m. p. 245°, but by cautious 
acetylation or benzoylation it can be transformed into allo-4-acetyl- 
aminostilbene, yellow crystals, m. p. 134°, and allo-4-benzoylamino- 
stilbene, broad needles, m. p. 154°. 

2-Nitro-4-cyanostilbene is converted to a small extent by exposure 
to ultra-violet light into cyanophenylisatogen, m. p. 224° (cf. 
Pfeiffer, A., 1916, i, 327). 

2-Nitrostilbene-4-carboxylic acid is isomerised to a small extent 
in benzene solution to allo-2-nitrostilbene-4-carboxylic acid, pale 
yellow, crystalline aggregates, m. p. 158°. The conversion occurs 
to a greater extent with the esters; methyl allo-2-nitrostilbene- 
4-carboxylate forms coarse, apparently rectangular crystals, m. p. 
91°, whereas the corresponding ethyl ester could only be obtained 
as a liquid which, when hydrolysed, gave a mixture of the stereo- 
isomeric acids. 

Stable methyl 2-aminostilbene-4-carboxylate, lemon-yellow, flat 
needles, m. p. 130°, is obtained by the reduction of the corresponding 
nitro-ester with ferrous sulphate and ammonia; the diazonium 
salt is described. Methyl allo-2-aminostilbene-4-carboxylate, large 
dark yellow or pale brown needles, m. p. 95°, is prepared similarly 
from the allonitro-ester. H. W. 


Dinitrodiphenylamine. R. C. Moran (U.S. Pat. 1401631).— 
Dinitrodiphenylamine is prepared by combining a halogenodinitro- 
benzene with aniline by heating to 90—100° with sodium carbonate 
or sodium hydrogen carbonate in the absence of solvents or added 
water. CHEMICAL ABSTRACTS. 
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Action of certain Primary Bases on 5-Bromo-1 :2:4- 
trinitrobenzene. M. Giua and A. ANGELETTI (Gazzetta, 1922, 
52, i, 316 —322).—Since 5-bromo-1 : 2 : 4-trinitrobenzene contains a 
nitro-group in the 1-position and a labile hydrogen atom (A., 1921, 
i, 551), the action on it of bases may give rise to two series of 
compounds: (1) C,H,Br(NO,),+2NH,R=C,H,Br(NO,).-NHR+ 
NH,R,HNO,( —>R-OH+N,+H,0), and (2) C,H,Br(NO,)3+ 
iNH,R—C,H,(NO,),(NHR),+NH,R,HBr+R-OH+N,+H,0. In 
the case of primary aromatic amines, the preceding equations 
become: (la) C,H,Br(NO,),+3NH,R=C,H,Br(NO,)..NHR+ 
NR:N-NNHR+2H,O and (2a) C,H,Br(NO,), + 5NH,R = 
(,H,(NO,).(NHR).+NR:N-NHR+NH,R,HBr+2H,0. The re- 
action (1) or (la) has been investigated for a number of bases, and 
reaction (2) for allylamine, 2 mols. of the latter and 1 mol. of the 
bromonitro-compound yielding an oily product difficult to purify. 
The negative grouping of 5-bromo-| : 2: 4-trinitrobenzene causes 
the nitro-group in position 1 to react first, the bromine atom reacting 
only when the base is in excess and the heating prolonged. 

5-Bromo-2 : 4-dinitroethylaniline, C,H ,Br(NO,).*,NHEt, prepared 
by the action of ethylamine, forms small, lustrous, orange-yellow 
prisms, m. p. 105—106°, and in alcoholic solution gives a red 
coloration with alkalis. 

2 : 4-Dinitro-m-phenylenediallyldiamine, 

C,H,(NO,).(NH°CH,°CH:CH,),, 
crystallises in long, lustrous, pale yellow needles, m. p. 139—140°, 
dissolves in concentrated sulphuric acid with a yellow coloration, 
and in alcoholic solution gives a brick-yellow coloration with 
alkalis. 

5-Bromo-2 : 4-dinitrodiphenylamine, prepared from aniline and 
5-bromo-1 : 2 : 4-trinitrobenzene, forms garnet-red prisms, m. p. 
156° (cf. Jackson and Cohoe, A., 1901, i, 585). 

5-Bromo-2 : 4-dinitrophenyl-m-tolylamine, 

C,H,Br(NO,).*NH-C,H,Me, 
obtained by the action of m-toluidine, crystallises in red prisms, 
m. p. 152°, and gives a dark red coloration with either alkalis in 
alcoholic solution or concentrated sulphuric acid. 

5-Bromo-2 :4-dinitrophenyl-p-tolylamine, prepared from p-toluidine, 
forms pale yellow prisms, m. p. 164—165°, and gives a red color- 
ation with alkalis in alcoholic solution, and a red solution with 
hot concentrated sulphuric acid. 

5-Bromo-2 : 4-dinitro-2'-hydroxydiphenylamine, 

C,H,Br(NO,).°"NH-C,H,°OH, 
prepared from o-aminophenol, forms red prisms, m. p. 203—204°, 
dissolves in hot, concentrated sulphuric acid giving an intense blue 
_— and in alcoholic solution yields a dark red coloration with 
alkalis. 

5-Bromo-2 : 4-dinitro-3'-hydroxydiphenylamine, C;,H,O;N,Br, pre- 
pared from m-aminophenol, crystallises in red prisms, m. p. 173— 
174°, dissolves in hot, concentrated sulphuric acid to a deep, reddish- 
brown solution, and in alcoholic solution gives a dark red coloration 
with potassium hydroxide. 
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5-Bromo-2 : 4-dinitro-4’-hydroxydiphenylamine, prepared from >. 
aminophenol, forms garnet-red prisms, m. p. 215—216°, gives q 
brownish-red solution in hot, concentrated sulphuric acid, and jy 
alcoholic solution yields a dark red coloration with alkali. 

5-Bromo-2 : 4-dinitrodiphenylamine-2'-carboxylic acid, 

C,H, Br(NO,).*NH-C,H,°CO,H, 

prepared from anthranilic acid, crystallises in garnet-yellow prisms, 
m. p. 274—276°, forms a yellow solution in hot, concentrated 
sulphuric acid, and in alcoholic solution gives a reddish-brown 
coloration with excess of alkali. 

5-Bromo-2 : 4-dinitrodiphenylamine-3'-carboxylic acid, prepared 
from m-aminobenzoic acid, forms reddish-yellow needles, m. p. 
245°, and gives a red coloration with alkali in excess. 

5-Bromo-2 : 4-dinitrodiphenylamine-4'-carboxylic acid, prepared 
from p-aminobenzoic acid, crystallises in lustrous, reddish-yellow 
prisms, m. p. 247°, and with excess of alkali yields an intense, dark 
red coloration. 

5-Bromo-2 : 4-dinitro-4'-acetyldiphenylamine, 

C,H, Br(NO,)o*NH-°C,H,Ac, 

prepared from p-aminoacetophenone, forms orange-yellow prisms, 
m. p. 167—168°, dissolves in cold concentrated sulphuric acid to 
a red solution, and in alcoholic solution gives a dark red coloration 
with alkalis. z=. B. P. 


The Dihydronaphthalene Series. III. The Oxidation and 
Bromination of 5 : 8-Dihydro-a-naphthylamine. FREDERICK 
Maurice Rowsg and JoHN STANLEY HERBERT Daviss (T., 1922, 
121, 1000—1007). 

Preparation of Amino-phenols or Aromatic Amino-acids. 
Witt1am Lewcock, WILLIAM GorpoN ADAM, Norman Epwarp 
SrpERFIN, and Wiiu1AmM Lyte GaxBraitH (Brit. Pat. 179753)— 
Amino-phenols or aromatic amino-acids may be obtained in good 
yield by the reduction of nitro- or azo-phenols or aromatic acids, 
with hydrogen sulphide in presence of an alkali carbonate, at 
about 100°. The compound to be reduced may be dissolved wholly 
or in part in a solution of the alkali carbonate, or the latter may 
be added to an already prepared solution of the alkali phenoxide, 
or salt. The hydrogen sulphide need not be pure but may, for 
example, be employed in the form of the waste gases from the 
ammonia scrubbers of gas-works, containing only about 15% of 
hydrogen sulphide together with a large proportion of carbon 
dioxide. G. F. M. 


Preparations in the Naphthalene Series. R. ScHol 
[with CuristIaN SEER and RicHarD WEITzENBOCK] (Monaitsh., 
1921, 42, 405—409).—5-Iodo-1-nitronaphthalene was prepared by 
the action of potassium iodide on a solution of 5-nitronaphthalene- 
diazonium chloride; it forms fine, straw-yellow needles, m. p. 164°. 
When reduced with tin and hydrochloric acid, it gives 5-iodo-a- 
naphthylamine, colourless leaflets, m. p. 75—75°5°. The sulphate 
forms fine needles, becoming red in the air and decomposing at 
205—215°. The hydrochloride forms fine needles becoming blue 
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on exposure to light. 5-Iodo-«-naphthol was obtained by boiling a 
20% sulphuric acid solution of 5-iodo-1-diazonaphthalene; it is 
volatile in steam and crystallises from hot water in fine, white 
needles, m. p. 181—132°. The yield of iodonaphthol was small, 
the principal product being a resin from which a substance, dark 
red needles, m. p. 228—245°, was obtained, probably a di-iodo- 
azonaphthol. By methylation of 5-iodo-l-naphthol with methyl- 
sulphate in alkaline solution, 5-todo-«-naphthyl methyl ether was 
obtained, as needles, m. p. 78—79°. By heating 5-iodo-1-nitro- 
naphthalene with copper powder, 5 : 5’-dinitro-1 : 1’-dinaphthyl was 
obtained, bright brown leaflets, m. p. 228—228°5°. 

1 : 8-Dibromo-2 : 7-dihydroxynaphthalene was obtained by bromin- 
ating 2:7-dihydroxynaphthalene in cold acetic acid; it forms 
aggregates of white needles, m. p. 156—158°, decomposition starting 
at 130°. Its dibenzoyl derivative forms white needles from acetic 
acid, m. p. 209°. 

[With ArtHuR ErtuL.]}—5-Nitro-«-naphthonitrile, previously pre- 
pared by nitrating «-naphthonitrile, was obtained by the action 
of potassium cuprocyanide on 5-nitro-1-diazonaphthalene. 5-Nitro- 
l-diazonaphthaleneimide was also obtained in a new way from 
5-nitro-1-diazonaphthalene and hydroxylamine or potassium hydr- 
oxylamine sulphonate. The sodium salt of normal 5-nitronaph- 
thalene-1-diazonium hydroxide begins to decompose below 100° 
and couples with $-naphthol in alkaline solution. The sodium salt 
of iso-5-nitronaphthalene-1l-diazonium hydroxide does not couple 
with alkaline $-naphthol; it forms long, dark yellow needles, 
decomposing at about 165°. K. H. R. 


The Configuration of Ring Systems in Space. H. G. Drrx 
(Rec. trav. chim., 1922, 41, 312—342; cf. Béeseken, A., 1921, 
i, 843).—In applying the boric acid method in order to determine 
the space configuration of the cyclohexane-1 : 2-diols, no positive 
result was obtained (Béeseken and van Giffen, A., 1920, ii, 219), 
and a further investigation, including also 1 : 2-diols derived from 
tetrahydronaphthalene and from cycloheptane, is here reported. 
The results obtained indicate that homocyclic rings containing more 
than five carbon atoms exist, not in one plane, but in three dimen- 
sions. Of these diols, the isomeride having the lower melting 


point yields with acetone a condensation product, C/Hy<0>CMe,, 


showing it to possess the cis-configuration ; this is confirmed in the 
case of the cyclohexanediols by the existence of the trans-isomeride 
in two optically active forms. The two cycloheptane-l : 2-diols 
both form condensation products with acetone (cf. Béeseken and 
Derx, A., 1921, i, 663), and both increase the conductivity of 
solutions of boric acid, the increase in the case of the cis-isomeride 
being three times as great as in that of the trans-isomeride. 
The author draws the conclusion that annular tension does not 
exist in six-atom carbon rings; further, that in all deterrninations 
of molecular configuration in the case of rings, the three-dimensional 
structure should be taken into account. H. J. E. 
aa2 
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Catalytic Action of Benzyl Alcohol. J. Jacosson (Compt. 
rend. Soc. Biol., 1921, 85, 299—300; from Chem. Zentr., 1921, 
iii, 1463).—Benzyl alcohol diminishes the reducing action of 


Fehling’s solution and interferes with the starch—iodide reaction. 
G. W. RB. 


[Preparation of] Dihydroxyphenylmethylaminoethanol 
Hydrochloride. W. N. Nagar (US. Pat. 1399144).—Diacetyl- 
protocatechualdehyde is condensed with nitromethane in slightly 
alkaline solution, the product being then reduced with zinc and 
acetic acid in the presence of formaldehyde, and hydrochloric acid 
added. The substance is crystalline and has hemostatic properties. 
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Xanthosterol. H. Diererite (Arch. Pharm., 1922, 259, 244— 
245).—Xanthosterol, isolated from the bark of Xanthoxylon 
Budrunga is not considered to be identical with lupeol isolated by 
Goodson (A., 1921, i, 488) from X. macrophyllum, as, although the 
m. p. of xanthosterol, its benzoate, and monobromide lie in each 
case just below those of lupeol and its corresponding derivatives, 
xanthosterol cannot be regarded as an impure lupeol, since the 
mixed melting points do not lie between the melting points of the 
xanthosterol and lupeol derivatives, but a depression of the m. p. 
is observed in each case. G. F. M. 


Japanese Bird-lime. II. HipeKkicnut YANAGISAWA and 
Norikazu TaKkasuitma (J. Pharm. Soc. Japan, 1922, 179—189; 
cf. A., 1921, i, 760)—To the product of the saponification of bird- 
lime prepared from T'rochodendron aralioides with alcoholic potash 
were added first dilute alcohol and then water, by which caoutchouc, 
trochol (C,gH,,0,,4C,H,O,4H,O), and a small quantity of phyto- 
sterol were separated. ‘To the alkaline mother-liquor, a calcium salt 
was added and the resulting precipitate extracted withether. From 
the ether-soluble portion, oleic acid, a semi-liquid acid of unknown 
nature, resins, trochol, and a phytosterol-like substance were 
isolated. The latter forms white needles, m. p. 145—155°, and 
yields two acetates, of which the one, C,,H,,O0Ac, crystallises in white 
needles, m. p. 190°, and gives on hydrolysis trochophytosterol, 
C,,H,,°OH, m. p. 172—175°; the other forms white needles, m. p. 
155—158°. The salt insoluble in ether was decomposed with hydro- 
chloric acid and the liberated acids were converted into their ethyl 
esters; these proved to be palmitic ester with a small quantity of 
cerotic ester. By washing the crude ester with sodium carbonate 
solution, a new acid, trochic acid, C,,H;.0;, was isolated, as a 
white powder, m. p. 225°; it exists in the bird-lime in the free 
state. By treatment with acetic anhydride, it gives a substance of 
m. p. 185—190°. K. K. 


Composition of Bird-lime. II. Yusuicn1 Nisuizawa (J. 
Chem. Soc. Japan, 1922, 43, 154—172; cf. Yanagisawa, A., 1921, 
i, 760).—Two alcohols were isolated by saponification of bird-lime. 
The more fusible alcohol, CygH590, forms lustrous scales, m. p. 180°, 
b. p. 250—255°/0°2 mm., [«]#+75°77°, in a mixture of chloroform 
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and alcohol; the acetate forms colourless scales, m. p. 212°. By 
oxidation with chromic acid, it gives a crystalline solid, C,,H,,0,, 
m. p. 162°, b. p. 270°/0°2 mm. (approx.); it yields an oxvme, 
CzgH,g0:NOH, crystallising in needles, m. p. 253°. 

The alcohols obtained from bird-lime (d 0°97—0°98) prepared 
from T'rochodendron aralioides were separated as their acetates, of 
which one forms rhombic crystals, m. p. 217°, whilst the other 
crystallises in needles, m. p. 190°. When hydrolysed, the former 
gave a dihydric alcohol, trochodiol, CogH9O., crystallising with EtOH 
from alcohol, rhombic prisms, m. p. 252°, [«]j}-+20°3°, in a mixture 
of chloroform and alcohol, whilst the latter acetate yields a mono- 
hydric alcohol, forming needles, m. p. 210°. T'rochodiyl phenylcarb- 
amate, CogH,,*°O°CO-NHPh, crystallises in rhombic prisms, m. p. 
165°. K. K. 


Rupture of Bridge Linkings. Cari Want (Ber., 1922, 55, 
[B], 1449—1457).—Although little systematic work has been done 
on the subject, the bridge linkings in the ether groups, i:C-O-C: 
and :C-S-C:, are generally regarded as very stable. The unstabilising 
effect of phenyl and acetyl or benzoyl groups on the sulphur bridge 
is now demonstrated. 

Benzyl acetonyl sulphide, CH,Ph:*S:CH,*COMe, a colourless liquid, 
b. p. 155—156°/17 mm., is prepared in good yield by the action 
of sodium benzyl mercaptan on chloroacetone in the presence of 
alcohol, anhydrous ether, or benzene, and is conveniently purified 
through the sodium hydrogen sulphite compound. It is oxidised 
with violence by nitric acid to benzaldehyde and sulphuric acid, a 
similar change being effected by permanganate and glacial acetic 
acid, or, less readily, by hydrogen peroxide. It is converted by 
sodium and alcohol into sodium sulphide, and is reduced by sodium 
in the presence of moist ether or by zinc dust and acetic acid to 
benzyl mercaptan. An alcoholic solution of the sulphide yields 
ammonium chloride and benzyl mercaptan when treated with 
hydroxylamine hydrochloride, but if the effect of the hydrochloric 
acid is avoided by the addition of sodium acetate, an oxime appears 
to be formed. It readily adds two atomic proportions of bromine 
without evolution of hydrogen bromide. It gives a colourless, 
crystalline, additive compound with mercuric chloride. When 
dissolved in cold glacial acetic acid and treated cautiously with 
hydrogen peroxide (30%), it yields benzylacetonylsulphoxide, 
colourless, lustrous leaflets, m. p. 125°, which is very sensitive 
towards rise in temperature. The unrestrained action of hydrogen 
peroxide and glacial acetic acid on the sulphide proceeds vigorously 
and leads to the formation of dibenzyldisulphoxide, 

CH,Ph:SO-SO-CH,Ph, 

m. p. 108°. The sulphide yields a semicarbazone, m. p. 123°, and a 
phenylhydrazone, colourless needles, m. p. 155°, which could not be 
converted into an indole derivative by anhydrous zinc chloride. 

Benzyl phenacyl sulphide, CH,Ph:S:CH,*COPh, is prepared in 
90% yield by the addition of solid phenacyl bromide to sodium 
benzyl sulphide in the presence of absolute alcohol. It crystallises 
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in colourless needles which generally melt sharply at 89°, but 
appears to contain a small proportion of bromine-free impurities 
which cannot be removed. It gives an additive compound with 
mercuric chloride. Its behaviour towards oxidising agents is 
similar to that of benzyl acetonyl sulphide, but it is somewhat less 
sensitive. It gives a phenylhydrazone, needles, m. p. 80°5°. Benzyl. 
phenacylsulphoxide crystallises in colourless leaflets, m. p. 133°. 
The sulphides can be converted into sulphones by potassium 
permanganate and acetic acid if care is taken to avoid the use of 
an excess of the latter; the yields are satisfactory. Benzylacetonyl. 
sulphone, CH,Ph-SO,*CH,*COMe, crystallises in colourless needles, 
m. p. 89°, whereas benzylphenacylsulphone, CH,Ph:SO,°CH,°COPh, 
forms colourless, lustrous leaflets, m. p. 113°. The sulphones are 
transformed by prolonged treatment with boiling alcoholic potassium 
hydroxide solution (20°) into benzoic or acetic acid and benzyl- 
methylsulphone, m. p. 127°. Benzylacetonylsulphone gives a 
phenylhydrazone, CH,Ph:SO,*CH,*CMe:N-NHPh, needles, m. p. 121°; 
a semicarbazone, colourless leaflets, m. p. 189°, and an oxime, colour- 
less needles, m. p. 151°. The phenylhydrazone, slender needles, 
m. p. 151°5°, and oxime, colourless needles, m. p. 163°, of benzyl 
phenacyl sulphone are described. H.W 


y-Diallylaminopropyl p-Aminobenzoate. O. Kamm and 
E. H. Votwmer (U.S. Pat. 1388573).—Diallylamino-esters of 
aromatic acids containing a benzene nucleus are prepared by 
dissolving benzyl chloride or a substituted benzyl chloride in benzene, 
heating for an hour in a reflux apparatus with a diallylamino- 
alcohol, and then treating the reaction mixture with dilute acid 
to dissolve basic compounds, and making the aqueous layer alkaline 
with sodium hydroxide. The ester can be extracted and dissolved 
in hydrochloric acid. y-Diallylaminopropy] p-aminobenzoate hydro- 
chloride has local anesthetic properties, and has m. p. 138°; 
8-diallylaminopropyl p-aminobenzoate hydrochloride has m. p. 
158—160°. CHEMICAL ABSTRACTS. 


Some Dialkylated Benzyl Cyanides [Phenylacetonitriles| 
and the Corresponding Alcohols, Amides, Amines, and Acids. 
JOSEPH BLonpEAU (Compt. rend., 1922, 174, 1424—1426).— 
Phenyldialkylacetonitriles of the type CPhRR’-CN were prepared 
by the method of Bodroux and Taboury by the action of sodamide 
and the alkyl iodide. «-Phenyl-a-methylbutyronitrile, CMeEtPh-CN, 
b. p. 119—120°/15 mm. and 239°, and «a-phenyl-a-benzylbutyro- 
nitrile, CH,Ph-CEtPh-CN, b. p. 201°/17 mm., have been prepared. 
These nitriles on hydrolysis gave first the amides and then the 
acids, of which «-phenyl-a-methylbutyramide, m. p. 74°, and «-phenyl- 
a-benzylbutyramide, m. p. 119°; «a-phenyl-«-methylbutyric acid, 
m. p. 60°, and its methyl ester, b. p. 120°/16 mm., and ethyl ester, 
b. p. 124—125°/14 mm., and a-phenyl-a-benzylbutyric acid, m. p. 
140°, and its methyl ester, m. p. 61°, b. p. 196—197°/16 mm., have 
been prepared. The amides on reduction with sodium and absolute 
alcohol gave the corresponding alcohols with a certain amount of 
the corresponding amines. The following are described :—f-phenyl- 
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g-ethylbutanol, b. p. 136—137°/13 mm., and 260—261°, giving a 
benzoyl derivative, b. p. 210°/18 mm., and a phenylurethane, m. p. 
10°; -phenyl-B-methylbutanol, b. p. 138°/23 mm., and 246°, giving 
a benzoyl derivative, b. p. 202—204°/12 mm., m. p. 46°, and a 
phenylurethane ; B-phenyl-B-benzylbutanol, b. p. 11°/17 mm., giving 
a benzoyl derivative, and a phenylurethane, m. p. 117°; 8-phenyl- 
g-cthylbutylamine, b. p. 137—139°/23 mm., and its hydrochloride ; 


ium [§ 4-phenyl-B-methylbutylamine, b. p. 112—113°/11 mm., and its 
> of ff hydrochloride ; B-phenyl-B-benzylbutylamine, b. p. 193°/10 mm., and 
a its hydrochloride. W. G. 
les, 
Ph, Synthesis of N-Alkylideneamino-acids and their Conver- 
are ff sion into N-Alkylamino-acids by Hydrogenation. HELmMuTH 
um ScHEIBLER and PauL BAUMGARTEN (Ber., 1922, 55, [B], 1358— 
yl-  1379)—Somewhat unexpectedly, it has been observed that the 
a ff condensation of aldehydes with ethyl aminoacetate does not in 
1°; Bf all cases lead to the production of alkylideneaminoacetic esters 


in even moderate yield. A more successful synthesis depends on 
the condensation of the sodium hydrogen sulphite compounds 
of the requisite aldehyde or ketone with ethyl aminoacetate in 
accordance with the scheme CHR(O-SO,Na)-OH+ NH,°CH,°CO,Et= 
CHR(O-SO,Na)-NH-CH,°CO,Et+H,O. The product is subse- 
quently treated with potassium cyanide, giving the cyano-ester, 
80,Na*O-CHR:NH-CH,:CO,Et-+ KCN=CN-CHR:NH-CH,:CO,Et + 
KNaSO,. The latter is transformed by a molecular proportion 
of alkali hydroxide and alkali ethoxide in absolute ethyl-alcoholic 
solution into the alkali salt of the alkylideneamino-acid, from 
which, by hydrogenation, the alkylamino-acid is prepared. It 
is remarkable that the cyano-esters give the alkylideneamino-acids 
when acted on by a single equivalent of potassium hydroxide in 
absolute ethyl-alcoholic solution; the reaction probably occurs 
in accordance with the scheme CN-CHR:NH:-CH,°CO,Et+KOH= 


EtOH+CN-CHR-NH-CH,:CO,K —> KON+NH<CH200S0 — 


R:CH:N-CH,°CO,H. The sodium salts of the alkylideneamino- 
acetic acids are transformed by acetic anhydride or acetyl chloride 
into N-acetyl compounds, the reaction being expressed by the 


scheme  CHR‘N-CH,*CO,"Na + Ac,O = CHR:NAc<°@2>¢0 + 


AcONa. 
Benzaldehyde reacts energetically with ethyl aminoacetate but 
the direct isolation of the product of the reaction was not practic- 
able. Reduction of the crude substance with aluminium amalgam 
in moist ethereal solution or with sodium and alcohol leads to the 
production of ethyl benzylaminoacetate, b. p. 175—179°/50 mm., 
the identity of which is confirmed by its conversion into benzyl- 
glycine hydrochloride, m. p. 214—216° (corr., decomp.). Simul- 
taneous reduction and acetylation is effected by alternate addition 
of sodium amalgam and acetic anhydride to an aqueous suspension 
of the crude product whereby N-acetyl-N-benzylglycine, 
CH,Ph:NAc:CH,°CO,H, 
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colourless aggregates of needles, m. p. 126°5° (corr.), is produced, 
(See also below.) As judged from the quantity of the reduced ester 
obtained, the yield of condensation product does not exceed 19% of 
that theoretically possible. The condensation of piperonal with ethyl. 
aminoacetate follows a similar course; the crude product is trans. 
formed by successive reduction and treatment with hydrochloric acid 
into piperonylglycine hydrochloride, small, colourless leaflets, m. p.224°. 
A suspension of benzaldehyde sodium hydrogen sulphite in water 
is treated with ethyl aminoacetate at 0° and a concentrated aqueous 
solution of potassium cyanide is subsequently added; ethyl cyano. 
benzylaminoacetate, CN-CHPh:-NH-CH,°CO,Et, separates as a pale 
yellow liquid which cannot be distilled without decomposition, 
even under diminished pressure, and is identified as the hydro. 
chloride, m. p. 83°5° (corr., decomp.). [Stadnikof (A., 1909, i, 106) 
gives m. p. 82°.] The yield is 97% of that theoretically possible. 
The nitrile ester is converted by cold, concentrated sulphuric acid 
into the amido-ester, NH,*CO-CHPh-NH:CH,°CO,Et, colourless, 
lustrous needles, m. p. 135°. The latter is hydrolysed completely 
with evolution of ammonia by sodium hydroxide, but only the 
ester group is affected by treatment with a hot aqueous suspension 
of freshly precipitated copper hydroxide which forms the copper 
salt, (NH,°CO-CHPh:-NH-CH,°CO-O),Cu, sky-blue, anhydrous 
crystals. Benzylideneglycine, CHPh:N-CH,°CO,H, is obtained by 
the action of sodium hydroxide or preferably potassium hydroxide 
on the cyano-ester in absolute ethyl-alcoholic solution, but the 
brown, viscous syrup which solidifies to a glassy mass cannot 
readily be purified from sodium or potassium cyanide. Sodium 
benzylideneaminoacetate, a colourless, crystalline powder, is prepared 
in quantitative yield by the action of equivalent quantities of 
sodium hydroxide and ethoxide on the cyano-ester; it is some- 
what unstable and is readily hydrolysed by warm water, with 
the production of benzaldehyde. The corresponding silver, copper, 
barium, and calcium salts are described. N-Acetyl-N-benzylidene- 
betaine, CHPh:NAc<“f2>c0, colourless, lustrous needles, has 
m. p. 103—104°; it is hydrolysed by boiling water to benzalde- 
hyde and aceturic acid, m. p. 206°. N-Benzylideneglycine is 
reduced by sodium and boiling ethyl alcohol to N-benzylglycine 
hydrochloride, m. p. 214—216° (corr.), whereas its sodium salt is 
transformed by sodium amalgam and acetic anhydride into N-acetyl- 
N-benzylglycine, m. p. 126°5° (corr.) (see above). 
Ethyl N-«-cyanopiperonylaminoacetate, 
CH,0,:C,H,*CH(CN)-NH-CH,°CO,Et, 
is a viscous, yellow liquid which is characterised as the hydro- 
chloride, a colourless, crystalline powder, m. p. 150—152° (corr.) 
after incipient decomposition at about 115° in a sealed capillary. 
Its conversion into 3 : 4-methylenediorybenzylideneglycine, a pale 
brown, viscous syrup which solidifies to a glassy mass, and sodiwm 
piperonylideneaminoacetate and the reduction of the latter to 
N-piperonylglycine hydrochloride, small, colourless needles, m. Pp. 
224° (corr., decomp.), are described. 
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A similar series of changes starting from acetone sodium bisul- 
hite leads to the production of ethyl N-«-cyanoisopropylamino- 
acetate, CN*CMe,*NH-CH,°CO,Et, an almost colourless liquid 
(hydrochloride, small, colourless crystals, m. p. 87° (corr.) in a sealed 


-[ capillary], of sodium N-isopropylideneaminoacetate, 


CMe,:N-CH,°CO,Na, 
a colourless, finely crystalline, very hygroscopic powder, and of 


| N-sopropylglycine hydrochloride, colourless, lustrous, hygroscopic 


aystals, m. p. 203—204°5° (corr.) after previous softening, from 
which isopropylglycine, hard irregularly-shaped crystals, m. p. 
192—193° (corr., decomp.), is prepared by the action of moist silver 


oxide. H. W. 


3-Hydroxy-o-toluic Acid. Yasunrko AsAnINA and YOSHIO 
Konpo (J. Pharm. Soc. Japan, 1922, 264—271).—3-Hydroxy- 
o-toluic acid was obtained by the fusion of hydrangenol and 
phyllodulcin with potassium hydroxide, and was also prepared 
from 4-bromo-o-toluic acid by Jacobsen’s method. Finally, 
3-nitro-o-toluic acid, m. p. 151—152°, was reduced to the corre- 
sponding amino-acid, m. p. 125—126°, which was diazotised and 
boiled with dilute hydrochloric acid, when 3-hydroxy-o-toluic 
acid, m. p. 169—170°, was formed, and proved to be identical 
with that from hydrangenol and phyllodulcin. This process is 
somewhat tedious, and gives a smaller yield than that obtained 
by Jacobsen’s method. K. K. 


The Catalytic Hydrogenation of Methysticin. H. GorBEL 
(Ber. deut. Pharm. Ges., 1922, 32, 115—124)—By the catalytic 
hydrogenation of methysticin, 

CH,0,:C,H,*CH:CH-CH:CH-CO-CH,"CO,.Me, 
only the double bond adjacent to the benzene nucleus is eliminated, 
with the formation of dihydromethysticin, m. p. 117—118°, which 
on hydrolysis with alcoholic potassium hydroxide gives the corre- 
sponding dihydromethystic acid, yellow needles, m. p. 133—134°. 
The constitution of the latter follows from its conversion, on 
oxidation with alkaline permanganate, into methylenedioxy- 
phenylpropionic acid, m. p. 172°. That the keto-group of methy- 
sticin remains unchanged during the hydrogenation is shown by 
converting dihydromethysticin, which itself, like methysticin, 
gives no semicarbazone, into dihydromethysticole, 
CH,0,:C,H,°CH,°CH,°CH:CH-COMe, 
by boiling dihydromethystic acid with 5% hydrochloric acid. 
The ketone boils at 195—200°/13 mm., and gives a semicarbazone, 
m. p. 149—150°. Although dihydromethysticin itself could not 
be further hydrogenated, the potassium salt of dihydromethystic 
acid, or of methystic acid, was converted into tetrahydromethystic 
aid by hydrogen and a palladium catalyst. This substance forms 
white needles, m. p. 137—138°, and was converted by boiling with 
5% hydrochloric acid into tetrahydromethysticole, an oily liquid, 
b. p. 200—210°/13 mm., forming a semicarbazone, m. p. 164— 
165°. The hydrogenation of the potassium salt of methystic acid 
takes place in two stages, and by using an old partly cree 
aa 
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catalyst the intermediate dihydromethystic acid was isolated. It 
formed fine needles, m. p. 140—141°, and, as on oxidation it gave 
piperonal and piperonic acid, it is evident that in this case it is 
the double bond of methysticin farthest removed from the benzene 
nucleus that has been eliminated by the hydrogenation. On boiling 
with 15% hydrochloric acid, dihydromethysticole, b. p. 140—150°/10 
mm., was obtained. Its semicarbazone melts at nunty + 


The Aldehydosalicylic Acids and their Derivatives. 
EDWARD JOHNSON WAYNE and JuLIus BEREND COHEN (T., 1922, 
121, 1022—1029). 


The Formation of Cyclic Compounds from Hydroaromatic 
Dicarboxylic Acids. A. Winpavus and W. HicKet (Nachr. 
Ges. Wiss. Gottingen, Math.-physik. Klasse, 1920, 11, [ii], 181— 
187).—Baeyer’s strain theory explains the well-known stability 
of alicyclic compounds with five and six atoms in the ring, 
especially noticeable with dicarboxylic acids heated at 300° 
with acetic anhydride. In this paper, the reaction is applied 
to hydroaromatic dicarboxylic acids, with the view of determining 
their constitution and the applicability of Baéyer’s theory. cis- 
and trans-cycloHexane-1 : 2-dicarboxylic acid gave two different 
inner anhydrides, the trans changing to the cis form at higher 
temperatures. Homophthalic acid prepared by the oxidation of 
indene with potassium permanganate (Heusler and Schieffer, A., 
1899, i, 365) forms white crystals, m. p. 178°, and may be catalytic- 
ally reduced to trans-2-carboxycyclohexane-l-acetic acid, clustered 
prisms from water, m. p. 146° (dianilide, fine needles, m. p. 252°). 
By heating with acetic anhydride at 240° and distilling at 25 mm., 
a crystalline distillate was obtained of which the portion soluble 
in light petroleum gave an anhydride, m. p. 38°; on recrystallis- 
ation from water, probably cis-2-carboxycyclohexane-1-acetic acid, 
m. p. 128—129°, was obtained. The latter, therefore, behaves 
towards Blanc’s reaction like an acid of the glutaric series. 
o-Carboxy-8-phenylpropionic acid, obtained by the oxidation of 
Al-dihydronaphthalene with potassium permanganate (Straus and 
Lemmel, A., 1913, i, 256), on catalytic hydrogenation gave an 
acid, m. p. 103° (dianilide, lustrous leaves, m. p. 159°), which, when 
slowly heated, gave probably trans-2-carboxycyclohexane-1-pro- 
pionic acid, m. p. 143° (dianilide, m. p. 205—206°). When heated 
with acetic anhydride, the acid, m. p. 103°, gave a distillate which, 
when treated with ether and sodium carbonate, yielded hexahydro- 
a-hydrindone, b. p. 216°/758 mm., in 55% yield [semicarbazone, 
clustered needles from alcohol, m. p. 214—215° (decomp.) ; oxime, 
m. p. 79—80°]. Thus, cis-2-carboxycyclohexane-1l-propionic acid 
under Blanc’s reaction behaves like an acid of the adipic series. 
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The Two Isomeric Phthalyl Chlorides. JuLius von Braun 
and WitHeLtm Kaiser (Ber., 1922, 55, [B], 1305—1310).—The 
physico-chemical investigations of Ott (A., 1912, i, 828) have 
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enabled satisfactory formule to be ascribed to the two phthalyl 
chlorides, but, apart from a recent observation by Pfeiffer (this 
vol., i, 341), scarcely any chemical differences between the two 
isomerides have been noted. The author has therefore examined 
their behaviour towards the salts of dithiocarbamic acid which 
have been shown previously (A., 1904, i, 90) to react readily with 
the normal acid chloride complex in accordance with the equation 
R:COCI4+-NR,H,HS-CS-NR,=NR,H,HCl+ R-CO-S:CS-NR,. The 
intensely coloured dithiourethanes immediately decompose in the 
case of the chlorides of fatty acids in accordance with the scheme 
R:CO-S:CS‘NR,=R-CO-NR,+CS,, whereas the aryl compounds 
are rather more stable. s-Phthalyl chloride would therefore be 
expected to give a dark yellow thio-derivative, C,H,(CO-S-CS-NRg4)., 
which would possess some degree of stability. The behaviour 
of the as-chloride can be predicted with less certainty, but it appears 
most probable that colourless or faintly coloured, very unstable 


substances of the type Ee enon doa would be initially 


formed which would decompose primarily into unsymmetrical 
phthalamides, O8.<y Rs)sS0, from which the symmetrical 


derivatives would immediately be obtained. The predictions are 
completely fulfilled by experiment. 

The cautious addition of s-phthalyl chloride to an ice-cold mixture 
of piperidine, water, and carbon disulphide causes the separation 
of N-piperidyl-s-phthalyldithiourethane, C,.H,(CO-S-*CS°C;NH 9)2, @ 
brilliant yellow powder, m. p. 123°, which is converted slowly in 
the cold, but rapidly on warming into carbon disulphide and 
phthalyl-NN’ -dipiperidide, C,H,(CO-C;NH, 9), m. p. 52—54°, which 
is identical with the product obtained from s-phthalyl chloride 
and piperidine by the Schotten-Baumann reaction. When as- 
phthalyl chloride is treated in a similar manner, a very faint 
yellow coloration is developed; the products of the change are 
piperidine hydrochloride and phthalyl-N N'-dipiperidide. Exactly 
analogous observations are made when piperidine is replaced 
by dimethylamine. The symmetrical chloride gives N-dimethyl- 
s-phthalyldithiourethane, a yellow powder, m. p. 107°, which is 
readily converted into carbon disulphide and NN’-tetramethyl- 
phthalamide, C,H,(CO-NMe,),, colourless crystals, m. p. 121—122°. 
With as-phthalyl chloride only a very pale yellow colour is developed 
and the products of the action are dimethylamine hydrochloride 
and tetramethylphthalamide. H. W. 


Chloro- and Bromo-derivatives of Phenolphthalein. A. 
Tae, and Fr. Miuuer (Ber., 1922, 55, [B], 1312—1321; cf. Thiel, 
A., 1914, ii, 285).—The authors have commenced a study of the 
influence of systematic halogenation of phenolphthalein on its 
behaviour as indicator. The present communication deals with 
substances containing chlorine or bromine in the side nuclei. The 
usual method for the preparation of phenolphthaleins (condensation 
of phthalic anhydride with phenols in the presence of a suitable 

aa*2 
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agent) cannot be utilised in these cases, since it is too largely 
dependent on unknown and at present uncontrollable factors, 
and, further, can only lead usefully to symmetrical derivatives. The 
general method consists in condensing 4’-hydroxybenzoylbenzoic 
acid or a halogenated derivative of it with phenol or a halogenated 
phenol in the presence of stannic chloride. 4’-Hydroxybenzoyl- 
benzoic acid is prepared conveniently from phenolphthaleinoxime, 
which is smoothly hydrolysed by dilute sulphuric acid into the 
ketonic acid and p-aminophenol. Application of the reaction to 
unsymmetrically substituted halogenated phenolphthaleins shows 
that the oxime nitrogen in the form of the amino-group is eliminated 
in combination with the nucleus which is free from or contains least 
halogen. 

The full description of the behaviour of halogenated phenol- 
phthaleins as indicators is recorded elsewhere. It may, however, 
be noted that the tinctorial power diminishes regularly with increas- 
ing halogen content to such an extent that the maximal coloration 
produced in aqueous solution at the atmospheric temperature 
by a tetrahalogenated compound is only one-hundredth of that 
produced by phenolphthalein. The tint developed in alkaline 
solution is not appreciably affected as long as one side nucleus 
remains unsubstituted, but becomes violet and finally bluish-violet 
when both rings are substituted. 

The following substances are described: 0-3’ : 5’-Dichloro-4'- 
hydroxybenzoylbenzoic acid, colourless crystals, m. p. 241°; 0-3’ : 5’- 
dibromo-4'-hydroxybenzoylbenzoic acid, m. p. 248°; 0-3’-chloro-4'- 
hydroxybenzoylbenzoic acid, colourless crystals, m. p. 212°; 3’-chloro- 
phenolphthalein, m. p. 201° (the melting points of the phthaleins 
described in this communication are all somewhat indefinite 
owing to decomposition); 3’-bromophenolphthalein, m. p. 118°; 
3’ : 5'-dichlorophenolphthalein, a colourless powder, m. p. 220°; 
3’ : 5'-dibromophenolphthalein, a pale yellow, crystalline powder, 
m. p. 238°; 3’: 5’: 3’'-trichlorophenolphthalein, a colourless sub- 
stance, m. p. 122°; 3’: 5’ : 3’’-tribromophenolphthalein, a colourless 
compound, m. p. 124°. ; 

Chlorination of a suspension of phenolphthalein in glacial acetic 
and fuming hydrochloric acids gives the substance 

C,H, ( CH---CCl, ) 

&0.07° C<oHoLocl, wat 
m. p. 218°, which is reduced by tin and hydrochloric acid to 
3’ : 5’ : 3’ : 5’’-tetrachlorophenolphthalein, m. p. 225°. Its con- 
stitution follows from the observation that it is converted by the 
oxime fusion into 0-3’ : Se ae acid. 


The Structure of Disalicylaldehyde. Rocrr Apams, M. F. 
Focuer, and C. W. Krecer (J. Amer. Chem. Soc., 1922, 44, 1126— 
1133).—Disalicylaldehyde is considered to have the constitution 
shown in the formula IV, and may be called 5: 11 : 13-dibenzo- 
bisdioxan. The mechanism for the formation from salicylaldehyde 
is considered to be as follows : 
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If this explanation is correct the reason why various acid chlorides 
cause the reaction to take place is clear. A small amount of acid 
chloride reacts first with the hydroxy] of the salicylaldehyde, giving 
hydrochloric acid. This mineral acid then catalyses steps II and 
Ill. Finally, the remainder of the acid chloride acts as a de- 
hydrating agent and thus gives step IV. In support of this view, 
it is shown that salicylaldehyde is unaffected by cold acetic an- 
hydride even after long standing. If, however, to this mixture is 
added a drop of concentrated sulphuric acid an immediate reaction 
occurs and disalicylaldehyde is at once formed. Other acids may 
be used in place of the sulphuric acid. It should be noted, however, 
that sulphuric acid can bring about the reverse change and if a 
mixture of pure disalicylaldehyde and excess of acetic anhydride 
and one drop of sulphuric acid is left for some time at the ordinary 
temperature crystals of salicylaldehyde triacetate separate. 
Finally, in support of the above view as to the mechanism of 
the conversion of salicylaldehyde into disalicylaldehyde, it is shown 
CH that saligenin readily:condenses with benzaldehyde 
/\ re in the presence of a little acid, benzoic acid being 
| 0 the best in order to control the reaction. The 
VA /CHPh product is 2-phenyl-1 : 3-benzodiovan, m. p. 54 
0 (annexed formula). When dissolved in acetic 
anhydride and treated with a drop of sulphuric 
acid, this compound decomposes in the same way as disalicylaldehyde 
and gives benzylidene diacetate and saligenin resin. W. G. 


Cobalt Compounds of «-Oximinoketones. G. Ponzio 
(Gazzetta, 1922, 52, i, 285—288).—Tschugaev (A., 1907, i, 830; 
1908, i, 554) found that treatment of «-benzilmonoxime with a 
cobaltous salt yields the cobaltic compound, Co(ON:CPh-COPh)s, 
and assumed that this property of giving compounds of tervalent 
cobalt is common to all «-oximinoketones. The author finds that 
this generalisation is not justified, since the action of aqueous 
cobaltous acetate solution on aqueous or alcoholic solutions of the 
a-oximinoketones, R!*CO-C(NOH)-CO-R? or R!-CO-CH:NOH, where 
R! and R? represent Me or Ph, yields cobaltous and not cobaltic 
compounds. The cobaltous salts of the «-oximinoketones described 
below are all more or less soluble in many of the ordinary organic 
solvents and separate in well-defined crystals of an abnormal 
reddish-brown colour, forming orange-red powders. They do not 


i. 662 ABSTRACTS OF CHEMICAL PAPERS. 


respond to the reactions for cobaltous ions and must be regarded 

4 RC NO~  -NO-C-RI 
as highly stable complex salts of the type ee Cox, ot Re 
in which the co-ordination number of the cobalt is 4. 

It is therefore evident that Tschugaev’s considerations on tervalent 
cobalt compounds of the «-oximinoketones are valueless. Further, 
as the author has obtained the cobaltous salts of oximinoacetyl- 
acetone and oximinoacetophenone and has confirmed the existence 
of the cobaltic salt of «-benzilmonoxime, the configurations of the 
oximino-compounds cannot, contrary to Tschugaev’s suggestion, 
be related to their capacity to form metallic salts. Indeed, oximino- 
acetylacetone does not exist in geometrical isomerides, whilst 
oximinoacetophenone has the §£- or anti-structure and «-benzil- 
monoxime the syn-form. 

The cobaltous salt of oximinoacetylacetone, Co(ON:CAc:CO-CH;),, 
crystallises in large, blood-red prisms, m. p. 164°, and dissolves 
easily in the cold in concentrated sulphuric acid and in sodium or 
ammonium hydroxide solutions, giving a dark orange-red coloration. 

Cobaltous oximinobenzoylacetone, Co(ON:CAcBz)., forms flattened, 
orange-brown needles, m. p. 220° (decomp.), and dissolves in cold 
concentrated sulphuric acid or sodium or ammonium hydroxide, 
forming yellow solutions. 

Cobalious oximinoacetophenone, Co(ON:CHBz),, forms orange- 
brown laminz, begins to change at about 100—120°, and de- 
composes, sometimes violently, at 240—244°, with sublimation of 
benzoic acid; it dissolves in cold concentrated sulphuric acid to 
an orange-red solution, but is insoluble in sodium or ammonium 
hydroxide solution. 

Cobaltic «-benzilmonoxime, Co(ON-CPhBz),, obtained, but not 
described, by Tschugaev (loc. cit.), crystallises in reddish-brown 
prisms and decomposes violently at 195° or sometimes at a some- 
what higher temperature ; it dissolves in cold concentrated sulphuric 
acid to a reddish-brown solution, but is insoluble in potassium or 
ammonium hydroxide solution. 

Cupric oximinoacetylacetone, Cu(ON:CAcg)s, obtained similarly to 
the preceding salts, forms an olive-green powder, decomposes 
violently at about 140°, and dissolves in sodium hydroxide solution, 
giving a greenish-yellow, in ammonia solution a greenish-blue, in 
dilute hydrochloric acid a yellow, and in dilute acetic acid a green, 
coloration. As it gives some of the reactions of cupric ions, it 
must be regarded as a less stable complex salt than the cobaltous 
salts of the «-oximinoketones. 7, m2. 


Two «a«$6-Substituted Propiophenones and their Products 
of Decomposition by Sodamide. (Mme) Paving Ramart and 
G. AtBresco (Compt. rend., 1922, 174, 1289—1291).—Substituted 
ketones of the types CHPh,*CR,-COPh and CHPhEt:CR,*COPh 
may be prepared by the condensation of mixed organo-magnesium 
derivatives with phenyl styryl ketones and alkylation of the result- 
ing compounds by means of sodamide. In the alkylation the first 
alkyl group is introduced easily, but the second only with difficulty. 
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98-Diphenylpropiophenone gives with sodamide and methyl 
iodide first @6-diphenyl-a-methylpropiophenone and then £8-dr- 
phenyl-aa-dimethylpropiophenone, m. p. 90°. Under similar con- 
ditions, @-phenyl-8-ethylpropiophenone gives §-phenyl-«8-diethyl- 
propiophenone, m. p. 68°, and 8-phenyl-««8-triethylpropiophenone, 
>. p. 180°/10 mm. Both these ketones are decomposed by 
sodamide, two reactions occurring to almost equal extent, namely : 
(HPh,-CR,-COPh + NH,Na —>  CHPh,*CR,*CO-NH, + C,H, 
(HPh,*CR,*COPh+NH,Na —>» CHPh,-CHR,+C,H,;*CO-NH,. 

Thus ($@-diphenyl-««-dimethylpropiophenone gave yy-diphenyl- 
s.methylpropane, b. p. 145°/13 mm., benzamide, ($-diphenyl- 
x-dimethylpropionic acid in the form of its amide and some tetra- 
phenylethane. §-Phenyl-««f-triethylpropiophenone gave 3-phenyl- 
y-ethylhexane, CHPhEt-CHEt,, b. p. 205°/740 mm., benzamide and 
g-phenyl-xaB-triethylpropionic acid, m. p. 82°. W. G. 


The Reactivity of Doubly-conjugated Unsaturated Ketones. 
Il. Unsymmetrical Hydroxy- and Methoxy-derivatives. 
JouaNNES SyBRANDT Buck and Istpor Morris Heripron (T., 
1922, 121, 1095—1101). 


o-Quinones and 1: 2-Diketones. V. Benzils of the Super- 
oxide Type [y-Benzils]. A. ScuénBERG and O. KraEmeEr (Ber., 
1922, 55, [B], 1174—1194).—-In general, the benzils are yellow 
substances, but 4 : 4’-diethoxybenzil (Vorlinder, A., 1911, i, 865) 
and 2 : 2’-dimethoxybenzil (Irvine, T., 1907, 91, 541) are colour- 
less. Further examination of these and similar substances has 
disclosed the existence of a class of benzils in*which the dicarbonyl 
R-C-C-R 

0-0 — 


group is present in the peroxide form, These com- 


pounds are colourless, but melt to a yellow liquid and give yellow 
solutions. The phenomenon is reversible since colourless crystals 
are deposited when the yellow solutions are concentrated or cooled. 
It can be explained by the assumption of a reversible transform- 
ation of the peroxide into the ketonic form. The colourless com- 
pounds are converted by solution in concentrated sulphuric acid 
into intensely coloured derivatives of the ketonic modification. 
The colourless benzils react very slowly with and are sometimes 
almost inactive towards the typical dicarbonyl reagents such as 
o-diamines. In contrast to the coloured benzils which contain 


the dicarbony] group in the ketonic form, the colourless substances 
are very stable towards hydrogen peroxide in acid solution. 

2 : 2’-Dimethoxy-5 : 5’-dimethylbenzil, colourless leaflets, m. p. 183°, 
is prepared by tle oxidation of a boiling alcoholic solution of the 
corresponding benzoin with Fehling’s solution. It is converted by 
phenylhydrazine into the corresponding osazone, Cs9HggO.N,, 
yellow crystals, m. p. 197°. It is not affected by aqueous or ethereal 
ammonia at 200° and does not condense with o-phenylenediamine 
or naphthalene-1 : 2-diamine. It is converted by a boiling mixture 
of glacial acetic and aqueous hydrobromic acids (50%) into 2-hydr- 
oxy-2’-methoxy-5 : 5’-dimethylbenzil, prisms, m. p. (indefinite) 113°, 
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which is re-converted into the dimethoxy-compound by treatment 
with methy! sulphate. 

2 : 2’-Dimethoxybenzil, m. p. 130° (cf. Irvine, loc. cit.), is similarly 
prepared by the oxidation of 2: 2’-dimethoxybenzoin with Fehling’s 
solution. It gives a dioxime, colourless prisms, decomp. 935° 
(indefinite), and a diphenylosazone, Cyg,H,,0,N,, yellow prisms, 
m. p. 198—199°. It is stable towards aqueous ammonia and 
o-diamines. With hydrobromic and acetic acids it yields 2-hydroxy. 
2’ -methorybenzil, colourless, lustrous prisms, m. p. 120°. 

4 : 4’-Diethoxybenzil (cf. Vorlander, loc. cit.) is conveniently pre- 
pared by the action of aluminium chloride on a solution of phenetole 
and oxalyl chloride in carbon disulphide. It is converted by drastic 
treatment with concentrated aqueous ammonia into p-ethoxy.- 
benzoic acid and 2 : 4 : 5-tri-p-ethoxyphenyloxazole, 

Et0-C,HyC— 


Et0O-C, A: C- N=C-C,H,:OEt’ 
colourless needles, m. p. "82°, With naphthalene-1 : 2-diamine in 
boiling glacial acetic acid solution it slowly gives 2 : 3-di-p-ethoxy- 
phenyl-a8-naphthaquinoxaline (annexed 
\. formula), needles, m. p. 155°. It is con- 
| verted by a mixture of nitric acid (d 1-48) 
EtO-C,H, of NV \\/ and sulphuric acid (d1-70) into 3:3’ 
Et0-C, "Hy C dinitro-4:4’-diethoxybenzil, lustrous, yellow 
\n /\/  \eaflets, m. p. 216°, which is transformed 
by naphthalene-1 : 2-diamine _hydro- 
chloride into 2 : 3-di-m-nitro-p-ethoxyphenyl-«8-naphthaquinoxaline, 
yellow needles, m. ,p. 178°. 3:3-Dibromo-4 : 4’-diethoxybenzil 
crystallises in pale yellow needles, m. p. 208°. 4:4’-Dihydroxybenzil, 
m. p. 235°, after previous softening (dibenzoate, yellow needles, m. p. 
170°) can be obtained only with difficulty and in poor yield by the 
action of hydrobromic acid on 4 : 4’-diethoxybenzil, but is readily 
prepared by the corresponding treatment of 4 : 4’-dimethoxybenzil. 

Ethylbenzene is converted by oxalyl chloride and aluminium 
chloride in the presence of carbon disulphide into p-ethylbenzoic 
acid instead of the desired 4 : 4’-diethylbenzil. 

Diphenyl ether is transformed by oxalyl chloride into 4: 4’-di- 
phenoxybenzil, pale yellow, silky leaflets, m. p. 116°, in which the 
position of the phenoxyl groups is established by its oxidative 
hydrolysis by hydrogen peroxide to p-phenoxybenzoic acid, m. p. 
159°. With o-tolylenediamine hydrochloride, the benzil yields 
2 : 3-di-p- -phenoxyphenyl- 6-methylquinoxaline, yellow aggregates of 
prisms, m. p. 149°, whilst with naphthalene-1 : 2-diamine hydro- 
chloride it gives 2 : 3-di-p-phenoxyphenyl-«8-naphthaquinoxaline, 
yellow crystals, m. p. 157°. 

Oxalyl chloride and 3: 5-dimethoxytoluene give 6-methoxy- 

Me 4-methyl-2 : 3-diketocoumaran (annexed formula), 

r% lustrous, yellow crystals, m. p. 165°; the same 

eS ce O compound is obtained by the similar treatment 
MeO" J/\ /0O of 5-hydroxy-3-methoxytoluene. 

In contrast to the colourless 2 : 2’-dimethoxy- 

benzil and 2: 2’-dimethoxy-5 : 5’-dimethylbenzil, 
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the yellow diketones, 4:4’-dimethyl-, 4: 4’-dimethoxy-, and 
3:4:3' : 4’-dimethylenedioxy-benzils react readily with naphthalene- 
]:2-diamine hydrochloride in boiling glacial acetic acid solution, 
giving, respectively, 2 : 3-di-p-tolyl-«-naphthaquinoxaline, needles, 
m. p. 183°, 2 : 3-di-p-methoxyphenyl-«8-naphthaquinoxaline, yellow 
needles, m. p. 161°, and 2 : 3-di-mp-methylenedioxyphenyl-«8-naph- 
thaquinoxaline, yellow crystals, m. p. 205°. 

Piperil is converted by aqueous ammonia at 120° into 2: 4: 5-tri- 

‘ C(C,H;-0,CH,)-O 

" n nylo 1 eo. 2. ee 2/ | 
mp-methylenedioxy phenyloxazole, NK ((C.H,:0,CH,):0(C,H,!0,CH,)’ 
slender, colourless needles, m. p. 170—171°. H. W. 


The Phenanthrene Series. XXXIII. Preparation of 
Derivatives of Phenanthraquinone and Phenanthrene from 
2-Nitrophenanthraquinone. Jvuius Scumipt and Orro Spoun 
(Ber., 1922, 55, [B], 1194—1211)—Phenanthraquinone is con- 
verted by boiling nitric acid (d 1-4) into a mixture of 2-nitro- 
phenanthraquinone, yellow needles, m. p. 258—260°, and 4-nitro- 
phenanthraquinone, m. p. 176—177°, which can be separated by 
taking advantage of the much‘smaller solubility of the former in 
boiling alcohol (cf. Werner, A., 1902, i, 437). 2-Nitrophenanthra- 
quinone is reduced smoothly by Werner’s method (loc. cit.) to 
2-aminophenanthraquinone, dark bluish-violet needles which are 
not completely molten below 320°; it is characterised by its trans- 
formation by o-phenylenediamine hydrochloride in boiling aqueous 
alcoholic solution into 2-aminophenanthraphenazine, 

N—C—C,H,'NH, 
CH 

pale yellow needles, m. p. 240° (hydrochloride, matted needles, m. p. 
298—300°), and by the formation of a NN-diacetyl compound, a 
pale green powder, m. p. 206—208°. 2-Aminophenanthraquinone 
is converted smoothly into 2-hydroxyphenanthraquinone when it 
is suspended in concentrated hydrochloric acid and diazotised ; 
subsequently sufficient water is added to give a clear solution, which 
is heated to its boiling point and then cooled, when the hydroxy- 
compound separates in almost quantitative yield. The only draw- 
back to the method lies in the relatively very large quantity of 
water which is necessary. 2-Hydroxyphenanthraquinone is con- 
verted by o-phenylenediamine hydrochloride into 2-hydroxyphen- 
anthraphenazine, pale brown, microscopic crystals, m. p. 258—259°, 
and by semicarbazide hydrochloride into the monosemicarbazone, 
brownish-red crystals, m. p. 263—265° (decomp.). 

2-Hydroxyphenanthraquinone is converted by boiling nitric 
acid (d 1-35) into 3 : 4-dinitro-2-hydroxyphenanthraquinone, a tile- 
red powder which slowly decomposes above 220°; it cannot be 
crystallised conveniently, and is best purified by taking advantage 
of its acidic character, which enables it to dissolve in sodium hydrogen 
carbonate solution (the sodium salt is described). The presence of 
the three substituents on the same nucleus is proved by oxidation 
of the compound by sulphuric acid and potassium dichromate to 
phthalic acid, whilst the fact that one nitro-group is present in 


i. 666 ABSTRACTS OF CHEMICAL PAPERS. 


position 4 is established by the production of 4-aminophenanthrene, 
m. p. 104—105°, by drastic treatment of the substance with red 
phosphorus and fuming hydriodic acid (d 2-05). The preparation 
of 3 : 4-dinitro-2-hydroxyphenanthraphenazine, pale brown, micro- 
scopic crystals, m. p. 251° (decomp.), of 3 : 4-dinitro-2-hydroxyphen- 
anthraquinone monoxime, brown crystals, m. p. 211° (decomp.), 
and of 3 : 4-dinitro-2-hydroxyphenanthraquinone monosemicarbazone, 
reddish-brown crystals which do not melt below 270°, is described. 
Reduction of the nitroquinone with phenylhydrazine and subsequent 
acetylation of the product gives 3 : 4-dinitro-2-hydroxyphenanthra- 
quinol diacetate, m. p. 232° (decomp.). 3: 4-Dinitro-2-hydroxy- 
phenanthraquinone is reduced by tin and hydrochloric acid to 
3 : 4-diamino-2-hydroxyphenanthraquinone, which is isolated in 
the form of its hydrochloride. The latter is converted by diazo- 
tisation and subsequent boiling with water into 2 : 3 : 4-trihydroxy- 
phenanthraquinone, a reddish-brown substance which is completel 
molten at 235° after incipient decomposition at about 186°. The 
isolation of the substance is beset with unusual difficulties. It is 
most definitely characterised by converting it into 2:3: 4-tri- 
hydroxy phenanthraphenazine, dark’ brown, microscopic crystals, 
m. p. 255—258° (decomp.), or into its monosemicarbazone, a brownish- 
red powder which decomposes gradually above 270°. 

The bromination of 2-hydroxyphenanthraquinone has been 
examined, but the process is somewhat inconvenient by reason of 
the insolubility of the substance in the usual media. The action 
of bromine on a suspension of the compound in water leads to the 
formation of a mixture of mono-, di-, and tri-bromo-derivatives, 
from which only dibromohydroxyphenanthraquinone, reddish-brown 
crystals, m. p. 255°, could be isolated in an approximately homo- 
geneous condition. 

2-Nitrophenanthraquinone is converted by phosphorus penta- 
chloride into a mixture of 9 : 9-dichloro-2-nitrophenanthrone, yellow 
needles or leaflets, m. p. 186°, and 10: 10-dichloro-2-nitrophen- 
anthrone, pale yellow needles, m. p. 162—163°, which are separated 
by taking advantage of their widely differing solubilities in benzene. 
(For the present, the position of the chlorine atoms in the respective 
compounds is assigned arbitrarily.) The former is reduced by 
granulated tin and concentrated hydrochloric acid to 2-amino- 


10-hydroxy phenanthrene, oo m. p. 221° (the hydro- 
gH4°CH 


chloride, dibenzoyl derivative, almost colourless crystals, m. p. 225— 
226°, and diacetyl compound [+3(CH,°CO),O], large rhombohedra, 
m. p. 182°, are described). When treated similarly, 10 : 10-di- 
chloro-2-nitrophenanthrone yields 2-amino-9-hydroxyphenanthrene, 
almost colourless, microscopic crystals, m. p. 194—195° (decomp.), 
the benzoyl derivative of which has m. p. 160° (decomp.). H.W 


Trimethylcamphorylmethylammonium Bromide. H. RUPE 
(U.S. Pat. 1399082). — Trimethyleamphorylmethylammonium 
bromide is prepared by heating camphorylbromomethane with 
an ethereal—alcoholic solution of trimethylamine under pressure for 


e — — 
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gfteen hours, cooling, dissolving the desired product (after its 
precipitation with ether) in chloroform, and reprecipitating it with 
ether. It forms colourless leaflets, m. p. 192°.- On further heating 
above the m. p., trimethylammonium bromide is separated, which 
again melts with decomposition at 250°. CHEMICAL ABSTRACTS. 


Oxidation of Menthone by Ferric Chloride. YASUHIKO 
AsanINA and Sasuro Mirunori (J. Pharm. Soc. Japan, 1922, 
55—263).—By oxidation of menthone with ferric chloride, buchu- 
amphor is produced. A mixture of 50 grams of menthone, 280 
od grams crystallised ferric chloride, and 500 c.c. of 50% acetic 
acid is gently boiled until the brown colour of the solution is changed 
to dark green; the oily layer is then separated from the aqueous 
and distilled with steam, filtered, and the oily filtrate shaken 
vith sodium hydroxide solution. On acidifying, crystals of buchu- 
camphor separate from the filtrate. Buchu-camphor, after recry- 


| stallisation from alcohol, has m. p. 82°, and gives a green coloration 


with ferric chloride. Attempts to prepare the oxime by the methods 
of Kondakov and Bjalobrezeski (A., 1897, i, 227), and Semmler 
and Mackenzie (A., 1906, i, 373) were unsuccessful. Buchu-camphor 
reacts, however, easily with phenylcarbimide, forming buchu-cam- 
phor phenylurethane, m. p. 113° (Semmler and Mackenzie gave 41°). 

When oxidised with potassium permanganate in acetone solution, 
buchu-camphor gave a syrup, which on cooling changed into white 
needles, m. p. 129°; from it a semicarbazone, m. p. 217°, was 
obtained. The product is perhaps identical with Semmler and 
Mackenzie’s diketonic acid. By distilling the crude oxidation 
product, an unsaturated ketonic acid, m. p. 104—105°, was obtained. 


K. K 


Resin Constituents. VIII. The Amyrins from Elemi 
Resin. II. «-Amyrin. Atois ZINKE, ALFRED FRIEDRICH, 
Orro JOHANNSEN, and Rupotr RicuterR (Monatsh., 1921, 42, 
439445; cf. A., 1921, i, 39)—-When «-amyrin benzoate is 


distilled, benzoic acid is split off and a hydrocarbon Cosas <Hi, 


isformed. The latter could not be isolated, but forms a crystalline 
dibromide, Cy5H,,Br,, white, prismatic needles, m. p. 259—260°. 
The name «-amyrene is proposed for the hydrocarbon, instead of 
a-amyrilen, the name given by Vesterberg (loc. cit.) to a probably 
identical hydrocarbon obtained by the action of phosphorus penta- 
chloride on a-amyrin. Vesterberg’s «-amyrone, or, better, 
a-amyranone, was prepared by oxidation of «-amyrin with chromic 
acid; it forms crystalline plates or spherical aggregates, m. p. 
124°, sintering at 115°. Its oxime, Cyp9HygON, has m. p. 234°. 
The «-amyranone is very resistant to oxidation and is therefore 
of little use for elucidating further the structure of «-amyrin. It 
cannot be obtained in the enol form, but by heating with benzoyl 
chloride forms a benzoate, «-amyrenol benzoate, C5z,H5.0., fine 
leaflets, m. p. 197—198°. Bromo-«-amyrin was oxidised to bromo- 
«-amyranone, fine, white leaflets, m. p. 190°; its oxime has m. p. 


i. 668 ABSTRACTS OF CHEMICAL PAPERS. 


236-5°. Bromo-a-amyrenol benzoate crystallises in leaflets, m_ ». 
226—227°. A loose compound appears to be formed between 
a- and $-amyrin benzoates, rendering their separation difficult. 

E. H. R. 


Resin Constituents. IX. The Decomposition of d-Sia- 
resinolic Acid and Lubanyl Benzoate. Atois ZInKE, Franz 
HANSELMAYER, and WILHELMINE ExMER (Monatsh., 1921, 42, 
447—452; cf. A., 1918, i, 398)—By oxidation of d-siaresinolic 
acid in acetic acid solution with Kiliani’s mixture (A., 1902, i, 46), 
and also by oxidising /-prabangic acid (A., 1921, i, 351) with potass. 
ium permanganate in alkaline solution, a new crystalline acid 
was obtained, C,,H;,0;, m. p. 285—286° (decomp.). The acid is 
dibasic, but neither a crystalline methyl ester nor a hydroxylamine 
derivative could be obtained. 

The formula suggested by Zinke and Drzimal for lubany] benzoate 
(A., 1921, i, 187) has been confirmed by fusion with potassium 
hydroxide, when protocatechuic acid was obtained. The prepar. 
ation of vanillin from the benzoate afforded further evidence of 
the correctness of the formula. E. H. R. 


Capsularin, a Glucoside from Jute Leaf. Haripas Sana 
and Kumup Natu Cuoupuoury (T., 1922, 121, 1044—1046). 


Castelin, a New Glucoside from Castela Nicholsoni. Lovis 
PIERRE Bosman (T., 1922, 121, 969—972). 


Furfurylidene-1-methylcyclohexan-2-one and some of its 
Derivatives and the Mono- and Di-furfurylidenecyclohexan- 
ones. (Miie) N. Wo.trr (Compt. rend., 1922, 174, 1469—1471; 
ef. A., 1921, i, 514).—Furfuraldehyde condenses with 1-methyl- 
cyclohexan-2-one to give 3-furfurylidene-1-methylcyclohexan-2-one, 
C,OH,°CH:C,H,MeO, m. p. 51°, R, 58-30°, Ry 58-96°, Rg 61-21°, 
which when reduced with sodium amalgam yields 3-furfuryl-l- 
methylcyclohexan-2-one, C,OH,°CH,*C,H,MeO, b. p. 146°/16 mm., 
Rh, 53-60°, Ry 53-92°, Rg 54-82°. The first named compound 
condenses with magnesium phenyl or p-tolyl bromide 
giving respectively phenylfuryl-2-keto-3-methylcyclohexylmethane, 
C,OH;*CHPh-C,H,MeO, b. p. 206°/16 mm., R, 79:03°, Ry 79-39°, 
Rg 80-70°, and_ p-tolylfuryl - 2 - keto - 3-methyleyclohexylmethane, 
C,OH,°CH(C,H,Me)-C,H,MeO, b. p. 220°/16 mm., R, 82-96°, 
Ry 84-52°, Rg 86-61°. 

With cyclohexanone, furfuraldehyde gives 1-furfurylidenecyclo- 
hexan-2-one, m. p. 47°, R, 52-86°, Ry 54-69°, Reg 57-62°, and 1 : 3- 
difurfurylidenecyclohexan-2-one, CgH,O(‘CH-C,OH,),, m. p. 145°, 
R, 78°39°, Ry 85-81°, Rg 95-41°. W. G. 


Pyrylium Compounds. XI. Pentaphenylpyrylium Salts. 
The Formulation of Salts of Dyes. W. Dittruey [with H. 
Karrer] (Ber., 1922, 55, [B], 1275—1279; cf. A., 1921, i, 429).— 
Benzamarone, CHBzPh-CHPh-CHPhBz, is converted by phos: 


HA 
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phorus pentachloride in the presence of boiling chlorobenzene into 
the 2:3:4:5:6-pentaphenylpyrylium salt Ph 

annexed formula), yellow needles, m. p. Pe 
(indefinite) 248—254°, which does not lose |Ph¢ Ph CLHCI 
the molecular proportion of hydrogen chloride Phx Ph) ’ 
completely when preserved over lime. The Ys | 
nature of the attachment of the chlorine atoms 
is deduced from the transformation of the hydrochloride into the 
iron salt, Cs,H,,OCI,Fe, yellow, lustrous needles, m. p. 286—287°, 
and into the perchlorate, C,;H,;0;Cl, m. p. 294°. The picrate, 
(,,H»,O,N3, has m. p. 157°. An alcoholic solution of the hydro- 
chloride is converted by sodium carbonate solution at 0° into a 
mixture of ae-diketo-aByde-pentaphenyl-A®-pentene, 

COPh:CHPh-CPh:CPh-COPh, 

almost colourless needles, m. p. 149—151°, which is readily recon- 
verted into pyrylium salts and tetraphenylfuran, pale yellow 
leaflets, m. p. 172°. 

The communication concludes with a reply to Kehrmann (A., 
1921, i, 447) with regard to the relative probability of the formul- 
ation of the salts of dyes (cf. Dilthey, A., 1920, i, 324). H. W. 


A Synthesis of isoBrazilein and certain Related Anhydro- 
pyranol Salts. II. Synthesis of isoHzematein. HERBERT 
GracE CRABTREE and RosEert Ropinson (T., 1922, 121, 1033— 
1041). 


3: 6-Tetramethyldiaminocyanoselenopyronin. M. Barrr- 
cay and G. Huaet (Bull. Soc. chim., 1922, [iv], 31, 440—444).— 
In proof of the constitution of 3 : 6-tetramethyldiaminoseleno- 
pyronin (cf. A., 1920, i, 629), the corresponding selenoxanthone 
has been prepared indirectly. If the selenopyronin is oxidised 
by alkaline permanganate the only product is an amorphous, 
yellow compound. If, however, the selenopyronin is heated with 
aqueous potassium cyanide at 65° for ten minutes, a leucocyano- 
selenopyronin is obtained, and if this is oxidised by ferric chloride 
and hydrochloric acid, 3 : 6-tetramethyldiaminocyanoselenopyronin, 
is obtained as its hydrochloride, which is readily converted into a 
crystalline nitrate, from which by decomposition with potassium 
cyanide the free base may be obtained. If the cyanoselenopyronin 
is warmed with aqueous sodium hydroxide, 3 : 6-ietramethyldiamino- 
selenoxanthone, m. p. 261°, is obtained giving coloured salts with 


concentrated acids which are easily hydrolysed by water. 
W. G. 


Syntheses in the Benzofuran Group. 6-Methylcoumaran- 
2-one and 3-Methyl-6-isopropylcoumaran-3-one. I. ErFIsIo 
MamELI (Gazzetta, 1922, 52, i, 322—337).—o-Tolyloxyacetic and 
3-methyl-6-isopropylphenoxyacetic acid undergo ring-closure when 
treated with either phosphorus pentachloride or aluminium chloride. 
The chloride of the original acid represents the first product of 
the reaction and the new ring is formed by elimination of the 
chlorine atom and of a nuclear hydrogen atom and is five-membered, 
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the alkyl substituents of the benzene ring playing no part. The 
final products are 6-methylcoumaran-2-one and 3-methyl-6-igo. 
propylcoumaran-3-one, respectively. 

6-Methylcoumaran-2-one has m. p. 89—90°; the semicarbazone, 
m. p. 238—240°; oxime, m. p. 152°, and benzylidene derivative, 
m. p. 111—112° (cf. Stoermer and Bartsch, A., 1901, i, 94; Auwers, 
A., 1916, i, 496; 1919, i, 216, 217; Higginbotham and Stephen, 
T., 1920, 117, 1534). ‘ 

3-Methyl-6-isopropylcoumaran-2-one yields the original 3-methyl. 
6-isopropylphenoxyacetic acid when treated with potassium hypo. 


bromite, and treatment of its isonitroso-derivative with an acid § 


gives 3-methyl-6-isopropylcoumaran-1 : 2-dione, which forms o. 
thymotic acid when oxidised by means of hydrogen peroxide and 
undergoes condensation with o-phenylenediamine to 5-methyl- 
2-isopropylcoumarophenazine. In some respects, the heterocyclic 
ring of 3-methyl-6-isopropyleoumaran-2-one behaves differently 
from those of other coumaranones. Thus, the action of hydro. 
lysing or oxidising agents usually results in opening of the hetero. 
cyclic ring by rupture of the linking between the methylene and 
carbonyl groups, o-hydroxybenzoic acids being formed, whereas 
in the present case this ring resists the action of such agents. 
Further, the action of hydrochloric acid on oximinocoumaranones 
mostly effects rupture of the ring between the oxygen atom and 
the C-NOH group and yields o-hydroxybenzoylformic acids, but, 
as stated above, in the present instance the corresponding cou- 
marandione is formed, just as with the oximino-derivatives of acyclic 
ketones, hydrindones, hydroxythionaphthens, and benzopyrones. 
3-Methy1-6-isopropylcoumaran-1 : 2-dione dissolves in cold alkali 
hydroxide or carbonate solution and is reprecipitable by means 
of acid. Similar lactonic behaviour is shown by thionaphthaquinone 
and by $-naphthafuran-1 : 2-dione and certain dialkylcoumaran- 
diones. As regards the opening of the heterocyclic ring, this dione 
exhibits behaviour intermediate to that of coumaran-] : 2-dione, 
which is converted into o-hydroxybenzoylformic acid by the action 
of moisture, and that of $-naphthafuran-1 : 2-dione, which is dis- 
solved slowly by cold and rapidly by hot sodium hydroxide solution. 
Thus, replacement of the methylene group in the heterocyclic 
ring of the coumaranone by carbonyl to give the coumarandione 
causes this ring to open more easily and in a different manner. 
6-Methylcoumaranone azine, CygH,g0,No, prepared by the action 
of hydrazine hydrate, forms a golden-yellow, crystalline powder, 
m. p. 223—224°, which begins to darken at 205° and afterwards 
becomes almost black, and decomposes at 230°. 
3-Methyl-6-isopropylcoumaran-2-one, Cy H,,0,, crystallises in 
long, slender, silky, white needles, m. p. 60°, and gradually becomes 
oily. It gives a -fluorescent solution in alcohol and a greenish- 
yellow solution in concentrated sulphuric acid, and it decolorises 
permanganate in presence of sodium carbonate. The oxime, 
C,.H,,O,N, crystallises in white scales, m. p. 155—156°; the 
semicarbazone, C,3,H,,0.N3,H,0, forms a white, crystalline mass, 
m. p. 191° (decomp.); the benzylidene derivative, C,9H,,0,, 
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separates in reddish-yellow needles, m. p. 134°; the piperonylidene 
derivative, C.,H,,0,, long, deep yellow, silky needles, m. p. 162°; 
the oximino-derivative, C,,H,,0,N, forms tufts of yellow prisms, 
or slender needles, or regular rhombic plates, m. p. 164—165°, 
pe oO N pete ae < rif esl era an = 
compound, , crystallising in straw- 
24848 yellow flocks, m. p. 127°. 3 P 
— 3 - Methyl - 6-isopropylcoumaran -1 : 2-dione, 
~~ 4 a crystallises in bright yellow needles, either inter- 
laced or in stellate aggregates, m. p. 105—106°. 
Methylisopropylcumarophenazine (annexed formula), forms either 
orange-red or yellow crystals, m. p. 217°, and dissolves in acids, 
giving yellow salts. ¥. BF: 


Syntheses in the Cinchona Series. VII. 5: 8-Diamino- 
dihydroquinine and 5 : 8-Diamino-6-methoxyquinoline and 
their Conversion into the Corresponding Aminohydroxy- 
and Dihydroxy-bases. Watrer A. Jacoss and MicuarL HEIDEL- 
BERGER (J. Amer. Chem. Soc., 1922, 44, 1073—1079).—It has 
previously been shown that the aminoazo-dyes prepared from 
5-aminodihydroquinine and 5-amino-6-methoxyquinoline are easily 
converted by acids into the corresponding hydroxyazo-dyes (A., 
1921, i, 44). This also applies to the 5 : 8-diamino-derivatives, 
and there is evidence that the amino-group in position 5 is more 
labile than that in position 8. Again, it was found that the sub- 
stitution of a methoxyl group in position 6 is a determining factor 
as regards the lability of the amino-groups. 

8-p-Sulphobenzeneazo-5-aminodihydroquinine, on reduction with 
stannous chloride and hydrochloric acid, gives 5 : 8-diaminodi- 
hydroquinine, an amorphous powder, m. p. 125—140° (decomp.), 
which is very unstable in light and air and rapidly dissolves in 
dilute acids, giving red solutions from which crystalline salts can 
be obtained. The tetrahydrobromide and the basic sulphate were 
prepared. Diaminodihydroquinine, when boiled with hydro- 
chloric acid, yielded 5 : 8-dihydroxydihydroquinine, which is very 
unstable and is best isolated as its dihydrochloride, m. p. 208— 
211° (decomp.), or its dihydrobromide. 8-Amino-5-hydroxydi- 
hydroquinine is obtained as its stannichloride by the reduction of 
5-hydroxy-8-benzeneazodihydroquinine with stannous chloride and 
hydrochloric acid. 

5-Amino-6-methoxyquinoline, when coupled with diazotised 
sulphanilic acid, yields 8-p-sulphobenzeneazo-5-amino-6-methoxy- 
quinoline, from which on reduction with ammonium sulphide 
5 : 8-diamino-6-methoxyquinoline, m. p. 163—164° (decomp.), is 
obtained. When the latter compound is warmed for thirty minutes 
on a water-bath with 10% hydrochloric acid, 8-amino-5-hydroxy- 
6-methoxyquinoline, m. p. 180—182° (decomp.), is obtained, and 
it may also be prepared from 8-benzeneazo-5-hydroxy-6-methoxy- 
quinoline by the action of ammonium sulphide. 8-p-Sulphobenzene- 
azo-5-amino-6-methoxyquinoline, when heated in acetic acid 
solution with hydrochloric acid is converted into 8-p-sulphobenzene- 
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azo-5-hydroxy-6-methoxyquinoline, and _ 65 : 8-diamino-6-methoxy. 
quinoline, if boiled for three hours with hydrochloric acid, yields 
5 : 8-dihydroxy-6-methoxyquinoline. 5: 8-Diaminoquinoline, on the 
other hand, is recovered unchanged after boiling for three hours 
with hydrochloric acid. W. G. 


Syntheses in the Cinchona Series. VIII. The Hydrogen- 
ation of Dihydrocinchonine, Cinchonine, and Dihydroquinine. 
Watter A. Jacoss and MicHarL HEIDELBERGER (J. Amer. Chem. 
Soc., 1922, 44, 1079—1090).—Dihydrocinchonine, when reduced 
with sodium and amyl alcohol, yielded a mixture of hexahydro. 
cinchonine and two epimeric hexahydrodeoxycinchonines, in the 
last of which the alcohol group as well as the quinoline ring had 
suffered reduction. The relationship of these compounds to the 
products obtained by reduction with zinc and hydrochloric acid 
and by the reduction of cinchonine have been elucidated. 

Dihydrocinchonine, when reduced in boiling amyl alcohol with 
sodium, gave a mixture of bases in the form of an oil, and these 
were separated by fractional crystallisation of their dihydro- 
chlorides. In this way, the following bases and their derivatives 
were obtained. «a-Hexahydrodeoxycinchonine, m. p. 106—107° 
(corr.), [a] -++-212—217°, giving a dihydrochloride, [«]j} +-69-2°, a 
nitroso-derivative as its hydrochloride, m. p. 203—205°, [«], +68-0°; 
an acetyl derivative as its hydrochloride, m. p. 235—237°, [«]# +37-0°, 
a benzoyl derivative as its hydrochloride, m. p. 215—220°, [a]? 
+13-0°, and 6-benzeneazo-«-hexahydrodeoxycinchonine, m. p. 153— 
156°. 8-Hexahydrodeoxycinchonine,m.p. 106—106-5°, [a}§ + 18-15°, 
giving a dihydrochloride, m. p. 287—240°, [a] +84-0°, a nitroso- 
derivative, m. p. 92-5—93-5° (corr.), [«]# +107-0°, and its hydro- 
chloride, m. p. 209—211°, [a]? +68-4°, a benzoyl derivative as its 
hydrochloride, m. p. 232—234°, [«]§ +95-0°. Hexahydrocinchonine 
dihydrobromide, [«}, +50-0°. It is probable that one of the hexa- 
hydrodeoxycinchonines described above corresponds with that of 
Freund and Bredenberg (cf. A., 1915, i, 159), but the hexahydro- 
cinchonine described probably differs from that of Skita and Brunner 
(cf. A., 1916, i, 835). 

Dihydrocinchonine dihydrochloride reacts with phosphorus 
pentachloride in chloroform solution to give chlorodihydrocinchonine, 
m. p. 70°, [«]if +36-4°, and its hydrochloride, m. p. 227—228°, 
[«]> -+48-8°, which on reduction yields dihydrodeoxycinchonine, 
m. p. 59-5—60° (corr.), [«]}f? +113-8°, and its hydrochloride, m. p. 
197—199°, [«]#f +69-3°. Dihydrodeoxycinchonine when reduced 
with sodium in amyl alcohol gave the two epimeric hexahydro- 
deoxycinchonines described above. 

A repetition of von Norwall’s work on the reduction of cinchonine 
itself by sodium and amyl alcohol (cf. A., 1895, i, 631) resulted 
in the formation of «-tetrahydrodeoxycinchonine, m. p. 116-5— 
117-5° (corr.), [«]f} -+-209-0°, together with a mixture of 6-tetra- 
hydrodeoxycinchonine and tetrahydrocinchonine, which were not 
isolated as such, but were further reduced to the corresponding 
hexahydro-derivatives. 
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Dihydroquinine, when reduced in the same manner as the other 
compounds, yielded mainly hexahydroquinine, which could not 
be isolated as such but as its dihydrochloride, m. p. 271—273°, 
[aJp° —36-5°, as nitrosohexahydroquinine hydrochloride, m. p. 212— 
213°, [«]> —85-1°, and as benzoylhexahydroquinine, m. p. 160— 
160°5°, [«}> —115-2°. W. G. 


Syntheses in the Cinchona Series. IX. Certain Quinicine 
and Benzoylcinchona Salts, Crystalline Ethyldihydrocupreine 
(Optochin) Base, and other Derivatives. Micuart HEIDEL- 
BERGER and WALTER A. Jacoss (J. Amer. Chem. Soc., 1922, 44, 
1091—1098).—The following miscellaneous cinchona derivatives, 
used as initial materials for various investigations, are described. 
Dihydroquinicine sulphate (cf. Hesse, A., 1888, 69) has m. p. 174— 
176°, [«]p° —8°3°; N-methylquinicine dihydrochloride, m. p. 153— 
155°, [a]p +16°6°; N-methyldihydroquinicine hydrochloride, m. p. 
150—153°, [«]p° —9°4°; N-ethylquinicine hydrochloride, m. p. 202— 
204°, [«]} +68°1°; N-ethyldihydroquinicine hydrochloride, m. p. 
202°, [a] —14°4°; N-benzyldihydroquinicine hydrochloride, m. p. 
161—164°, [«]#° —65°9°; ethyldihydrocupreicine (optotoxin) sulphate, 
m. p. 164—166°, [«]> —7°8°; dihydrocupreicine hydrobromide, m. p. 
213—215°, [a}#* —5-4°. ; 

Glycine derivatives of quinicine, described are: quinicylglycine- 
anilide dihydrochloride, m. p. 190°, and quinicylglycine-p-hydroxy- 
anilide hydrogen sulphate, m. p. 212—215°. 

The following hydrochlorides of certain benzoylated cinchona 
alkaloids are described. Benzoylcinchonidine dihydrochloride, m. p. 
208—211°; benzoyldihydrocinchonidine hydrochloride, m. p. 185— 
190°, [x] +124°9°; benzoylquinine dihydrochloride (cf. Wunsch, 
A., 1895, i, 118), m. p. 229—232° (decomp.), [«]j +88°7°; benzoyl-. 
dihydroquinine hydrochloride, m. p. 235—240° (decomp.), [«]p 
+140°6°. 

Cinchotenine methyl ester, m. p. 243—244°5° (decomp.), [«]i 
+118°7°; cinchotenine ethyl ester hydrochloride, and cupretenine 
methyl ester dihydrochloride, m. p. 200°. 

Ethyldihydrocupreine (optochin) was obtained in a crystalline 
form from toluene and had m. p. 123—128°, [«}} —136°2°. Ethyl- 
dihydrocupreine ethyl bromide had m. p. 185°, [«}} —111°8°. Dv- 
hydroquinine ethyl bromide had m. p. 188—190°, [«]#* —111°1°. 
Hydrobromocinchonidine (cf. Leger, A., 1919, i, 451) had m. p. 
176—177° (decomp.), [a]p* —226°8°, and hydrobromocupreine 
dihydrobromide had m. p. 197—203° (decomp.), [«]}} —161°8°. 

W.G 


Syntheses in the Cinchona Series. X. Dihydrocin- 
chonicinol and the Dihydroquinicinols. MicuarL HEIDEL- 
BERGER and WALTER A. JAacoss (J. Amer. Chem. Soc., 1922, 44, 
1098—1107).—It has been found possible to reduce the ketonic 
group in cinchona alkaloids of the type of cinchonicine and quinicine, 
by means of palladium and hydrogen, the products being mixtures 
of stereoisomerides of a new type of alkaloids to which the authors 
have assigned the names dihydrocinchonicinols and dihydroquin- 
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icinols. In general, the d-forms proved easier to isolate, and a 
number of d-bases, one of the J-bases, and numerous salts of the 
d- and l-forms are described. The restoration of the secondary 
hydroxyl group in the case of the dihydroquinicinols resulted jn 
the restoration of the blue fluorescence of the bases when dissolved 
in excess of nitric or sulphuric acids, thus supporting Kaufmann’s 
statement that the alkyloxy-group and the secondary hydroxy| 
group are necessary to produce this phenomenon (cf. A., 1913, 


i, 763, 1222). 


From the reduction of cinchonicine oxalate d-dihydrocinchonicinol 
sulphate, m. p. 223—224°, [a] +63°6°, and the 1-tsomeride, m. p. 
232—234°, [a]? —57°3°, were obtained. 

Derivatives obtained from quinicine were d-dihydroquinicinol 
nitrate, m. p. 115°, [«}i/° 4+-100°7°; d-dihydroguinicinol, m. p. 80°, 
[a] +87°1°; d-dihydroquinicinol dihydrochloride, m. p. 212—214°, 
[«]}} +151°8° and its l-isomeride, m. p. 170°, [«]) —117°7°; d-N- 
methyldihydroquinicinol, m. p. 165°5—166°, [«]f7 +93°9°, and its 
d-hydrobromide, m. p. 218—223°, [«]## +80°2°, its d-dihydrochloride, 
m. p. 190°, [«]} +145°7°, and its methiodide, m. p. 225—227°, [a}#° 
+68°7°; 1-N-methyldthydroquinicinol, m. p. 136°5—137°5°, [«]?* 
—24°9°, and its dihydrochloride, m. p. 232—235° (decomp.), [a]? 
+1°45°, and its methiodide, m. p. 253—254° (decomp.), [«]7 —50:0°. 
d-N-Ethyldihydroquinicinol, m. p. 140—141°, [«]$ +91°7°, and its 
hydrochloride, m. p. 135°, [a]p° +85°4°, its dihydrochloride, m. p. 
250° (decomp.), [«] +-142°6°, and its methiodide, m. p. 135°, [«}? 
+62°9°. 1-N-Hthyldthydroquinicinol dihydrochloride, m. p. 237— 


238°, [a]? —16-7°. 


Derivatives obtained from dihydrocupreicine were d-O-ethy/l- 


dihydrocupreicinol, m. 


p. 105—110°, [a]§® +100°2°, and its hydro- 


‘chloride, m. p. 209—210°, [«} +81:1°, and dihydrochloride, m. p. 
192—194°, [a]}+149°2°. d-N-Methyl-O-ethyldihydrocupreicinol, 
m. p. 136°5—137°, [«]f° +88°2°, and d-N : O-diethyldihydrocupre- 
tcinol, m. p. 110—111°, [«]}# +87°1°. W. G. 


Action of Hydrogen Peroxide on Cinchona Alkaloids. 
EpmMunD SPEYER and ALFRED Gustav Becker (Ber., 1922, 55, 
[B], 1321—1329).—Quinine is converted by hydrogen peroxide 
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(30%) into an amine oxide which is 
characterised by its ability to liberate iodine 
from acidified potassium iodide solution and 
its re-conversion into quinine by the action 
of sulphurous acid. Since pyridine and 
analogous bases do not react with hydrogen 
peroxide in this manner, it appears valid to 
conclude that the oxygen atom is attached 
to the tervalent nitrogen atom of the piper- 
idine complex and to ascribe the annexed 
formula to quinine oxide. Dihydroquinine, 
quinidine, dihydrocupreine, and _ ethyldi- 


hydrocupreine behave in a similar manner, but cinchonine does 
not appear to yield an amine oxide. 
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Quinine oxide, needles, m. p. 195—196°, has [a], —31°44° and 
—29°87° when dissolved in chloroform (c=2°481 and 6°207, re- 
spectively). It gives a dihydrochloride, leaflets, m. p. 138—140°, 
a dinitrate, colourless rods (+3H,O), m. p. (anhydrous) 152—153° 
(decomp.), a normal sulphate, silky needles, m. p. 146°, after soften- 
ing at 140°, a hydrogen sulphate, needles (+-2H,O), m. p. (anhydrous) 
165—167°, after becoming pale yellow at 130° and softening at 
140°, a monopicrate, yellow needles, m. p. 158°, after softening at 
156° and a diperchlorate, pale brown leaflets, m. p. 193°, after 
previous ‘softening. 

Dihydroquinine oxide is prepared as a yellow liquid by the 
action of hydrogen peroxide on dihydroquinine or by the catalytic 
hydrogenation of quinine oxide in the presence of palladium; the 
dinitrate is described. | 

Quinidine oxide crystallises in coarse octahedra, m. p. 205°; it 
yields a picrate, matted needles, m. p. 152°. Dihydrocupreine 
oxide forms coarse prisms, m. p. 198—202°, after becoming dis- 
coloured above 185°. Ethyldihydrocupreine oxide crystallises in 
needles, m. p. 150°, after softening at 135°; its dinitrate forms 
colourless rods, decomp. 153°. H. W. 


The Constitution of Corydaline. J. GapAmER and F. von 
BRUCHHAUSEN (Arch. Pharm., 1922, 259, 245—249)—In agree- 
ment with the conclusions of Spath and Lang (this vol., i, 168), the 

OMe authors now accept for corydaline the 

uM Fete Ta Rp Fe A 

e e obtained by the removal of four hydrogen 

eS atoms by treatment with mercuric acetate, 

‘i “i af ¥ 5 gives So bk cee = it = 

Me warmed with 30% sodium hydroxide 

» ag * solution, 2 mols. being converted thereby 

2 by auto-reduction and auto-oxidation into 

1 mol. of oxydehydrocorydaliné, C..H,,0;N, m. p. 228—228°5°, and 

1 mol. of dihydrodehydrocorydaline. This could not occur with the 
formula previously proposed. G. F. M. 


Ecgonine. J. GADAMER and C. Joun (Arch. Pharm., 1922, 
259, 241—244; cf. this vol., i, 167).—Anhydroecgonine ethyl ester 
is obtained as an oil, b. p. 137—139°/11 mm., d 1:0721, na 149615; it 
forms a crystalline hydrochloride, m. p. 243—244°. By the action of 
sulphuric acid, or better chlorosulphonic acid in the cold on /-eegonine 
the sulphuric ester is obtained as a white, crystalline substance, m. p. 
258—260°, [a], —85°; aurichloride, C,H,,0,NS,HAuCl,,2H,O, 
m. p. 110° (152—153°, anhydrous). Treatment of anhydroecgonine 
with cold sulphuric acid did not give the corresponding derivative. 

G. 


F. M. 


Morphine. Epmunp SpryEeR and GUNTHER BECKER (Ber., 
1922, 55, [B], 1329—1339)—In previous communications (A., 
1911, i, 76, 909; 1915, i, 580) the conversion of morphine oxide by 
acetic anhydride and sulphuric acid into morphinehydrateoxide- 
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sulphonic acid and reduction of the latter by sulphurous acid to 
morphinehydratesulphonic acid has been described. If this nomen. 
clature is correct, reduction of the latter acid should yield a dihydro. 
morphinehydratesulphonic acid; actually, however, «-dihydro. 
morphinesulphonic acid, C,,H,,O,NS, decomp. above 360° after 
darkening between 338° and 350°, is obtained (the same acid is 
prepared from morphinehydrateoxidesulphonic acid), so that it 
is evident that the water in “ morphinehydratesulphonic acid ” js 
present as water of crystallisation; this is shown experimentally 
to be the case by heating it during several hours at 170—180°, 
whereby a molecular proportion of water is expelled without further 
decomposition taking place. The terms morphinesulphonic acid 
and oxidodimorphinesulphonic acid are therefore to be substituted 
for the older expressions. 

Catalytic reduction of sodium morphineoxidesulphonate leads to 
the formation of “ordinary”. dihydromorphinesulphonic acid, 
decomp. above 360° after blackening between 301° and 306°. 
This acid is distinguished from «-dihydromorphinesulphonic acid 
[prepared by catalytic reduction of the oxidodimorphinesulphonic 
acid or of morphinesulphonic acid (see above)] by crystalline form 
and more sparing solubility. 

Dihydromorphine is transformed by hydrogen peroxide into 
dihydromorphine N-oxide, plates, decomp. 261° after softening at 
257°, which is converted by acetic anhydride and concentrated 
sulphuric acid into NN’-oxidobisdthydromorphinesulphonic acid, 
C,,H4,0,;N.8,, prisms, decomp. above 360° after blackening at 
334°. Sulphurous acid transforms the latter into dihydromorphine- 
sulphonic acid. 

Potassium morphinesulphonate is converted by methyl iodide 
into codeinesulphonic acid methohydroxide, needles, decomp. 
284° after softening at 282° (cf. Freund and Speyer, A., 1911, 
i, 909). Similarly, «-dihydromorphinesulphonic acid gives dihydro- 
codeinesulphonic acid methohydroxide, leaflets, decomp. 280—286° 
(cf. Speyer and Wieters, this vol., i, 170). H. W. 


The Course of the Decomposition of apoMorphine by 
Reduction by Emde’s Method. Franz Faris and MATHILDE 
Kravusz (Monatsh., 1921, 42, 377—385).—In a previous paper on 
the structure of isochondodendrine (Faltis and Neumann, this vol., 
i, 569), it was concluded that when a benzylisoquinoline derivative 
is reduced by Emde’s method with sodium amalgam (A., 1912, 

i, 801), rupture of the isoquinoline ring 

on, occurs in one way only, whilst Hofmann’s 
j--2 method gives a mixture of inactive «- 
\\ cH NMe, and active $-methines. To confirm this 
2 observation, experiments have been made 


CH, with a benzyli line base of known 

ylisoquinoline base of know 
MeO( ¥ constitution, apomorphine. Dimethyl- 
ON J apomorphine methochloride gave, by 


Emde’s method, dimethyldihydroapomor- 
phimethine, transparent tablets, m. p. 70°5—71°5° (annexed formula). 
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Its methiodide has m. p. 240°. When boiled 
-~\ ay, withsodium hydroxide solution, the methiod- 
CH, ide decomposed, giving trimethylamine and 


Fa dimethoxyvinyldihydrophenanthrene (annexed 
CH, formula), brush-like crystals, m. p. 83°5—84° 

vat poms (corr.). Unlike the known dimethoxyvinyl- 
MeO} | phenanthrene, this dihydro-derivative does 


MeO\ / not form a picrate. When the methochloride 
of dimethyldihydroapomorphimethine was 
reduced with sodium amalgam, it gave, apparently, a mixture of 
dimethoxyethyl- and -vinyldihydrophenanthrenes. Wijs’s method 
of estimating the ethylene linkings by determining the iodine 
number proved valuable in the analysis of the nitrogen-free 
products. A number of examples of the application of this 
method are given. K. H. R. 


Strychnos Alkaloids. XXXII. Transformations of the 
Quinones from Brucinesulphonic Acid. I. HERMANN 
LevcHs and Kurt Fricker (Ber., 1922, 55, [B], 1244—1254).— 
In extension of the work of Leuchs and Geiger (A., 1909, i, 828), 
the red quinone obtained by the action of 5N-nitric acid on brucine- 
sulphonic acid I has been investigated further. As by-product, a 
nitro-compound was isolated previously to which the formula 

Cy,Hg09N,8S was ascribed; this is now amended to C,,H5,0j9N;S. 
The st substance is shown to be a nitroquinone which is smoothly 
reduced by sulphur dioxide to a nitroquinol, the formula of which 
can now be resoived in the following manner : 

C,H, ¢{C(OH) . . . C(OH) ; ?C-NO,; 3N ; HO,S: ; NH; HO,C: ;CH(OH)}. 

The red quinone, C,,H,)0,N,S, is characterised further by its 
conversion into a semicarbazone, Cy.H,,0,N,8, pale brown needles, 
and by reduction with tin and hydrochloric acid to the aminophenol, 
(,,H,;0,N3S, short, colourless needles, the hydrochloride of which 
is also described. The quinol, C,,H,.0, N.S, gives a di-acetate, 
colourless, slender needles. 

The nitroquinone from brucinesulphonic acid I is obtained in 
the form of a tetrahydrate, yellow, lustrous needles, a dihydrate, 
rectangular or hexagonal prisms, and as the anhydrous compound, 
(,,H,,0,)9N,8. During its production, the -CO-N: group of brucine 
and brucinesulphonic acid appears to undergo transformation into 
the -CO,H and NH: groups, since it yields an ethyl ester, dark yellow, 
domatic prisms. The quinone group, however, remains intact, 
since the substance gives a monosemicarbazone, yellow leaflets, and 
a monoxime, slender yellow needles, which is almost quantitatively 
reconverted by warm N-nitric acid into the nitroquinone. The 
oxime is convertible into an ethyl ester, dark yellow, rectangular 
prisms which is transformed by methyl- alcoholic ammonia at 100° 
into the methyl ester of the nitroquinoneoximeimine, CygH,;0,N;8, 
dark yellow needles. Reduction of the nitroquinoneoxime by tin 
and hydrochloric acid gives the hydrochloride of the diaminophenol, 
(,,H,,0,N,S,HCl, almost colourless, oblique prisms or plates. 
Similar reduction of the nitroquinone ‘and treatment of the product 
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with ethyl alcohol gives the hydrochloride of the amino-quinol 
ester, C.,H,,O,N,8S,HCl, hexagonal plates (the dihydrate is also 
described). 

The nitro-quinone is reduced by sulphurous acid at 90° to the 
corresponding nitro-quinol, the monohydrate, C,,H,,0,)N,8,H,0, dark 
violet, rectangular prisms, the dihydrate and hydrochloride of which are 
described ; it is readily re-oxidised to the nitro-quinone by 2N-nitric 
acid or ferric chloride. It yields a monoethyl ester, violet leaflets 
or coarse, biackish-violet, prismatic rods, a di-ethyl ester, aggregates 
of violet leaflets and a tri-acetyl derivative, pale yellow, rhombic 
platelets. The latter is converted by ethyl alcoholic hydrogen 
chloride into the ethyl ester of the N-monoacetylnitroquinol, 
C,5H,0,,N,8, brownish-yellow leaflets. H. W. 


Reduction of Pyridine with Zinc Dust and Acetic Anhydride. 

II. Orro Drwroru and Fritz Frister (Ber., 1922, 55, [B], 
1223—1232; cf. Dimroth and Heene, this vol., i, 48).—In the 
previous communication it was mentioned incidentally that 1 : 1’- 
diacetyltetrahydro-4 : 4’-dipyridyl, obtained by the reduction of 
pyridine with zinc dust and acetic anhydride, is frequently con- 
taminated by the presence of an orange-yellow, crystalline com- 
pound. This is now shown to be 1: 1’-diacetyldihydro-4 : 4’- 
dipyridyl. It crystallises in orange-coloured leaflets or needles, 
m. p. 284° (instead of 248° as previously erroneously reported). 
The substance is readily oxidised by air to 4 : 4’-dipyridyl and the 
process is quantitative when effected with lead tetra-acetate in 
acetic anhydride solution or by bromine in chloroform (whereby 
dipyridyl perbromide is produced). The same | : 1’-diacetyldi- 
hydro-4 : 4’-dipyridyl is obtained readily by the reduction of 4: 4’- 
dipyridyl with zinc dust and acetic anhydride. It is very possible 
that dihydro-4 : 4’-dipyridy] is the initial product of the reduction 
of 4: 4’-dipyridyl by metals in acid solution but this supposition 
is not looked on as proved definitely; in any case the authors do 
not see any reason to suppose with Weitz and Ludwig (this vol., 
i, 365) that the radicle 4 : 4'-dipyridinium is present. 

The formation of diacetyldihydropyridyl occurs irregularly 
during the preparation of the corresponding tetrahydro-compound, 
but the maximum amounts are secured when the mixtures are 
stirred too long in contact with air at a high temperature. The 
obvious explanation that the tetrahydro-compound is oxidised 
by atmospheric oxygen through the dihydro-substance to dipyridy! 
could not be experimentally confirmed. On the other hand, the 
dihydro-derivative is produced freely when the tetrahydro-sub- 
stance is heated with an equivalent amount of dipyridyl in acetic 
anhydride solution at 100°; simultaneously, pyridine is formed. 
It appears therefore that the dihydrodipyridyl is produced entirely 
by the reduction of dipyridyl and that the tetrahydro-compound 
is oxidised to pyridine, and not to dihydrodipyridyl. 

According to the experimental conditions, oxidation of 1: 1’- 
diacetyltetrahydro-4 : 4’-dipyridyl leads to the production ol 
dipyridyl or pyridine; the opinion expressed previously (loc. cit.) 
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that this oxidation is preceded by dissociation into radicles is now 
abandoned. 

The peculiar blue coloration which is observed when a solution 
of diacetyltetrahydrodipyridyl in glacial acetic acid is warmed 
has been investigated further. It is found that different specimens 
of the substance give this effect with very varying intensity, and 
that it is not exhibited by material which has been washed with 
dilute acetic acid and methyl alcohol immediately before use. It 
is due to adherent dipyridyl which is formed readily by the autoxid- 
ation of diacetyltetrahydrodipyridyl at a rate which is greatly 
influenced by the presence of catalytic impurities. H. W. 


Dialkylamides of Nicotinic Acid. M. Hartmann and M. 
SeiBERTH (U.S. Pat. 1403117).—Nicotinodiethylamide is prepared 
by heating nicotinyl chloride for two hours at 160° with diethyl- 
amine hydrochloride, dissolving the reaction mass in water, adding 
potassium hydroxide, extracting with ether, and evaporating the 
ether after drying the solution with an alkali hydroxide. After 
distillation in a vacuum, it is a yellowish oil, b. p. 280° or 175°/25 
mm. Nicotinodipropylamide is a yellow oil, b. p. 184°/17 mm. 
Nicotinopiperidide is a thick oil, b. p. 310°. 
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2:4-Diphenylpyridine. C. Gastatpi (Gazzelia, 1922, 52, 
i, 305—307 ; cf. this vol., i, 573).—2 : 4-Diphenylpyridine, C,,H,3N, 
crystallises in elongated, ‘colourless plates, m. p. 69°, exhibits slight 
basic properties and dissolves in concentrated sulphuric acid to a 
solution showing faint blue fluorescence. The hydrochloride (2 : 4- 
liphenylpyridinium chloride) forms slender, colourless needles and 
decomposes when heated; the platinichloride, (C,,H,,N):,H,PtClag, 
aystallises in orange needles with irregular ends, m. p. 238° 
(decomp.); the picrate, C,,H,,N,C,H,0,N;, forms thin, yellow 
plates or stouter prisms, m. p. 187° *(decomp.) : the methiodide 
(2: 4-diphenyl-1-methylpyridinium iodide), C,,H,,NI, crystallises in 
very long, yellow needles, m. p. 210° (decomp.), and forms colour- 
less aqueous solutions. je ® 


Some Derivatives of Indolinone. OLpkicn TomiceK (Chem. 
Listy, 146, 1—4, 35—39).—Brunner’s reaction whereby indolinones 
are prepared from the phenylhydrazides of fatty acids (A., 1896, 
i, 625; 1897, i, 100, 438; 1898, i, 90), is tried with the phenyl- 
hydrazides of B- phenylpropionic acid, and found to give good 
yields. By its means, a number of benzylindolinones were prepared. 

Phenylpropionylphenylhydrazine was converted into 3-benzyl- 

2-indolinone, m. p. 132°. Its 1-acetyl derivative, m. p. 82°, was 
prepared, also the 5 : 7-dibromo-derivative, m. p. 194°. 3-Benzyl- 
|-methyl-2-indolinone, m. p. 95—96°, was prepared by the Brunner 
reaction from phenylpropionylphenylmethylhydrazine, m. p. 102°, 
obtained from as-phenylmethylhydrazine. 3-Benzyl-7-methyl- 2. 
indolinone, m. p. 196°, was prepared from phenylpropionyl-o-tolyl- 
hydrazine, m. p. 122°. Its monobromo-derivative has m. p. 191°. 
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3-Benzyl-5-methyl-2-indolinone, m. p. 149°5°, was prepared from 
phenylpropionyl-p-tolylhydrazine, m. p. 120°. Its monobromo. 
derivative, m. p. 198°, was also obtained. 3-Benzyl-4(or 6)-methyl. 
2-indolinone, m. p. 209°, was obtained from phenylpropionyl-m. 
tolylhydrazine, m. p. 125°. It was expected that a mixture of the 
4- and 6-methyl derivatives would be formed, but only one product 
was obtained; which of the two it is, it is not yet possible to state 
with certainty. R. T 


isoQuinoline and the isoQuinoline-Reds. JoHN EpMmunpD 
Guy Harris and WitiiAm Jackson Pope (T., 1922, 121, 
1029-1033). 


1:1’-Dimethyltetrahydro-4:4’-dicollidyl [1:2:4:6:1':2’:4’:6’- 
Octamethyltetrahydro-4 : 4’-dipyridyl]. Bruno Emmerr and 
Orto WErB (Ber., 1922, 55, [B], 1852—1358).—In a previous com. 
munication (A., 1920, i, 331), the blue coloration of alcoholic 
solutions of 1: 1’-dialkyltetrahydro-4 : 4’-dipyridyls has been at- 
tributed to the formation of an alkylpyridinium radicle, R-NC,H,. 
The more recent observations of Emmert and Parr (this vol., i, 179) 
that 4: 4’-dipyridylditsobutyl iodide and 4 : 4’-dipyridyldiisoamy| 
iodides in addition to much alkylpyridinium iodide are formed 
by the action of iodine on the blue solutions of 1 : 1’-diisobutyl- 
and 1 : 1’-ditsoamyltetrahydro-4 : 4’-dipyridyls suggests a different 
interpretation, since one of the substances, 

CH°CH\ ~~ CH°:CH 

RN<¢y:cH7>CC<¢ucH-> NR 

or RN<Or on? CC “ono Ne must also be present in 
the solution; either must be coloured, and, possibly, be the cause 
of the blue colour of the solutions. To test this point, a dialkyl- 
tetrahydrodipyridyl derivative has been prepared in which the 
labile hydrogen atoms in position 4 are replaced by alkyl groups; 
this cannot in consequence give such a dialkyldihydrodipyridyl 
compound. Its alcoholic solution does not become coloured under 
the action of air or oxygen. The sensitive blue coloration of 
other dialkyltetrahydrodipyridyls must therefore be attributed 
to the formation of dialkyldihydropyridyls, and it is no longer 
necessary to assume the ruptur@of the bond between the pyridine 
nuclei with the formation of radicles. 

2:4: 6-Trimethylpyridine is converted into its methiodide (the 
platinichloride is described) which is reduced by sodium amal- 
gam in aqueous solution and in an atmosphere of carbon di- 
oxide to 1:2:4:6:1': 2’: 4’ : 6’-octamethyltetrahydro-4 : 4'-dipyridyl, 
NMe<GuccH>CMe-CMe<tarcme>NMe, colourless, rhombic 
crystals, m. p. 154—155°, which resinifies rapidly if exposed to 
air, more slowly in an atmosphere of carbon dioxide. An alcoholic 
solution of the substance decolorises iodine, with the formation 
of amorphous products in which crystalline material is present in 
too small quantity to permit further examination. 
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A New Red Quinoline Colouring Matter. M.Giva (Gazzetta, 
1922, 52, i, 349—351)—Condensation of quinoline with epichloro- 
hydrin in presence of sodium hydroxide yields an intense dark-red, 
semi-oily mass which, especially in a desiccator over sulphuric 
acid, tends to solidify. From the resin thus obtained, alcohol 
extracts a red compound which dissolves in acids, forms a platini- 

chloride, etc., and is probabl 

( ag N ( be i \ represented by the prscond 

—CH,°CH:CH- formula. The first product of the 
Ww WA . ¥ \4 reaction is most likely the salt-like 
(I.) compound II, which unites with 
a second molecule of quinoline under the condensing action of 
the alkali, giving the compound III, the latter then losing the 
halogen atom and a molecule of water and undergoing transposition 
to the compound I : 


~~ CO xO 
AN / Che CH-CH, LA / Clg CH(OH) CH Af 
NCl 0 NCI N 
(II.) (IIf.) 


The red compound, which may be obtained also by condensation 
of quinoline with «-dichlorohydrin in presence of potassium hydr- 
oxide, unites with bromine to give a bromide of high melting point. 
The compound (I), C,,H,,N., forms a brownish-red solid turning 
pale yellow in the light, softens at 193°, and is completely fused at 
220°; it dissolves in mineral acids and in acetic acid giving 
intensely wine-red salts. The picrate, C,,H,,N.,C,H,O,N5, forms 
a brick-red powder; the platinichloride, (C,,;H,,No).,H.PtCl,, a 
dark yellow precipitate dissolving in concentrated hydrochloric 
aid to a green solution; the aurichloride, C,,H,,N,,HAuCl, a 
golden-yellow, crystalline powder, and the nitrate, C,,H,7,O,Ng, a 
yellow powder. ; oe es 


Bromo-derivatives of Glyoxaline. IsipoRE ELKANAH 
BALABAN and FRANK LEE PyMaNn (T., 1922, 121, 947—958). 


Benzylalkylbarbituric Acids. Artuur W. Dox and LEsTER 
YoprR (J. Amer. Chem. Soc., 1922, 44, 1141—1145).—A series of 
ethyl benzylalkylmalonates has been prepared either by alkylating 
the monobenzylmalonic esters or by benzylating the monoalkyl- 
malonic esters. From these ethyl esters the corresponding benzyl- 
alkkylbarbituric acids have readily been obtained by heating the 
malonic ester with sodium ethoxide and carbamide in alcoholic 
solution in an autoclave at 105° for five hours. In this series 
benzylethylbarbituric acid was found to have the strongest 
physiological action, but contrary to expectations the hypnotic effect 
was accompanied by symptoms of tetanus instead of the antispas- 
modic effect commonly attributed to the benzyl group. New com- 
pounds described are: Hthyl benzylethylmalonate, b. p. 160—170°/9 
mm., ethyl benzylisopropylmalonate, b. p. 170—180°/12 mm., ethyl 
benzyl-n-butylmalonate, b. p. 177—185°/10 mm., ethyl benzylisobutyl- 
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malonate, b. p. 177—187°/10 mm., ethyl benzylisoamylmalonate, 
b. p. 180—190°/10 mm. 5-Benzyl-5-methylbarbituric acid, m. p, 
207°, 5-benzyl-5-ethylbarbituric acid, m. p. 206—207°, 5-benzyl. 
5-n-propylbarbituric acid, mp. 210°, 5-benzyl-5-n-butylbarbituric 
acid, m. p. 195°, 5-benzyl-5-isobutylbarbituric acid, m. p. 255°, and 
5-benzyl-5-isoamylbarbituric acid, m. p. 194—196°. W. G. 


3-Phenylindazole and 2-Hydroxy-3-phenylindazole. K. voy 
Auwers and K. Hiurenss (Ber., 1922, 55, [B], 1112—1138).—The 
recent isolation of stereoisomeric derivatives of 2-acylindazoles 
(Auwers, A., 1919, i, 455; Auwers and Diiesberg, A., 1920, i, 638; 
Auwers and Schwegler, A., 1920, i, 640), has led to a re-examin- 
ation of 3-phenylindazole which has been obtained previously 
(Auwers and Sondheimer, A., 1896, i, 503) in two modifications with 
different melting points the inter-relationship of which has not been 
elucidated completely. It is now found that the balance of evidence 
is in favour of the view that they are structural isomerides, 


CPh Ph 
C,H,<)__>NH and CH< i >N. 


The new examination of the inter-conversion of the 3-phenyl- 
indazoles, m. p. 107—108° and 115—116°, respectively, by re- 
crystallisation or under the action of heat confirms in the main 
the previous observations (loc. cit.), excepting that the changes do 
not appear to occur with such absolute uniformity as assumed 
previously. The two modifications give the same hydrochloride 
and (with acetic anhydride) the same acetyl derivative from which 
the form, m. p. 107—108°, is obtained by hydrolysis. On the other 
hand, the phenylindazoles appear to give different picrates which 
are distinguished from one another in colour, crystalline form, and 
melting point. The two salts, however, melt indefinitely; on 
recrystallisation, the melting points approximate to one another 
without becoming sharp. It appears as if mixtures are formed 
in every case which tend to pass on crystallisation into a common 
equilibrium mixture. When triturated with ammonia, the salts 
give only 3-phenylindazole, m. p. 107—108°. 

2-Nitroso-3-phenylindazole, lustrous, greenish-yellow needles, 
m. p. 91—92°, is prepared readily by the addition of a nitrite 
solution to 3-phenylindazole dissolved in glacial acetic acid. 

The alkylation of indazole leads, according to the experimental 
condition and the particular alkyl haloid used, to 1- or 2-derivatives 
or to mixtures of them (Auwers and Schaich, A., 1921, i, 806). 
Similar relationships are observed with 3-phenylindazole, but, in 
general, the tendency towards the production of 1-compounds is 
more marked than with the parent substance. Thus, whereas 
indazole gives almost exclusively 2-alkyl derivatives when treated 
with alkyl haloid at 100°, 3-phenylindazole gives, in addition, 
considerable amounts of the l-isomerides. Indazole is converted 
by alkyl haloid and alcoholic alkoxide into about equal quantities 
of the two isomerides, whereas the main product from 3-phenyl- 
indazole is the 1-compound. The difference is not so marked in 
the case of the action of alkyl iodides on the silver salts, since the 
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course of the change is here governed mainly by the nature of the 
alkyl group. The following individual compounds have been 
examined: 3-phenyl-2-methylindazole, lustrous, apparently mono- 
clinic crystals, m. p. 47—49° (picraie, pale yellow needles or granules, 
m. p. 186—187°); 3-phenyl-1-methylindazole, large, rhombic crystals, 
m, p. 78-5—80°, b. p. about 207°/12 mm. (picrate, very unstable, 
red crystals, m. p. 91—95°); 3-phenyl-1 : 2-dimethylindazolium 
iodide, C,;H,;N,I, colourless crystals, m. p. 189—190°, which is 
converted by loss of methyl iodide under the action of heat ex- 
cusively into 3-phenyl-l-methylindazole; 3-phenyl-2-ethylindazole, 
a yellow liquid, b. p. 193—195°/10 mm. (picrate, yellow needles, 
m. p. 160—162°); 3-phenyl-l-ethylindazole, which, unexpectedly, 
decomposes when distilled in a vacuum (the picrate is dark red and 
very unstable); 3-phenyl-2-allylindazole picrate, yellow crystals, 
m. p. 1388—140°; 3-phenyl-1-allylindazole, a yellow liquid, b. p. 215— 
216°/15 mm. (the corresponding red picrate is very unstable). 

3-Phenylindazole closely resembles indazole in its behaviour 
towards chloroformic esters, by which it is smoothly converted 
into 3-phenylindazole-2-carboxylic esters. The latter are com- 
pletely hydrolysed by cold alcoholic alkali hydroxide solutions to 
3-phenylindazole; at an elevated temperature they lose carbon 
dioxide, giving 3-phenyl-l- and -2-alkylindazoles and products of 
further decomposition. Methyl 3-phenylindazole-2-carboxylate forms 
lustrous, flattened needles, m. p. 112—113°, whilst the corresponding 
dhyl ester crystallises in colourless needles, m. p. 83—84°. 

It has been shown previously (loc. cit.) that 2-hydroxy-3-phenyl- 
indazole is the main product of the action of sodium sulphite on 
diazotised o-aminobenzophenone, and that the substance is un- 
stable and passes under the prolonged influence of boiling solutions 
of sodium hydroxide or carbonate into small quantities of benzo- 
phenone and nitrogen and a compound, m. p. about 212°. The 
latter is now shown to be 3-hydroxy-2-phenylindazole, since it is 
identical with the product obtained by Freundler (A., 1907, i, 158) 
from hydrazobenzene-o-carboxylic acid and phosphoryl chloride 
(cf. Heller, A., 1917, i, 219). Its constitution is established further 
by its oxidation by chromic acid in acetic acid solution to azobenzene- 
o-carboxylic acid. Its methyl ether, leaflets with a blue fluorescence, 
m. p. 95—96°, acetyl derivative, m. p. 90—91°, and benzoyl de- 
tivative, colourless, slender needles, m. p. 180—181°, are described. 
The formation of 3-hydroxy-2-phenylindazole from 2-hydroxy- 
3-phenylindazole appears to be analogous to the Beckmann trans- 
formation, but is regarded as occurring by the direct change in 
position of the radicles. 

Sodium 3-phenylindazole-2-sulphonate, colourless, lustrous leaflets 
(the corresponding barium, lead, and silver salts are described) is 
obtained under certain definite experimental conditions, which are 
fully described in the original, when diazotised o-aminobenzophenone 
is subjected to the action of sodium sulphite. The salt is stable 
towards boiling water and alkali hydroxide solutions, but is 
hydrolysed by dilute mineral acids to the salt of 3-phenylindazole 
and sulphuric acid. It is transformed by the addition of 

bb2 
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concentrated hydrochloric acid to its cold concentrated solution 
C Ph 
into 3-phenylindazole-2-sulphonoxide, CH NH< § or 


CPh SO, f 
CoH nH N< 6 “, colourless needles, m. p. 195—196°. The 


substance is insoluble in water or in solutions of alkali hydroxides, 
is neutral in reaction and is hydrolysed by boiling acids, alkali 
hydroxides, or even by water, into 3-phenylindazole and sulphuric 
acid. It is also formed by the action of ethyl chlorosulphonate on 
3-phenylindazole or its silver salt. It is remarkable that the 
alcoholic solution of the sulphonoxide has an acid reaction and 
liberates carbon dioxide from carbonates. The phenomena are not 
caused by hydrolysis, and appear to be due to the formation of 
an unstable acid, 
CPh _S0O,°OH CPh 80,°0H 
CHS ON op oor CH N<og- 

Attempts are also described to prepare sulphonoxides from 
other indazoles. Sodium 3-methylindazole-2-sulphonate is, how- 
ever, converted by concentrated hydrochloric* acid into the cor. 
responding sulphonic acid, m. p. (anhydrous) 185—190°; the 
dihydrate, slender, colourless needles, has m. p. 102—103°, then 
immediately resolidifies, softens, and evolves gas at 140—150°, 
and finally melts at 179-5-—180-5° (m. p. of 3-methylindazole 
sulphate). The intermediately evolved gas is sulphur dioxide, 
due to a subsidiary reaction. Somewhat unexpectedly, 3-methyl- 
indazole and indazole are transformed into the corresponding 
sulphates when mixed with ethyl chlorosulphonate without any 
special precautions. Possibly the 2-sulphonic acids of the bases 
are initially formed and subsequently hydrolysed by atmospheric 
moisture. This hypothesis is supported by the observation that 
anhydrous 3-methylindazole-2-sulphonic acid is converted into 
3-methylindazole sulphate when heated in contact with the atmo- 
sphere at 100°, whereas it remains unchanged in the absence of air. 


H. W. 


Halogenated Indazoles and Stereoisomerism of Free 
Indazoles. K. von Auwers and H. Lance (Ber., 1922, 55, 
[B], 11389—1173).—In extension of previous investigations on the 
stereoisomerism of 2-acylindazoles (Auwers, A., 1919, i, 455; 
Auwers and Diiesberg, A., 1920, i, 638; Auwers and Schwegler, 
A., 1920, i, 640), the halogenated indazoles have now been prepared 
and examined. The first portion of the present communication 
is devoted to an account of the halogenation of indazoles under 
varying experimental conditions, and the elucidation of the consti- 
tution of the substances so prepared. It is shown that the two 
rings of indazole are attacked with approximately equal readiness 
by halogens, which enter it in the 3- and 5-positions. Direct chlorin- 
ation and bromination yield therefore mainly a 3 : 5-di-derivative, 
whereas the preparation of mono-substitution products cannot be 
achieved in this manner. Monohalogenated indazoles with chlorine, 
bromine, or iodine in the 3-position are obtained from indazole silver 
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and the respective halogen; probably the halogen atom attaches 
itself first to the nitrogen, to which the silver was united, and isomer- 
jsation subsequently occurs in the established manner. Mono- 
halogenated derivatives with the chlorine or bromine atom in the 
j-position are prepared by the action of the halogens on 2-acetyl- 
indazoles, in which the presence of the acyl group prevents the 
entry of the halogen atom into the 3-position. Methyl groups 
attached to one of the two nitrogen atoms attract the halogen to 
their vicinity and facilitate its entry. 2-Methylindazole thus yields 
a 3-monobromo-derivative and 1-methylindazole gives a 3:5: 7- 
tribromo-compound, whereas indazole itself only acquires two 
bromine atoms, even when treated energetically. The chemical 
nature of indazoles is little affected by the entry of a halogen atom 
into the benzene nucleus; thus, the 5-halogenated derivatives are 
somewhat weaker bases than the parent substance, but are readily 
soluble in 2N-hydrochloric acid, combine with picric acid, and are 
insoluble in solutions of alkali hydroxides. Halogenation in the 
pyrazole ring, on the other hand, has a powerful influence on the 
chemical character of the indazoles, the 3-halogenated derivatives 
dissolving readily in dilute sodium hydroxide solution and being 
therefore markedly acidic. The degree of acidity diminishes in 
the order chloro-, bromo- to iodo-derivative. Basic character is 
little marked in these compounds, since they only dissolve with 
difficulty even in concentrated hydrochloric acid, and do not give 
picrates. The behaviour of the 3: 5-di-derivatives is somewhat 
remarkable. As is to be expected, they are very weak bases which 
are dissolved only with difficulty by concentrated hydrochloric 
aid and do not give picrates. On the other hand, they appear 
to be weaker acids than the 3-monohalogenated compounds since 
they dissolve only in hot solutions of alkali hydroxides from which 
they separate unchanged on cooling. 

The new observations of the stereoisomerism of the 2-acetyl 
derivatives of indazole completely confirm those made previously 
(loc. cit.). The acetyl compounds of 5-bromo- and 5-iodo-indazoles 
in addition to the stable forms give labile varieties which, like the 
corresponding chloro-compounds, are relatively very stable at the 
atmospheric temperature, but are transformed into the stable 
modifications slowly at the temperature of the water-bath, rapidly 
at higher temperatures. On the other hand, it was not found 
possible to isolate labile acetyl derivatives from 3: 5-dichloro-, 
3:5-dibromo-, 3-chloro-, or 3-iodo-indazoles. It appears, there- 
fore, that the presence of any substituent in position 3 inhibits 
the existence of labile 2-acetyl compounds or, at any rate, that such 
substances are so unstable that they pass immediately into the stable 
isomerides, even under the mild experimental conditions adopted. 

Remarkable observations are recorded with 5-chloro- and 5-bromo- 
indazoles. The former, m. p. 119—120°, has been obtained by 
Auwers and Schwegler (A., 1920, i, 642) by the spontaneous de- 
composition of the nitroso-compound of p-chlorobenz-o-toluidide. 
The same substance was obtained also initially by the hydrolysis 
of the stable acetyl compound of 5-chloroindazole. After a few 
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minutes, re-determination of the melting point showed that it had 
risen to 143—144°, and that this had also occurred with Schwegler’s 
product. A second experiment also yielded 5-chloroindazole, 
m. p. 119—120° (by hydrolysis of the acetyl derivative), but subse. 
quently the laboratory was found to have become “ infected,” 
and only the modification of higher melting point could be isolated, 
Similar results were obtained with 5-bromoindazole. The sub. 
stance has been prepared previously by several chemists accordin 
to widely differing methods and the melting point 124—125° has 
been uniformly assigned to it. This is now confirmed. When, 
however, a specimen was preserved for several weeks the melting 
point was found to have risen to 132—133°, and subsequently it 
was not found possible to isolate the variety of lower melting point. 
‘The balance of the evidence is in favour of the view that stereo- 
H:N 
isomeric pairs of substances of the type cy \ ce and 
N—H isl r 

ci’ \ a CH are here encountered. 

| Le 

a 

The following individual substances are described. 3: 5-Di- 
chloroindazole, matted, silky needles, m. p. 240°, prepared by 
adding chlorine water to indazole dissolved in dilute hydrochloric 
acid or by passing gaseous chlorine into a solution of indazole in 
glacial acetic acid; the constitution of the compound is established 
by its production by the chlorination of 3- or 5-chloroindazole. 
Its acetyl derivative crystallises in slender, colourless needles, m. p. 
122—123°. 3-Chloroindazole, m. p. 148° (acetyl derivative, m. p. 
67°). Stable 5-chloroindazole, colourless, lustrous needles, m. p. 148— 
144°; the labile and stable modifications give the same picrate, 
m. p. 194—195°. 3: 5-Dibromoindazole, m. p. 243—244° (acetyl 
derivative, small, lustrous needles, m. p. 132°). 5-Bromoindazole 
(labile form, m. p. 124—125°, stable variety, m. p. 132—133°; both 
modifications yield the same picrate, m. p. 195—196°). The stable 
acetyl derivative of 5-bromoindazole crystallises in colourless, highly 
refractive needles, m. p. 143—144°, whereas the labile modification 
(from 5-bromoindazole, silver, and acetyl chloride in the presence 
of anhydrous ether or from 5-bromoindazole and acetyl chloride in 
the presence of pyridine) forms colourless leaflets, m. p. 137—138°; 
a mixture of the two forms has m. p. 113°. 3-Bromoindazole, m. p. 
141—142° (acetyl derivative, colourless needles, m. p. 83—84°). 
5-Bromo-1-methylindazole, plates or leaflets, m. p. 111—112° (by 
the action of bromine water on an ice-cold solution of 1-methyl- 
indazole in 2N-hydrochloric acid). The constitution of the com- 
pound is established by methylating 5-bromoindazole in the presence 
of alkali and transforming the mixture of bases into the correspond- 
ing picrates which are separated by taking advantage of their 


differing solubilities in ether. The. base obtained by the decom- 
position of the more readily soluble picrate (m. p. 124—126°) is 
identical with the product just described. 5-Bromo-1-methyl- 


m. p. 
5-Nitr 
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indazole is also prepared by heating 3: 5-dibromoindazole with 
methyl iodide at 120—150°, whereby the compound, 
-CH H 
CoHyBr<QGhe>N<y “, 

m. p. 221° (decomp)., is produced, which when heated above its 
melting point, loses methyl iodide and gives 5-bromo-1-methyl- 
indazole. More drastic bromination of 1-methylindazole leads to 
the production of mixtures containing a dibromo-derivative, which 
was not isolated in the pure condition, but in all probability is 
3: 5-dibromo-1-methylindazole, and 3 : 5 : 7-tribromo-1-methylindazole, 
colourless, lustrous needles, m. p. 168—168-5°. 3-Bromo-2-methyl- 
indazole, long, colourless needles or lustrous leaflets, m. p. 82—83°, 
is prepared by the direct bromination of 2-methylindazole, whereas 
5-bromo-2-methylindazole, lustrous needles, m. p. 97—97-5°, cannot 
be obtained in this manner, but is derived from the methylation 
of 5-bromoindazole (see above). 3 : 5-Dibromo-2-methylindazole, 
lustrous leaflets, m. p. 133—134°, is prepared from 5-bromo-2- 
methylindazole and an excess of bromine in glacial acetic acid 
solution. 3-Bromo-5-methylindazole crystallises in soft, matted 
needles, m. p. 158—159°. 

Ethyl indazole-3-carboxylate is converted by acetic anhydride 
into the corresponding acetyl derivative, m. p. 89-5—90-5°, which 
does not appear to exist in a labile modification. 

5-Bromoindazole-3-carboxylic acid, pale yellow, matted needles, 
m. p. 303—305° (decomp.), is obtained readily by the bromination 
of indazole-3-carboxylic acid dissolved in glacial acetic acid at the 
atmospheric temperature; its acetyl compound crystallises in pale 
yellow needles, m. p. 220—223°. Ethyl indazole-3-carboxylate 
is converted by bromine into the compound C,,H,O,N,Br,Br,, 
reddish-brown needles, m. p. about 105°, which is converted by 
a solution of sodium sulphite into ethyl 5-bromoindazole-3-carb- 
orylate, m. p. 230-—232° (acetyl derivative, slender, colourless needles, 
m. p. 166—167°). 

3-Iodoindazole, colourless needles, m. p. 142°, is prepared by 
the action of iodine on indazole silver in the presence of ether; 
its acety! derivative crystallises in colourless, lustrous needles, 
m. p. 93—94°, and does not appear to yield a labile modification. 
)-Nitroindazole is reduced by ferrous sulphate and ammonia to 
d-aminoindazole, colourless needles, m. p. 170—172°, after previous 
softening and darkening, which is transformed by successive diazotis- 
ation and treatment with potassium iodide into 5-iodoindazole, 
colourless leaflets, m. p. 157—159°. The corresponding stable 
wetyl derivative (from the iodo-compound and acetic anhydride) 
forms coarse, yellow crystals, m. p. 144—145°; treatment of 
diodoindazole with acetyl chloride in the presence of pyridine 
appears to give a labile acetyl compound, which, however, has 
hot yet been isolated in the homogeneous condition. ms. W- 


The Course of the Quinaldine Synthesis with 6-Amino- 
strahydroquinoline and 6-Aminokairoline. J. LiInpNER 
Monatsh., 1921, 42, 421—438).—These experiments were started 


with the object of determining in which direction ring formation 
bb* 
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would take place when the quinaldine synthesis was applied to 
6-aminotetrahydroquinoline or 6-aminokairoline (6-amino-1-methy]. 
tetrahydroquinoline), the point having a bearing on the problem 
of the distribution of double bonds in polynuclear systems. It 
was found that only the phenanthrene type of derivative was 
formed, not the anthracene type. 
6-Amino-1-methyltetrahydroquinoline was prepared by reduction 
of 6-nitroso-l1-methyltetrahydroquinoline. It has b. p. 163— 
165°/11 mm., and darkens rapidly in air. The position of the 
amino-group is inferred from analogy with 6-nitrosotetrahydro. 
quinoline. By the quinaldine synthesis was obtained 3 : 7-dimethyl. 
yt 7:8:9: 10-tetrahydro-y-phenanthroline (annexed 
4° >Me formula I). The base crystallises with 1 mol. 
+N of water in rhombic four- or six-sided tablets, 
H,<°\ ~~ sulphur-yellow in colour, m. p. 69°. The water 
x; Ns / is difficult to remove; the anhydrous base has 
\iMe (L) ™- P. 52°. The monohydrochloride has an in- 
. tense red colour, and crystallises in six-sided 
tablets. The dihydrochloride is colourless. The platinichloride, 
C,,H,,N.,H,PtCl,,H,O, is a reddish-yellow, crystalline powder, 
sparingly soluble in water. Demethylation of (I) was accomplished 
by heating the hydriodide of the base in a stream of carbon dioxide 
at 160—200°. The demethylated base, 3-methyltetrahydro-w-phen- 
anthroline (11), was difficult to purify; its m. p. is probably above 
70°. It erystallises with 2$H,O. Its monohydrochloride is red, 
and forms a crystalline mass by evaporation of its alcoholic solution; 
the dihydrochloride is colourless, deliquescent, and difficult to 
crystallise. By reduction with hydriodic acid and red phosphorus, 
3-methyloctahydro--phenanthroline was obtained. The base could 
not be crystallised, but the dihydrochloride, C,3;H,,N,,2HCI, forms 
fine, white crystals which sublime without melting. The same 
octahydro-compound was obtained by reduction of (I), demethyl- 
ation occurring during reduction. By exhaustive reduction the 
tetradecahydro-compound was obtained, which was isolated as its 
platinichloride, C,,H,,N,,H,PtCl,,H,O. By oxidation of the 
demethylated base (II), with mercuric acetate, four hydrogen atoms 
were removed, and 3-methyl-y-phenanthroline was obtained. It 
could not be completely purified; the free base had m. p. 98— 
109°, the tetrahydrate 74—82°. 

To confirm the supposed structure of the last compound (annexed 
I% formula III), it was prepared by carrying out 
| — the quinaldine synthesis on 6-aminoquinoline. The 

JNJ YN m. p. of the hydrated form (4H,O) was 84—85 
¢ rg of the anhydrous base ay eo es m2 of 
the two preparations was established thereby prov- 
¥ Oy ing that the synthesis takes the same course with 
the 6-amino-1-methyltetrahydroquinoline as with 
6-aminoquinoline. E. H. RB. 


A Naphthalenic Di-isatin. Ju. Marriner and F. VAcHER 
(Bull. Soc. chim., 1922, [iv], 34, 435—440).—1 : 5-Naphthylene- 


dia 
to 
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diamine condenses with ethyl mesoxalate in acetic acid solution 


-lto give ethyl ®8-naphthabisdioxindole-3 : 8-dicarboxylate (annexed 


NH CO formula), decomp. about 300°, 

ae which gives a diacetyl and a tetra- 

. 30-CO,Et acelyl derivative, both forming 

SN\/ ae ding colourless crystals. When hydro- 

nO y, | _3 OH lysed with aqueous sodium hydr- 
(0,Et-C% A NEE oxide in the absence of air and 

. ee nH subsequently acidified with hydro- 
chloric acid, the ester yields 

-11:5-naphthabisdioxindole. If the saponification is carried out in 


the presence of air with constant agitation, the product is 1 : 5- 


.| naphthadi-isaiin, which gives a monophenylhydrazone and a diphenyl- 


hydrazone. ‘The corresponding sodixm and potassium isatates are 
soluble in water, giving yellow solutions. W. G. 


Addition of Hydrazoic Acid to Derivatives of Carbodi- 
imide. R. Sror~t& (Ber., 1922, 55, [B], 1289—1297).—A pre- 
liminary description of the preparation of tetrazoles by the action 
of sodium azide on derivatives of carbodi-imide. 

Carbodiphenylimide and carbodi-p-tolylimide are converted by 
sodium azide in boiling absolute alcoholic solution into 5-anilino- 
l-phenyl-1 :2:3:4-tetrazole, m. p. 161°, and 5-p-toluidino-1-p- 
tolyl-1 : 2:3:4-tetrazole, m. p. 211°, respectively. The latter 
substance is also prepared in good yield by the action of sodium 
azide and lead oxide on di-p-tolylthiocarbimide. By an extension 
of the method to the corresponding meta- and ortho-compounds, 
j-m-toluidino-1-m-tolyl-1 : 2:3 :4-tetrazole, coarse leaflets, m. p. 
147°, and 5-o-toluidino-1-o-tolyl-1 : 2 : 3 : 4-tetrazole, needles, m. p. 
152°, are obtained. 5-Phenylhydrazino-1-phenyl-1 : 2 : 3 : 4-tetrazole, 
from aé-diphenylthiosemicarbazide, lead oxide, and sodium azide, 


.| cystallises in yellowish-white, lustrous leaflets, m. p. 190° 


(lecomp.). Under similar conditions, phenylthiocarbamide yields 
j-amino-1-phenyl-1 : 2 : 3 : 4-tetrazole, lustrous leaflets, m. p. 159°, 
which appears to have been prepared previously from phenyl- 
thiocarbimide and hydrazoic acid by Oliveri-Mandali and Noto 
(A., 1913, i, 774), who, however, misinterpreted their reaction ; 
it gives an acetyl derivative, small, matted needles, m. p. 211° 
(lecomp.) after previous softening, and a nitroso-compound, decomp. 
about 108°. 5-Amino-1-p-tolyl-1 : 2:3: 4-tetrazole crystallises in 
colourless, lustrous leaflets, m. p. 176°. Phenylthiocarbimide and 
i-tolylthiocarbimide are converted smoothly by sodium azide in 
the presence of boiling alcohol into 5-thiol-l-phenyl-1 : 2:3: 4- 
tetrazole, m. p. 152°, and 5-thiol-l-o-tolyl-1 : 2:3 : 4-tetrazole, 


-§ a. p. 131° (decomp.). 


Sodium thiocyanate is obtained by the interaction of sodium 
aide and carbon disulphide in boiling alcoholic solution. 
Oxanilideimide chloride and sodium azide give 1 : 1’-diphenyl- 
bs N- ‘N 
bis-5 : 5’-tetrazole, HAN CC< ye , needles, m. p. 212°. 
H. W. 
bb *2 
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The Reaction of Benzylidenebenzhydrazide Chloride and 
Dibenzhydrazide Chloride with Sodium Azide. R. Sro.tt 
and A. Netz (Ber., 1922, 55, [B], 1297—1305).—Benzylidene- 
benzhydrazide chloride reacts with sodium azide in boiling ethyl- 
or methyl-alcoholic solution with the formation of 1-benzylidene- 
imino-5-phenyl-1 : 2:3: 4-tetrazole, m. p. 105° (the corresponding 
iodochloride, C,,H,,N,1Cl, has m. p. 146°); reaction occurs probably 
in accordance with the scheme: CPhCI°N-N°CHPh Baten. 

:C 
N,‘CPh:N-N:CHPh+NaCl —> i etal. but cannot be 
arrested at the intermediate stage. With anisylidineanishydrazide 
chloride in methyl-alcoholic solution it is possible to isolate both 
azidoanisylideneanishydrazide, slender needles, m. p. 113° (decomp.), 
and 1-anisylideneamino-5-anisyl-1 : 2 : 3: 4-tetrazole, slender needles 
or leaflets, m. p. 147°. 

Dibenzhydrazide chloride is transformed by sodium azide in 
boiling methyl-alcoholic solution into azidodibenzhydrazide, 
N,°CPh:N-N:CN,°Ph, long, slender needles, m. p. 139° (decomp.); a 

N°CPh NPh-N __N:CPh NPh-N 
sodiumsalt, | > N-NNa‘CKy___ Nort NNO, hh 
is formed as by-preduct. The latter compound is the chief product 
when boiling ethyl alcohol is used as solvent (in addition, a com- 
pound, leaflets, m. p. 172° (decomp.), which is converted by boiling 
hydrochloric acid into l-amino-5-phenyl-1 : 2 : 3 : 4-tetrazole); it 
is also obtained from azidodibenzhydrazide and sodium azide in 
the presence of boiling ethyl alcohol. The corresponding free acid, 
C,,H,,Ng, crystallises in small, slender needles, m. p. 192° (decomp.); 
the silver salt is described. The action of methyl iodide on the 
silver salt or of methyl sulphate on the sodium compound yields 
two meihyl esters, C,,H,,Ny, short rods, m. p. 150° (decomp.), and 
coarse crystals, m. p. 124°. The silver salt is transformed by ethyl 
iodide into two ethyl esters, m. p. 123° and (?) 122°, respectively 
(mixed m. p. below 120°). 

Azidodibenzhydrazide is converted by boiling ethyl alcohol 
into nitrogen and  1-aniloethoxymethylamino-5-phenyl-1 : 2:3: 4- 

N°:CP 
tetrazole, AV oEND>N-NE-C(OEt)-NPh, rhombic plates, m. p. 144 
(decomp.) after previous softening. It is transformed by dilute 
hydrochloric acid into ethyl alcohol, aniline, and 1-amino-5-phenyl- 
1:2:3:4-tetrazole. 1-Anilomethoxymethylamino-5-phenyl-1 : 2 :3:4- 
tetrazole, rhombic platelets, m. p. 157°, is prepared from the azide 
and methy] alcohol at 100°. H. W. 


The Replacement of Diazo-groups by Nitro-groups. V. 
VESELY and K. DvokAx (Bull. Soc. chim., 1922, [iv], 34, 421— 
424).—For the replacement of the diazo-group by the nitro-group 
in the Sandmeyer reaction, the authors recommend the addition of 4 
mixture of molecular copper or copper bronze and an alkali nitrite to 
the solution of the diazonium salt. Such a mixture gives as good 4 
yield as the double copper sulphite and an alkali nitrite. W. G. 
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Action of certain Hydrazines and of Pyridine on 5- 
Bromo-1 : 2: 4-trinitrobenzene. MicueLe Grivua_ (Gazzetta, 
1922, 52, i, 346—349; cf. this vol., i, 649)—In the action 
of hydrazine hydrate on 5-bromo-] : 2: 4-trinitrobenzene, the 
l-nitro-group is first attacked and eliminated as nitrous acid, so 
that secondary reactions may occur: (1) C,H,Br(NO,),+2N,H,= 
C,H,Br(NO,).*NH-NH, +N3H +2H,0, (2) C,H,Br(NO,).*>NH-NH, + 
N,H=C,H,(NO,).(NH*NH,)-N,+HBr, and (3) C,H,Br(NO,),+ 
4N,H,=C,H,(NO,).(NH-NH,).+N3H+2H,O+N,H,,HBr. There 
exists, therefore, the possibility of the formation of dinitrophenyl- 
hydrazinazide, in accordance with equation (2). With excess of 
hydrazine hydrate, the reaction (3) takes place, whilst with 2 mols. 
of hydrazine hydrate and 1 mol. of the bromotrinitrobenzene the 
reaction is represented by equation (1). The action of pheny]l- 
hydrazine gives rise to 5-bromo-2 : 4-dinitrohydrazobenzene and 
to 4:6-dinitro-1 : 3-dihydrazinobenzene, which decomposes at 
about 253° (cf. Borsche, A., 1921, i, 461). as-Phenylmethyl- 
hydrazine yields 5-bromo-2 : 4-dinitromethylhydrazobenzene, and 
pyridine an additive compound of the type of those obtained by 
Zincke from 4-chloro-1 : 3-dinitrobenzene and pyridine or quinoline. 

5- Bromo - 2 : 4 - dinitrophenylhydrazine, C,H,Br(NO,),*NH-NH,, 
crystallises in flattened, lustrous, pale yellow needles, m. p. 203— 
204°, and gives a yellow coloration with sulphuric acid and a dark 
red coloration with alkali in presence of alcohol. 

5-Bromo-2 : 4-dinttroacetyl phenylhydrazine, 

C,H,Br(NO,),.-NH-NHAc, 
forms orange-yellow prisms, m. p. 188—189°, and in alcoholic 
solution gives a dark red coloration with alkali. 

5-Bromo-2 : 4-dinitrohydrazobenzene, C,H,Br(NO,).*NH-NHPh, 
crystallises in lustrous, orange-yellow lamelle, m. p. 154—155°, 
and forms intense reddish-brown salts with alkaline bases. 

5-Bromo-2 : 4-dinitromethylhydrazobenzene, 

C,H,Br(NO,),-NH-NMePh, 
forms red prisms, m. p. 138—139°, and in alcoholic solution yields 
a dark red coloration with alkalis. 

2:4:5-Trinitrophenylpyridinium bromide, C;H;,NBr-C,H,(NO,)s, 
crystallises in lustrous, golden-yellow lamelle, m. p. above 300°, 
and gives a dark red coloration with alkalis. a, me &: 


Colloidal Chemistry of the Proteins. III. A. Fopor 
(Kolloid Z., 1922, 30, 313—336; cf. A., 1921, i, 81, 701).—From 
a number of coagulation and peptisation experiments with fibrin 
sols, together with much previously published data, the author 
concludes that the dehydration of protein gels leads, exactly as 
in the case of a large number of inorganic gels, to the formation 
of new and more stable molecular structures which are characterised 
by a reduced tendency to enter into reactions, whilst, on the other 
hand, peptisation of such structure gives, owing to combination 
with water, reactive disperse particles. It is shown that the larger 
or smaller particles obtained by precipitating proteins are not to 
be regarded as accidental, but as structures combined with different 
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amounts of water and of different reactivity. The author differ. 
entiates two stages between the hydrate in which the water is 
weakly held and the solid swollen gel. These he terms loosely 
held water (micellar water, and imbibition water) and water ad. 
sorbed on the surface. The adsorbed water is regarded as held 
by the protein owing to it adsorbing one ion of water and giving 


+ = — + 
a complex which is formulated (P<—-H)OH or (P< OH)H. 
This complex the author terms an “ enhydron.” In the case of 
- globulin, the enhydron is represented by I; this when treated with 
alkali becomes through adsorption an alkali enhydron and is repre- 
sented by II. The character of the enhydron remains unchanged 


—OH-\ H+ wae. Va 

(I. ( P—OH- } H+ qn (eae ie. 
\ —OH-/ H+ —. 

’ ; —OH Fg Nat 


so long as the adsorbed water is in excess of the alkali, but when 
the alkali is in excess the complex ceases to be an enhydron and 
becomes an “ekhydron.” In the same way, acid-enhydrons can 
be formed. The changes of yeast proteins, globulin, and casein 
are considered on the basis of this hypothesis. J. F.S. 


Discrepancies between the Observed and Calculated 
Potential Difference of Protein Solutions near the Isoelectric 
Point. JacquEs Lozs (J. Gen. Physiol., 1922, 4, 617—619)— 
The discrepancies previously noted (A., 1921, i, 627, 693, 822) 
between the observed values of the influence of the P,, on the 
potential difference between protein solutions inside collodion 
bags and protein free aqueous solution and those calculated on the 
basis of Donnan’s theory disappear when both inside and outside 
solutions contain a buffer salt. This shows that the differences 
were due to inaccuracies in the measurement of the P,, of the outer 
solution near the isoelectric point of the protein. C. R. H. 


The Regulation of Osmotic Pressure. II. The Effect of 
Albumin on the Conductivity of a Sodium Chloride Solution. 
Wa.tTEeR W. PatmerR, Dana W. ATcHLEY, and Rosert F. Lozs 
(J. Gen. Physiol., 1922, 4, 585—589).—At a Py of about 3-0, increas- 
ing concentrations of albumin increase the conductivity of 0-6% 
sodium chloride; at a Py of 7-3 and at the isoelectric point of 
albumin, the conductivity is diminished by such additions. 


C. R. H. 


The Proteic Acids of Urine. I. The Hydroxyproteic 
Acids. S. EDLBACHER (Z. physiol. Chem., 1922, 120, 71—84).— 
The barium salt of hydroxyproteic acid showed the same properties 
as that described by previous workers. Free hydroxyproteic acid 
consists of urea, and a carbohydrate, probably a tetrose, which 
yields an osazone, C,,H,,O,N,, m. p. 130°. By treating the sub- 
stance with alcohol and ether, a compound is obtained which in 
many respects resembles Moor’s urein. Hydroxyproteic acid does 
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not contain any hexone bases, but possibly traces of other amino- 
acids. 8. 8. Z. 


The Colloidal Behaviour of Edestin. Davin J. Hircucock 
(J. Gen. Physiol., 1922, 4, 597—615).—Edestin reacts like an ampho- 
teric electrolyte and behaves otherwise in a manner entirely ana- 
logous to that described by Loeb (A., 1921, i, 627, 693) for gelatin, 
casein, and albumin. C. R. H. 


Kinetics of Trypsin Digestion. JoHn H. Norrurop (J. Gen. 
Physiol., 1922, 4, 487—509).—Experiments on the rate of hydro- 
lysis of gelatin and casein by trypsin (the rate being measured by 
the increase of hydrolysis products) show that this rate does not 
increase in proportion to the substrate concentration, but becomes 
constant after the latter has reached about 3%. A mixture of 
casein and gelatin is digested at a rate which is equal to the sum 
of the rates of hydrolysis of the two substances separately. The 
rate of digestion is unaffected by the viscosity of the solution or 
by the concentration of ionised protein. The effect of inhibiting 
substances on the hydrolysis is independent of substrate concen- 
tration, which is taken as evidence against the existence of an 
enzyme-substrate compound. There is evidence to show that 
enzyme and inhibitor form a highly dissociated compound. These 
results may be explained by the fact that the increase of products 
of hydrolysis does not give a true measure of the change in con- 
centration of substrate. If the decrease of casein or gelatin is 
measured directly, the reaction is found to conform to the law 
of mass action, the rate of digestion being proportional to the 
concentration of substrate. The difference in the results obtained 
by the two methods is due to the fact that the reaction is not a 
simple one, but a series of consecutive reactions. C. R. H. 


The Digestion of Histone Sulphate with Pepsin and Hydro- 
chloric Acid. K. Frurix (Z. physiol. Chem., 1922, 120, 94—102).— 
The histone sulphate from the thymus of the calf was digested 
with pepsin and hydrochloric acid and precipitated with sodium 
picrate. The filtrate was treated with phosphotungstic acid, and 
the precipitate again treated with silver baryta. The precipitate 
from the silver fraction contained a substance resembling the 
original histone, but the distribution of nitrogen in it was some- 
how different, and also it did not give Millon’s reaction. The 
filtrate from the silver fraction showed a content of 17% arginine-N, 
13% lysine-N, and 70% monoamino-acid-V. The monoamino- 
acids of this fraction gave Millon’s reaction. The phosphotungstic 
precipitate showed the presence of peptides, probably dipeptides, 
but no amino-acids. Lzvulic acid was also found in this fraction, 
but its origin was traced to the pepsin preparation. 8. 8. Z. 


The Conditions of Acidity and Thermolability of Sac- 
charase. Hans von Evier and Kari Myrpdck (Z. physiol. 
Chem., 1922, 120, 61—70).—Purified preparations of saccharase 
manifested the same acidity curve as previously established with 
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less pure preparations. On the other hand, the purified prepara. 
tions showed a greater stability towards heat. 8. 8. Z. 


Blood Saccharase and the Antigen Properties of Yeast 
Saccharase. E. Kwnarri-Lenz (Z. physiol. Chem., 1922, 120, 
110—125).—The injection of sucrose into rabbits did not produce 
a serum capable of inverting this sugar. Immunisation with 
potent preparations of yeast invertase yielded a serum which 
inhibited the inverting capacity of invertase only to a small extent. 


8. 8. Z. 


Mannanase and Levidulinase. Minoru MAyYeEpA (J. Biochem. 
[Japan], 1922, 1, 131—137).—The mannan of the food “ konjak. 
powder ”’ is liquefied by saprophytic bacteria, yielding “ levidulin,” 
but not mannose. Certain fungi, such as Aspergillus niger, liquefy 
mannan by their exoenzymes, but also have a distinct endoenzyme 
which hydrolyses “* levidulin.” CHEMICAL ABSTRACTS. 


Enzymic Fat Synthesis. L. Spirecet (Z. physiol. Chem., 
1922, 120, 103—-109).—On incubating cellulose, dextrose, and starch 
with enzyme preparations from certain oil-bearing seeds, a low 
production of fatty substances was established. 8. 8. Z 


Preparation of Organic Compounds of Boron with the Aid 
of Boron Fluoride. II. Boron Triphenyl and Phenylboric 
Acid. Ericu Krause and .—?. NitscHe (Ber., 1922, 55, 
[B], 1261—1265; cf. this vol., i, 22).—Boron triphenyl, BPh,, 
long, colourless, hexagonal rods, m. p. 136°, b. p. 203°/15 mm., 
is readily obtained by passing gaseous boron fluoride into an 
ethereal solution of an excess of magnesium phenyl bromide; it 
is isolated by distillation of the residue left after removal of the 
ether, under diminished pressure in an atmosphere of nitrogen. 
It readily becomes oxidised on exposure to air, without, however, 
being inflamed; it is stable in an atmosphere of nitrogen or carbon 
dioxide. It is somewhat rapidly decomposed by alcohol with 
the formation of esters. If an excess of the Grignard reagent is 
avoided, the product of the reaction is composed of a mixture of 
boron triphenyl, boron diphenyl fluoride, and boron phenyl difluoride ; 
the latter substances have not yet been isolated in a homogeneous 
condition. Crude boron phenyl difluoride is transformed by hot 
water into phenylboric acid, BPh(OH),, which is dehydrated by 
exposure to phosphoric oxide to phenyl boron oxide, BPhO. 

H. W. 


Action of Mercuric Acetate on Nitrobenzene. J. P. WiBAUT 
and J. Jircens (Verslag. Akad. Wetensch. Amsterdam, 1922, 29, 
1074—1076).—By heating mercuric acetate with nitrobenzene at 
150° for three and a half hours, addition of sodium chloride, and 
removal of the excess of nitrobenzene by distillation with steam, 
a light yellow residue is obtained which is separable into o-nitro- 
phenylmercuric chloride (Dimroth, A., 1902, i, 656), mercury 
oo’ -dinitrodiphenyl, nt. p. 206°, and a material insoluble in light 
petroleum from which a pure substance could not be isolated. 

CHEMICAL ABSTRACTS. 
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Mercuriation in the Aromatic Series. I. Phenolmer- 

curi-acetates and -hydroxides and their Derivatives. E. 
MamELI (Gazzetta, 1922, 52, i, 352—368).—The author has inves- 
tigated the monomercuri-acetates, -hydroxides, and other salts of 
phenolmercury obtained from ordinary phenol. Under all experi- 
mental conditions, even when a preponderance of phenoldimercuri- 
acetate results, both the ortho- and para-monomercuriacetates 
are formed. To obtain the monomercuriacetates, it is best to 
heat the phenol and mercuric acetate together without solvent, 
whilst in acetic acid solution the product consists almost solely of 
the dimercuriacetate. In order to determine the positions of the 
‘Hg-OAc group in the two monomercuriacetates obtained, these 
have been converted into the corresponding chlorides, for which 
the positions of the -HgCl groups have already been established 
(Dimroth, A., 1899, i, 54, 428; 1902, i, 656, 849). The action of 
iodine on o-phenolmercuriacetate yields, besides o-iodophenol, 
also 2:4-di-iodophenol and 2:4: 6-tri-iodophenol, the reaction 
being probably catalysed by the mercury compound. 

The isomeric phenolmonomercuriacetates have been converted 
into the corresponding hydroxides, bromides, iodides, nitrates, and 
sulphates, some of these being obtained by the action of alkali 
hydroxides or salts on the acetates and others by treating the 
phenolmercurioxide with acids. The action of alkali iodides on 
the acetate sometimes yields the mercuridiaryl compound, HgRs, 
which often decomposes, giving the original phenol, but if the 
reaction is carried out under mild conditions, the phenolmercuri- 
iodide is formed. 

Phenol-o-mercuriacetate, OH-C,H,"Hg-OAc, forms long needles or 
white, dendritic crystals composed of microscopic, hexagonal, or 
thombic prisms, and melts at 157° to a turbid, red liquid which 
afterwards becomes clear and at 210—215° decomposes with 
evolution of gas and red vapour and sublimation of mercury. 
By alkali hydroxide solution, it is dissolved, with formation of 
the corresponding hydroxide, and treatment of this alkaline solution 
with carbon dioxide results in the formation of the internal oxide 
(Dimroth, A., 1902, i, 849). By hydrogen sulphide, the acetate 
is not affected in aqueous suspension, but in presence of hydro- 
chloric acid mercuric sulphide is precipitated. In aqueous acetic 
acid solution, the acetate is converted by sodium chloride into the 
corresponding chloride. 

Phenol-p-mercuriacetate forms long, slender needles or dendritic 
masses or microscopic, triangular prisms, m. p. 165°, and decom- 
poses at 210—215° similarly to the ortho-isomeride. 

Phenol-o-mercurichloride has m. p. 156° and the para-compound 
m. p. 222° (cf. Dimroth, loc. cit.). 

Phenol-o-mercuribromide, OH*C,H,-HgBr, forms slender, silky 
needles, sometimes in bundles, m. p. 130—132°, the clear red liquid 
becoming turbid at 190° and solidifying and decomposing at 195°. 
The mercuri-iodide crystallises in white, stellar aggregates composed 
of tufts of short, microscopic prisms, m. p. 121°, the clear red liquid 
turning turbid at 170—180° and decomposing at 200—210°. The 
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nitrate, OH-C,H,HgNO,, is a white, crystalline, infusible com. 
pound, blackening at about 200°. The sulphate, (OH-C,H,°Hg),S0,, 
and hydroxide are white, pulverulent, and infusible. 
Phenol-p-mercuribromide forms scales, m. p. 144—146°, decom. 
posing and solidifying at 200—210°. The iodide is obtained as a 
white powder, m. p. 134—135°, and decomposes at 200—210°. The 
nitrate forms white crystals and decomposes at 210°. The sulphate 
and the hydroxide are white, infusible compounds. =. &. P, 


Mercury Compounds of Hydroxybenzaldehydes. Tuomas 
ANDERSON Henry and Tuomas Marvet SuHarp (T., 1922, 121, 
1055—1060). 


Organo-derivatives of Tin and Lead. I. Application of 
Lead and Tin Tetraphenyls in the Preparation of Organo- 
metallic Compounds. ArcHIBALD EpwIn GoppaRD, JULIUS 
NicHOLSoN ASHLEY, and RicHaRD Bromury Evans (T., 1922, 121, 
978—982). 


Physiological Chemistry. 


Free and Bound Water in the Blood. Brnvsamin S. Nev- 
HAUSEN (J.. Biol. Chem., 1922, 51, 435—438).—Water imbibed 
by the serum proteins retains dissolved salts in practically un- 
changed concentration. Hence it is impossible to prove or disprove 
theories of bound and free water by physico-chemical methods 
based on colligative properties. E. S. 


The Interactions of Oxygen, Acid, and Carbon Dioxide in 
Blood. A. V. Huu (J. Biol. Chem., 1922, 54, 359—365)— 
Mainly a re-statement of the author’s theory (this vol., i, 193). 

E 


Active Hyperemia. D. T. Harris (Proc. Roy. Soc., 1922, 
[B], 93, 384—405).—The increased blood supply to an organ 
during muscular activity is independent of alterations in vaso- 
motor or vaso-constrictor tone, but it is due to the products of 
metabolism. Of these products, carbon dioxide and «-hydroxy- 
acids are found to be increased. C. R. H. 


The Distribution of Sugar between Corpuscles and Plasma. 
W. Fatra and M. Ricurer-QuirtNeR (Biochem. Z., 1922, 129, 
576—581).—Using exact methods of analysis, corpuscles are found 
to be free from dextrose if clotting is completely avoided, or if 
clotting is complete. H. K 


Influence of Optical Activity on Cell Permeability. I. 
Yasuiro Korake and M. Oxacawa (J. Biochem. [Japan], 1922, 
1, 159—164).—Colorimetric estimations of d-, l-, and dl-hydroxy- 
phenyl-lactic acid left unabsorbed after incubation with blood 
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penetrates the cell-wall to any appreciable extent. 
CHEMICAL ABSTRACTS. 


Sensitiveness of Cells to Poison as a Function of their 
Colloid-chemical Conditions. Hans Hanpovsxy (Kolloid Z., 
1922, 30, 336—341).—A theoretical paper in which the sensitive- 
ness of cells to poison is discussed in connexion with the colloid- 
chemical condition of the cells. It is shown that the sensitive- 
ness to poisons and poisoning is of necessity closely connected 
with the stability and variability of the colloid-chemical condition 
of the protoplasm colloids. The difference of the sensitiveness of 
red blood corpuscles to poisoning in solutions of sucrose and in 
solutions of salts is explained as follows. The sucrose brings about 
in the continuously changing sol — gel system of the protoplasm 
a more gelatinised condition, which is accompanied by a decrease 
in the degree of dispersion, and this makes the blood less sensitive 
toward the surface active poisons. Solutions of salts act in the 
opposite sense; they make the blood in sucrose solution sensitive 
again, and in those cases where the salt has no hemolytic action 
of its own it increases the sensitiveness according to the laws which 
govern the increase in adsorption brought about by the salts. 
This fact may be regarded as a confirmation of the above quoted 
hypothesis. J. F. 8S. 


Glycolytic Action of Leucocytes. I. Kansnr FUKUSHIMA 
(J. Biochem. [Japan], 1922, 1, 151—158).—The leucocytes, obtained 
from the peritoneal cavity of rabbits previously injected with 
bouillon, are suspended in Rona and Michaelis’s citrate mixture 
of py 7°765, washed with the aid of a centrifuge, incubated with 
isotonic glucose solutions for definite periods, and the sugar estim- 
ated by Bertrand’s method. The reducing power diminishes 
gradually within forty-eight hours, and then remains constant, 
but after seventy-two hours it begins to increase again. Neither 
pancreatic juice nor pancreatic tissue has any effect on the glycolytic 
action of leucocytes. CHEMICAL ABSTRACTS. 


The Action of the Phosphatides on the Coagulation of 
Blood. E. Zunz and J. La Barre (Arch. int. physiol., 1921, 18, 
116—127).—A study of the effect of cytozymin, kephalin, and 
lecithin on blood coagulation in vitro. Cytozymin and lecithin 
show the solubility characters of the cytozyme of Bordet and 
Delange (Ann. inst. Pasteur, 26, 657, 737). Cytozymin only con- 
tains aminated nitrogen; lecithin contains no nitrogen in this 
form. The addition of small amounts of either of these two com- 
pounds to clear serum in the presence of calcium makes such serum 
induce coagulation in diluted oxalated plasma. An excess of 
lecithin or cytozymin inhibits coagulation. Cytozyme contains 
most of its nitrogen in the amino-form. It is probably a mixture 
of cytozymin and lecithin, Kephalin is to be considered as a 
thromboplastic agent. CHEMICAL ABSTRACTS. 


corpuscles in normal saline solution show that only the l-compound 
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Regeneration of Diastase and its Dependence on Oxygen. 
W. BIEDERMANN (Biochem. Z., 1922, 129, 582—593).—If an active 
filtered saliva be heated just to 100°, it becomes turbid. The 
diastatic activity of this solution is small but is regenerated to a 
considerable extent by vigorous shaking with air. If, however, 
the heated saliva be again filtered, the filtrate, free from oxygen, 
is practically inactive, but is slightly activated by shaking with 
air. This activation is attributed to oxygen, although the finely 
divided coagulated protein plays a part. H. K. 


Gastric Juice. III. Juice from the Empty Stomach. 
Maxi Taxata (J. Biochem. [Japan], 1922, 1, 107—121).—One 
hundred c.c. of the juice, d 1-006—1-007, yield 1-4873 grams of 
dry residue, of which 0-5035 gram is ash, and contains pepsin, 
pepsinogen, rennet, lipase, nuclease, amylase, and maltase, but 
not sucrase. The mucus content of the juice secreted in unit 
time does not appear to be influenced either by previous feeding 
or by the presence of 0-5°% hydrochloric acid. The amount of 
reducing sugar produced by hydrolysis under standard conditions 
is a measure of the mucus, which exists in the juice in the form of 
mucoitinsulphuric acid. CHEMICAL ABSTRACTS. 


Disappearance of Nitrogen during Digestion. A. Gouin 
and P. AnpovarRD (Bull. soc. hyg., 1921, 9, 381—387).—The 
digested nitrogen is equal to the dietary nitrogen less the nitrogen 
of feces, brushings, hair, etc. In cattle, it is assumed that for 
each kilo increase in weight, 180 grams of protein containing 28-8 
grams of nitrogen are retained as growth-nitrogen, whilst in the 
case of pigs it is assumed that 19-2 grams of nitrogen are retained 
for cach kilo increase in weight. The results of experiments on 
calves, adult cattle, and pigs are given. CHEMICAL ABSTRACTS. 


The Relative Activities of the Secretins of the Digestive 
Tract. Katsumt Haramaki (Biochem. Z., 1922, 129, 503— 
506).—Experiments on the dog show that all sections of the mucous 
membrane of the intestines except the jejunum are equally active 
as regards secretin content. The jejunum is slightly less active. 

H. K. 


Purine Metabolism. Fate of Ingested Purines. Mirzvci 
Kixucul (J. Biochem. [Japan], 1922, 1, 883—106).—Feeding experi- 
ments were carried out for seventeen days with a diet containing 
only 0-00269 gram of purine-nitrogen; these were followed by 
three meat periods of six days each with an intake of purine- 
nitrogen ranging from 0-1—0-3 gram, and finally by three periods 
of three days each with an intake of purine-nitrogen of 0-22, 0-44, 
and 0-66 gram respectively. Daily analysis showed that ‘endo- 
genous purine-nitrogen elimination in urine remains about 0-18 
gram. Purine-nitrogen in the feces is about 0-05 gram per day, 
whether the diet is rich or poor in purine; neither are purine bases 
in the urine markedly increased on a purine-rich diet. With 
increase in the intake of purine-nitrogen, its output in the urine 
likewise increases, but the purine-nitrogen balance shifts con- 
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tinually. With intakes of 0-00257 to 0-04422 gram of purine- 
nitrogen, there was a negative balance of —0-1794 to —0-0415 
am per day; with an intake of 0-6623 gram, the balance was 
+0-1048 gram. The amount of purine-nitrogen in urine can be 
calculated from the formula Y=(H,+aX)(1+6X), where X is 
the purine-nitrogen intake, Y the amount in the urine, Hy the 
endogenous purine-nitrogen, a the kidney coefficient, and 6 the 
tissue coefficient. The value of b is usually 0-4—0-5, whilst that 
of a varies according to the diet, being greater in those living on 
low purine-nitrogen diets, and is especially small in gouty 
individuals. CHEMICAL ABSTRACTS. 


Determination of the Carbohydrate Assimilative Power of 
Man. Kozo Saxacucut, Osamu ASAKAWA, and TOSHITANE 
Matsuyama (J. Biochem. [Japan], 1922, 1, 1389—149).—Samples 
of blood are taken immediately before a test-meal is eaten, and 
then every half-hour for two hours. Alimentary hyperglycemia 
does not exceed 0-14% and the sugar level has returned to the 
original in one to one and a half hours in normal persons. When 
the blood sugar rises to 0-15°% and hyperglycemia lasts for two 
hours, the assimilative power for carbohydrate is impaired. 

CHEMICAL ABSTRACTS. 


Nutritive Value of Fats and Lipoids. I. Katsumi Taka- 
HASHI (J. Chem. Soc. Japan, 1922, 43, 201—242).—The results are 
summarised as follows: The lipoids, such as cholesterol, lecithin, 
kephalin, and protagon, or triglycerides have no action like that 
of fat-soluble vitamin-d; the former have also no action like 
water-soluble vitamin-B. The lipoids have not only a bad effect 
on the nutrition of animals, but also a tendency to prevent 
growth : cholesterol has the worst effect, preventing the growth 
of young animals and diminishing the resistance to disease. The 
physiological action of fat-soluble vitamin-A stands in close relation 
to the metabolism of fats. The greater the molecular weight of a 
fat, the more fat-soluble vitamin-A is needed. When the quantity 
of fat is increased, the quantity of fat-soluble-A has to be increased 
to obtain good nutritive value. Similarly, vegetable fat needs 
much fat-soluble-A, and fats containing large quantities of sterols 
have always poor nutritive values in spite of the quantity of vitamin. 
When triglycerides of different fatty acids are given to animals 
with food poor in fat-soluble-A, the physiological value of each 
fat is different. The difference is related to the molecular weights 
of the fats and is not to be attributed to their relative fusibilities. 
The nutritive value of fats derived from non-volatile acids decreases 
with increase in molecular weight, whilst with fats derived from 
volatile acids the reverse is the case. In general, the nutritive 
value of fats decreases with diminution of the saponification value ; 
that of fats having a large Reichert-Meissl value is not always bad. 
When the saponification value is small, the presence of “ iodine 
value’ in a fat increases the nutritive value. K. K. 


Phosphatides of Fish Sperm. Mrnorv Sano (J. Biochem. 
[Japan], 1922, 1, 1—16).—Porgy, salmon, and cod sperm were 
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extracted successively with acetone, ethyl ether, and hot ethy| 
alcohol, the extracted substances dissolved in chloroform, washed 
repeatedly with 1° sodium chloride solution, the residue after 
removal of the chloroform taken up with ether and poured into 
acetone. The phosphatides thus obtained were free from nitro. 
genous impurities. The acetone extract contained cholesterol and 
cholesterol esters; the combined cholesterol formed 7-3°% (porgy), 
8% (salmon), 4:1% (cod) of the total cholesterol. Lecithin also 
was present. The fraction insoluble in acetone was chiefly lecithin; 
one-twentieth to one-thirtieth of the total residue not dissolved by 
hot ethyl alcohol was probably kephalin and perhaps also sphingo- 
myelin. The portion of the ether extract insoluble in acetone 
appeared to becuorin. The alcohol extract contained (1) cholesterol 
(80°, uncombined) and phosphatides of unknown composition, 
soluble in cold alcohol and acetone (2) lecithin (from cod) or a 
mixture of lecithin and kephalin (from salmon), soluble in cold 
alcohol, but not in acetone. The substance precipitated from the 
alcoholic extract by cooling consists mainly of cerebrosides ; sphingo- 
myelin could also be identified. From 55 to 65% of the total lipin 
content of fish sperm is phosphatides, 15 to 18% cholesterol, 20 to 
30% fats, and 1 to 2% cerebrosides. CHEMICAL ABSTRACTS. 


Constitution of the Ovarian Egg of the Carp (Cyprinus 
carpio). E. Faurf-Fremiet and (MLLE) H. Garravutt (Compt. 
rend., 1922, 174, 1495—1498).—The ovaries of the carp taken two 
months before spawning had the following composition: water 
66-3, protein 25-7%, fat 6-2%, cholesterol 0-45%, carbohydrates 
0-0°%, ash 20%. The hyaline globules are constituted by phospho- 
proteins, and the “ichtidine”’ by a mixture of a vitellin and a 
lecithin. The ether extract contains phosphatides 12-33%, 
glycerides 6-08°%, cholesterol 134%, unsaponifiable matter “—_* 

W. G. 


Fatty Matter in ‘‘Herring Roe.’’ Katsumi TAKAHASHI 
(J. Chem. Soc. Japan, 1922, 43, 257—268).—Analysis of “ Kazu- 
noko,” herring roe, gave 8-32°% water and 91-68% dried substance ; 
the latter contained total nitrogen 11-22%, fatty matter 14-22%, 
crude ash 6-03%, and total phosphorus 0-54%. Fat-soluble 
vitamin-A was present. The fatty matter contained lecithin 
48-95%, kephalin 5-62%, cholesterol 7-59%, and oil 37-84%. The 
oil yielded 24-67% of saturated acids (palmitic and stearic) and 
75-13% of unsaturated acids (oleic and other higher acids). The 
lecithin and kephalin agree in properties and composition with 
those of the hen’s egg. 


Constitution of the Egg of the Trout (Trutta fario). E. 
Faurk-Fremiet and (Miiz) H. Garravutr (Compt. rend., 1922, 
174, 1375—1377).—Ripe trout’s eggs at the time of laying contain 
water 58-5%, protein 29-81%, ether extract 9-16% sugars 0-34%, 
and ash 1-25%. The vitellin, ichtulin, was isolated and found 
to contain nitrogen 14-28%, phosphorus 0-57%, and ash 2-17%. 
The ether extract contained glycerides 10%, phosphatides 8:2%, 
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at least, and cholesterol 137%. The glycerides on hydrolysis yielded 
oleic and myristic acids. There was a small amount of a reducing 
sugar, but. glycogen could not be detected. W. G. 


Optical Properties of Sphingomyelin. Minoru Sano (J. 
Biochem. [Japan], 1922, 1, 17—20).—Sphingomyelin, prepared from 
cat’s brain, has m. p. 196—198° and contains 3-78°, of phosphorus. 
Its solution in pyridine shows changes in rotatory power with fall 
of temperature. CHEMICAL ABSTRACTS. 


The Liberation of Phosphoric Acid by the Retina in the 
Presence of Light. Hermann Lance and Max Simon (Z. 
physiol. Chem., 1922, 120, 1—29).—The isolated retina of the frog 
or carp liberates more phosphoric acid in the presence of light than 
in the dark. In the case of retine containing pigment epithelium, 
the liberation of phosphoric acid ceases more quickly when the 
illumination is stopped than in the case of the isolated neuro- 
epithelium. When the illumination is renewed the retina with 
the pigment epithelium shows an increase in the liberation of 
phosphoric acid. This is not the case when isolated neuro-epithe- 
lium is employed. The liberation of phosphoric acid by the isolated 
pigment epithelium is not influenced by light, and it is found that 
it contains only small quantities of organic and inorganic phosphorus. 
It is assumed that the action of the light degrades an organic 
phosphorus-containing compound with the formation of free 
phosphoric acid. The latter raises the permeability of the limiting 
membrane of the retinal epithelium. It is shown that the retina 
contains a substance which at 45° liberates phosphoric acid rapidly 
in the presence of sodium hydrogen carbonate. This acidogen 
which is the source of the phosphoric acid formed by the action of 
light is not considered to be identical with lactacidogen of transversely 
striated muscle. 8S. 8. Z. 


Oil from the Heads of Sea Animals of the Family Delphinide. 
Suticut Naxatogawa and Sutmer Kospayasut (J. Chem. Ind. 
Japan, 1922, 25, 158—168).—The authors have determined the 
specific gravities, solidifying points, refractive indices, acid, saponi- 
fication, iodine, Hehner, and Reichert-Wollny values and _per- 
centages of unsaponifiable matters (and iodine value of the latter) of 
oils from the jaw, head, and interior of head of six sea animals 
belonging to the family Delphinide. [See J. Soc. Chem. Ind., 
1922, July.] K. K. 


Anticoagulating Substances in the Mucous Membrane of 
the Uterus. Jrssre L. Kine (Amer. J. Physiol., 1921, 57, 
444453).—Pressure juice from the mucous membrane of the 
non-pregnant uterus of the pig frequently yields antithrombin. 
The pregnant uterus seldom yields any. Heparin (Howell and 
Holt, Amer. J. Physiol., 1918, 47, 328) appears to be present some- 
times in both the pregnant and non-pregnant pig’s uterus, but 
neither antithrombin nor heparin is obtained with regularity and 
their presence may be masked by an excess of thromboplastic 
substance. The presence of fibrinogen, thrombin, and antithrombin 
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was not demonstrated in menstrual blood. There is reason to 
believe that it clots as normal blood as it passes the uterine mucosa 
and that the discharge consists of serum and small particles of 
clot. There is some evidence that the thrombin of the serum has 
combined with antithrombin forming metathrombin. 

CHEMICAL ABSTRACTS. 


The Glycogen of the Embryonic Liver. The Factor deter- 
mining its Formation. Max Aron (Bull. Soc. Chim. Biol., 
1922, 4, 209—222).—In mammals, the glycogenic function of the 
liver commences at a period of the foetal life which is constant for 
the same species, and, in each case investigated, was found to 
coincide with the appearance of the islets of Langerhans in the 
pancreas. 


Action of Hydrochloric Acid on the Fat Exchange in the 
Surviving Liver. U. Lomproso (Arch. int. physiol., 1921, 18, 
484—494).—When hydrochloric acid (0-5—1-0%) is given either 
by the mouth or directly into the duodenum of a fasting dog, and 
the liver is then isolated and perfused it is found that this organ 
can destroy fats to a degree equal to or greater than that exhibited 
by the liver taken from animals during the period of digestion. 
When the same procedure is carried out on a depancreatised dog 
no noticeable fat destruction is obtained. These results are inter- 
preted as signifying that the modification of the functional activity 
of the liver in the fat exchange is not due to an absorption of special 
products of digestion, but to hydrochloric acid in the duodenum. 
The pancreas is a necessary factor. CHEMICAL ABSTRACTS. 


The Retention and Distribution of Amino-acids with 
Especial Reference to the Urea Formation. Ortro Fortin and 
Hitpine Berewunp (J. Biol. Chem., 1922, 54, 395—418).—Follow- 
ing a protein meal, the rise in the amino-acid content of the blood 
precedes that of the urea. The production of urea is not, there- 
fore, a special function of the liver (cf. Van Slyke and Meyer, A., 
1914, i, 104). It follows, also, that the excretion of amino-acids 
is not a test for liver function, although, since the liver is capable 
of absorbing large quantities of amino-acids, it may serve in cases 
of cirrhosis as an indication of the extent to which the liver has 
disappeared. EK. 8: 


A Basic Peptone-like Substance in the Thymus. K. FEvix 
(Z. physiol. Chem., 1922, 120, 91—93).—The basic peptone-like 
substance previously described by the author (this vol., i, 295) 
gave the following nitrogen distribution according to Kossel and 
Kutscher’s method: total nitrogen in the hydrolysed substance 
0-927 gram, arginine nitrogen 0-579 gram, monoamino-acid nitrogen 
0-289 gram. No histidine or lysine could be established. S. 8. Z. 

Animal Hides as Amphoteric and Colloidal Protein. 
Theory of Dyeing, Tanning, Disinfection, and Preservation 
of Leather and the Physiological Action of Tanning Material. 
M. A. Raxusin (Koll. Chem. Beihefte, 1922, 15, 103—184).—A 
paper which is mainly theoretical and in which the author dis- 
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cusses (1) the theory of the dyeing of animal hides, (2) the tanning 
of animal hides and gelatin by tannin, (3) the theory of tanning 
by formaldehyde, aldoses, phenols, picric acid, naphthols, quinone, 
and “ neradol,” alum, aluminium, iron, and chromium salts. The 
part played by water and acid in tanning is discussed and the 
disinfection and conservation of leather in connexion with the 
physiological properties of tanning materials are considered. The 
literature of the subject is considered in connexion with all the 
above-named points. J.F.S. 


Urea Content of Cow’s Milk. Estimation of Urea. Yosuio 
Mormmoto (J. Biochem. [Japan], 1922, 1, 69—81).—A fairly per- 
manent urease preparation is obtained when 1 gram of finely 
ground jack-bean is shaken for three hours with a mixture of 
glycerol and water (8:2) at 40°, 6—7 c.c. of 0-1N-hydrochloric 
acid are added, the mixture is shaken for one hour, and filtered 
through paper pulp. Three to five c.c. of urine diluted with 50 c.c. 
of water, 3 c.c. of urease preparation, and 1 c.c. of indicator (3% 
calcium caseinate) are incubated for three hours at 38° in a flask 
closed with a caoutchouc stopper provided with a stoppered funnel, 
a measured quantity (usually 40 c.c.) of 0-1N-hydrochloric acid is 
added, and after gentle shaking the excess of acid is titrated with 
0:02N-sodium hydroxide solution. Precipitation of casein serves 
as indicator of the end-point. For the estimation of urea in milk, 
10 c.c. are diluted with 40 c.c. of water, 3 c.c. of urease preparation 
added, and the above procedure carried out. Cow’s milk contains 
0-025—0-03 gram of urea per 100 c.c., but for a few weeks following 
calving there is an increase up to a maximum of 0-075 gram, with 
arapid fall to normal. Goat’s milk contains 0-08 gram of urea per 
100 ¢.c. CHEMICAL ABSTRACTS. 


The Synovial Fluid. F. Matmfsac (Bull. Soc. Chim. Biol., 
1922, 4, 190—191).—-Results are given of analyses of two different 
specimens of synovial fluid. Both contained an albumin and an 
alkali-albumin. E. S. 


Theobromine Excretion and Theobromine Diuresis. Lup- 
wig GinzBpera (Biochem. Z., 1922, 129, 549—562)—For the 
estimation of theobromine, the urine is evaporated to dryness with 
gypsum, extracted with chloroform, and the theobromine removed 
by precipitation in weakly ammoniacal solution by addition of 
excess of silver nitrate. The excess of silver is estimated by 
Volhard’s process. Using this method for following the excretion 
of theobromine in man, a characteristic curve is obtained, showing 
rapid rise to a maximum after two to three hours and moderately 
rapid fall. Persons inured to caffeine do not respond so easily to 
theobromine. H. K. 


Caffeine Excretion in Urine after Tea and Coffee Drinking 
in Man. Kwanicutro Oxusuima (Biochem. Z., 1922, 129, 563— 
569).—The excretion of caffeine after tea and coffee drinking has 
been followed by Friedberg’s method (this vol., i, 88). There is 
no difference in the excretion after tea or coffee. In the first hour 
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very little is excreted, more in the second, and most in the third and 
fourth hours. H. K. 


Composition of the Urine of Whales. S. Scumipt-Nietszy 
and J. Hotmsen (Arch. Int. Physiol., 1921, 18, 128—132).—The 
urine of five whales was examined and the amounts of the following 
constituents are tabulated : total nitrogen, urea, uric acid, ammonia, 
creatinine, protein, ash; potassium, sodium, calcium, and mag. 
nesium oxides, chlorine, phosphoric oxide, total sulphur, sulphate, 
and ethereal sulphates. A relatively large amount of protein. 
ogenous material, partly mucin, was found. Sugar, acetone, and 
oxalic acid were not found, whilst indican was present. Urobilin 
tests were positive. CuEemMicaL ABSTRACTS. 


Chronic Nephritis with an Unusual Degree of Nitrogen 
Retention. E. Weiss and V. C. Garner (J. Lab. Clin. Med., 
1922, '7, 229—-232).—The serum of a patient with chronic nephritis 
had a non-protein nitrogen content of 401 mg. per 100 c.c. twelve 
hours before death. The urea nitrogen was 304 mg. and the 
creatinine 13 mg. At an earlier stage when the urea nitrogen of 
the blood was 246 mg., that of the spinal fluid was 252 mg. At 
necropsy the following values for tissues and body fluids were 
found : pericardial effusion 374 mg., muscle 335 mg., liver 352 mg. 

CHEMICAL ABSTRACTS. 


The Introduction of the Iodine Ion by Electrolysis in a 
Human Being, and its Elimination by the Urine. Grorazs 
BourGcuicNon and ConpucHf (Compt. rend., 1922, 174, 1437— 
1440).—Of the iodine introduced into the human system by electro- 
lysis 70—80°% is recovered in the urine. During the course of a 
series of administrations the elimination increases at first for about 
two days and then remains steady until the administrations are 
stopped, when it slowly falls and ceases after three or four days. 
The iodine is better incorporated into the system when introduced 
electrolytically than when given by the mouth. W. G. 


Toxicity of Neoarsphenamine [Neosalvarsan]. Merri. C. 
Hart and WixBurR B. Payne (J. Amer. Chem. Soc., 1922, 44, 1150— 
1160).—The toxicity of commercial samples of neosalvarsan was 
found to range from 200 to 360 mg. per kilo of body weight for 
rats. In making such tests, the variability of the test rats is of 
importance, as it was found that, in some cases, 40—100 mg. 
difference per kilo was obtained by the same test made on different 
animals. An apparatus is described for preparing standard solutions 
of neosalvarsan, and it is suggested that test rats should tolerate 
doses of 320 mg. per kilo in the form of such a standard solution. 

The toxicity of the salvarsan is shown to have a_ negligible 
effect on the toxicity of the neosalvarsan prepared from it. 
The influence of solvents, dilution, time, and temperature on the 
toxicity of the product as well as the introduction of the methylene- 
sulphinate group and the sulphur distribution have been examined. 
A curve is given showing the lethal activity of a freshly prepared 
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solution of neosalvarsan. The introduction of a methylene—sulphinic 
acid group in the salvarsan increases the tolerated dose of the 
material from 110 to 320 mg. per kilo (20% of arsenic); but the 
introduction of the second group was complicated by side reactions 
giving a higher toxicity. W. G. 


Chemotherapy of Antimony. Comparison of the Anti- 
monyl Tartrates with the Organic Compounds of Antimony. 
R. G. FARGHER and Wm. H. Gray (J. Pharm. Expt. Ther., 1921, 
18, 341—360).—The following salts of antimony] tartaric acid are 
described : barium (3H,O), hexagonal plates or flattened prisms ; 
ammonium (1°5H,O), large flattened prisms; lithium (2°5H,O), 
glistening octahedra ; ethylenediamine (H,O), flattened prisms, does 
not melt at 300° ; butylamine (0°75H,O), hexagonal prisms, m. p. 40°, 
anhydrous m. p. 155°; glyoxaline (2H,O), flattened prisms, does 
not melt at 300°; aniline (H,O), elongated, rhombic prisms; 
p-phenetidine (H,O), felted mass of needles, m. p. 148°, anhydrous 
m. p. 245°; quinine (H,O), slender, glistening needles; quinidine 
(4H,O), slender, glistening needles; cinchonine (0°5H,O), rect- 
angular plates; cinchonidine (2°5H,O), large, rectangular plates, 
m. p. 192°; hydroquinine (5H,O). The solubility, viscosity, and 
surface tension of the solution and the minimum lethal dose per 
kilo of body weight were determined for each salt. 

CHEMICAL ABSTRACTS, 


The Action of Different Groups of Local Anesthetics. 
KonRAD FROMHERZ (Arch. expt. Path. Pharm., 1922, 93, 34—91).— 
The anzesthetic effects of cocaine, novocaine, various mixed carbonic 
aid esters, and a substituted ester of @-hydroxybutyric acid were 
contrasted when the drugs were applied to nerve fibres and directly 
to nerve-endings (as in the cornea). From the results it was con- 
cluded that the group of substances which includes novocaine and 
the carbonic acid esters, which are easily diffusible, and readily 
broken down in the body to non-toxic substances, act by means 
of the nerve-fibres; whereas cocaine and the hydroxybutyric acid 
ester, which are indeed more toxic but are less readily absorbed, 
act directly on the nerve-endings and are to be characterised 
pharmacologically as superficial anzsthetics. C. R. H. 


Caffeine Concentration of the Blood and Urine of Rabbits 
after Parenteral Administration. L. Farmer Lors (Biochem. 
Z., 1922, 129, 570—575).—Intravenously injected caffeine dis- 
appears from the rabbit’s blood-stream for the most part in a few 
minutes, the remainder being recognisable for a considerable time 
during which there is caffeine in the urine and diuresis. H. K. 
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Chemistry of Vegetable Physiology and Agriculture, 


The Attack of Minerals by Bacteria. Oxidation of Blende. 
ANDRE& HELBRONNER and W. Rupo.rs (Compt. rend., 1922, 174, 
1378—1380).—Certain bacteria have been found capable of con. 
verting blende into zinc sulphate, and the zinc rendered soluble 
in this manner does not prevent the further action of the bacteria, 
The oxidation is favoured by the presence of sulphur. These 
bacteria in the presence of sulphur are capable of producing 
sufficient sulphuric acid to dissolve the natural silicates and 
carbonates of zinc. In minerals containing both zine and lead 
sulphides, the zinc is converted into soluble sulphate to the exclusion 
of the lead, and hence this furnishes a means of separating these 
two metals. 


Physical Chemistry of Alexin-fixation Reaction. Jutivs 
Kiss (Biochem. Z., 1922, 129, 487—502).—The adsorption formula 
is obeyed by the various forms of alexin fixation, both specific and 
non-specific. H. K. 


Micro-organisms Concerned in the Oxidation of Sulphur 
in the Soil. III. Media used for the Isolation of Sulphur 
BacteriafromtheSoil. Srx~man A. WaksmANn (Soil Sci., 1922, 13, 
329—336).—The literature concerning the various sulphur-oxidising 
soil bacteria is reviewed. A classification of the organisms on the 
basis of their physiological and morphological characteristics is 
preferred to that adopted by Omelianski. The various media 
used in the study of the different types of bacteria are detailed. 

A. G. P. 


Saccharomyces Marxianus and Top Fermentation Yeast R. 
H. von Ever and K. JosEpuson (Z. physiol. Chem., 1922, 120, 
42—60).—Saccharomyces Marxianus failed to ferment maltose 
even on the addition of an excess of co-enzyme. It also does not 
ferment this sugar at a higher temperature, namely, 40°. Its 
fermenting capacity is diminished on drying, and increases again 
as the cells imbibe. It ferments sucrose and dextrose with the 
same velocity. The development of the yeast in dextrose and in 
maltose solutions is of approximately the same order and follows 
the ordinary exponential law. Its inverting capacity is about 
one hundredth of that of culture yeasts. In the case of the top 
fermentation yeast R both treatment with alcohol and drying 
diminish its activity. The inverting capacity of yeast R is greater 
than that of the top fermentation yeast SB. 8. 8. Z. 


The Energy Yield in the Growth of Aspergillus niger. 
Euice E. Terroine and Renf& WurMsER (Compt. rend., 1922, 174, 
1435—1437).—The energy yield in the growth of Aspergillus niger, 
after making allowance for the maintenance requirements, is 66— 
70% of that of the dextrose consumed. W. 
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Formation of Oxalic Acid and Ammonia in Cultures of 
Aspergillus niger on Peptone. WL. BurkEwitscu (Biochem. 
J, 1922, 129, 445—454).—The proportion of ammonia and oxalic 
acid formed from cultures of Aspergillus niger on peptone corre- 
sponds with ammonium oxalate with about 10°, excess of ammonia. 
Of the ammonia formed over a period of ten days, 90% appeared 


in the first ten days during the vigorous growth of the mould. 
H. K. 


Utilisation of Peptone as Source of Carbon by Citromyces 
Species. Wi. BurkewitscH (Biochem. Z., 1922, 129, 455— 
463).—Citromyces glaber and C. citricus grown on peptone media 
produce ammonia and oxalic acid (not citric acid), the proportion 
of ammonia being 12 to 20% greater than that required for 
ammonium oxalate. As in the case of Aspergillus niger (previous 
abstract), the major portion of the ammonia is produced in the 
first period of growth and the ratio of the yield of mould to 
ammonia nitrogen falls off with the age of the culture. H. K. 


Formation and Accumulation of Oxalic Acid in Citromyces 
Cultures on Salts of Organic Acids. Wi. BUTKEWITSCH 
(Biochem. Z., 1922, 129, 464—476).—Salts of organic acids are 
utilised by species of Citromyces with production of oxalic acid, 
the sodium salts being more conducive to growth than the ammon- 
ium salt. Aspergillus niger converts tartaric acid rapidly into 
oxalic acid; Citromyces are unable to do this, but can do so on 
salts of citric, succinic, and quinic acids with production of con- 
siderable quantities of oxalic acid. H. K. 


Action of Selenium, Sulphur, and Tellurium Salts on 
Plants. Bozo Turina (Biochem. Z., 1922, 129, 507—533).— 
The author has examined the action of selenites, selenates, sulphites, 
sulphates, tellurites, and tellurates on the germination of plants 
and on the mature plant. From the deposition of selenium and 
tellurium by reduction in the tissues, it is concluded that neither 
selenium nor tellurium salts enter the system in appreciable 
quantities by way of the root hairs, but that the root-cap plays 
the important réle of point of entry and filtration for nutritive salts. 


Vegetation in Media Poor in Oxygen. L. MaQquENnnNe and 
EK. Demoussy (Compt. rend., 1922, 174, 1387—1392).—Seeds are 
not the only organs of a plant which can live for a long time after 
they have been separated from the plant which produces them. 
In certain species leaves are capable of preserving their vitality 
in the absence of air for a relatively long time, which may exceed 
that required by annual plants to pass through their entire cycle 
of evolution. It has been shown that small seeds immersed in 
water may germinate and use up their reserves simply on the small 
amount of oxygen which aerated water contains. 


Clay as an Ampholyte. OLor ArruEntius (J. Amer. Chem. 
Soc., 1922, 44, 521—524).—It is shown that clays of different origin 
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and different reaction have the same isoelectric point and the 
curve obtained by plotting the rate of settling against the hydrogen. 
ion concentration has the same course as that of gelatin. The 
clay acts as an amphoteric electrolyte and can therefore combine 
with either acid or base. This is also shown by the buffer action 
of clays. J. F.S. 


The Effect of Drying Soils on the Water-soluble Con. 
stituents. A. F. Gusrarson (Soil Sci., 1922, 13, 173—213)~— 
Comparison is made of the water extracts of a number of soils 
dried in air, in an oven, and in an autoclave. In general, drying 
increased the amount of water-soluble material in the soils, but 
heating above 100° caused a loss in nitrates. Storage of soils at 
the ordinary temperature for nine weeks had little effect on the 
quantity of soluble constituents provided the moisture content was 
maintained, but kept below saturation point. In view of the 
results obtained, it is noted that in pot culture work it is highly 
important that soils should be kept under strictly comparable 
conditions of moisture, temperature, and aeration. A. G. P. 


Relation of Hydrogen-ion Concentration in Soils to their 
‘Lime Requirement.'’ Hartan W. Jounson (Soil Sci., 1922, 
13, 7—22).—In the great majority of soils there appears to be no 
relation between the lime requirement as estimated by the Veitch 
method (A., 1903, ii, 400) and the hydrogen-ion concentration; 
the Truog method (A., 1916, ii, 404), however, yields results which 
are a combination of the Veitch-lime requirement and the hydrogen- 
ion concentration. In soils of similar type, there is a relation 
between the apparent quantity of acids and the strength of the 
wids. Acidity in mineral soils appears to be due to weathering 
and leaching rather than to accumulation of organic acids, and 
clay particles and organic substances act as “‘ buffers” to lower 
the hydrogen-ion concentration. W. P.S. 


Origin of Soil Colloids. Mitton Wuirnery (Science, 1921, 
54, 653—656).—Microscopical examination during the mechanical 
analysis of soil shows that the clay particles range in diameter 
from 0-005 to 00001 mm. It is assumed that towards the lower 
limit of size, the particles contain relatively few molecules, and 
that the bombardment of the water molecules in which the 
particle is immersed causes disintegration. The atoms of calcium, 
magnesium, potassium, and sodium in the molecule of the silicate 
would go for the most part into true solution, whilst the atoms 
of silicon, aluminium, and iron would go chiefly into colloidal 
solution, forming the basis of the colloidal matter or ultra clay of 
the soil. The only known means of changing the colloidal nature 
of the absorptive soil colloids is to heat the material at 1000° in 
order to secure complete dehydration. A.A. E. 
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Catalytic Transformation of Vegetable and Animal Oils 
into Petrol. AtpHonsE Marue (Ann. Chim., 1922, [ix], 17, 
304-332).—A more detailed account of work already published 
(A., 1921, i, 706, 841; this vol., i, 424). W. G. 


The Catalytic Oxidation of Saturated Paraffin Hydro- 
carbons and Fatty Acids. ArrHur Henry Satway and PEercy 
Nort WirxiiaMs (T., 1922, 121, 1343—1348). 


Densities and Refractive Indices at 15° of Mixtures of 
Water, Alcohol, and Ether. A. Sanrourcue and A. M. Boutin 
(Bull. Soc. chim., 1922, [iv], 31, 546—-551).—The densities and re- 
fractive indices at 15° of a large number of mixtures of water,, 
ethyl alcohol, and ethyl ether in varying proportions are tabulated, 
and the results are also shown in triangular diagrams.  W. G. 


Catalysis. II. Dehydration and Addition Reactions of 
Ethyl Alcohol : the Formation of Acetal and Mercaptans. 
Francois A. GILFILLAN (J. Amer. Chem. Soc., 1922, 44, 1323— 
1333 ; cf. A., 1921, i, 806).—A comparison of the activity of the 
oxides of silicon, thorium, titanium, and tungsten in inducing 
certain catalytic dehydration and esterification reactions with 
ethyl alcohol vapour. 

Ethyl alcohol vapour, alone or in the presence of carbon dioxide, is 
not decomposed when passed over pumice even at 500°. Thorium 
oxide is not exclusively a dehydrating catalyst, as, under certain 
conditions, a considerable amount of acetaldehyde is produced by 
dehydrogenation. In the presence of carbon dioxide, a quantity 
of acetal is obtained from the alcohol. The oxide is inactivated 
for dehydration of the alcohol if it is strongly calcined or heated 
fora long time at a lower temperature before use. Up to about 
340°, the blue oxide of tungsten is a more effective dehydrating 
agent for ethyl alcohol than is thorium oxide, but above this 
temperature the two oxides are practically of equal efficiency. 
Titanium oxide has no dehydrating action up to 355°. In no_case 
was any ether produced from the alcohol. 

In the presence of any of the three metallic oxides as catalysts 
at 300—400° a mixture of absolute alcohol and carbon disulphide 
produced considerable quantities of ethyl mercaptan, titanium 
oxide being the most active catalyst for this reaction. At the same 
time, small amounts of unidentified liquids with high boiling 
points were obtained. 

Pure, dry carbon disulphide, when vaporised over pumice or the 
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blue oxide of tungsten, was not decomposed at temperature 
up to 400°, but in the presence of a trace of moisture hydrogen 


sulphide was obtained. W.G. &f oxide 
ives 
The Preparation of Dialkylvinylcarbinols. R. Locum and Oe 


Sune Wovusene (Compt. rend., 1922, 174, 1551—1553).—Dialkyl. givir 
ethinylearbinols of the type HO-CRR”CiCH (this vol., i, 617), yd 
when hydrogenated in the presence of reduced nickel under con. phar 
trolled conditions, give dialkylvinylcarbinols, HO*-CRR’CH°-CH,, § whic 
which have a great tendency to retain water, with which they form § puts 
more or less stable hydrates. These new carbinols are easily J g4°/ 
dehydrated, giving hydrocarbons, and they react with magnesium § era 
methyl iodide, giving a theoretical evolution of methane. They § 995; 
are not converted into esters under normal conditions, but they 

give crystalline allophanates. The compounds described are, 

methylisohexylvinylearbinol, b. p. 89—91°/15 mm.; dipropylvinyl- C 
carbinol, b. p. 75—76°/12 mm., and its allophanate, m. p. 112°, and § Gly 
methyl--butylvinylearbinol, b. p. 146—147°, d'! 0-8576, nit 1-4432, § 224 
and its allophanate, m. p. 167—168° (decomp.). W. G. ject 


Ac-Butene-y-ol. [a-Methylallyl Alcohol]. J. Bauprey. § jpo 
GHIEN (Bull. Soc. chim. Belg., 1922, 341, 160—170; cf. Wohl and gly 
Losanitsch, A., 1908, i, 934).—If this alcohol is prepared from § ma 
distilled acraldehyde which has been stabilised with quinol (Moreu, § can 
Dufraisse, Robin, and Pougnet, A., 1920, i, 144), the yield is in- } det 
creased from 25% to 52%. The pure a'cohol has d? 0°8318, § hy 
Ny 1412746, nyu, 1°40944, nug 1°41848, n 5 1°42385. The measure- pro 
ment of viscosity of mixtures of «-methylallyl alcohol and water J pos 
show that a maximum figure is reached for a mixture corresponding § gly 
with the hydrate OH-CHMe-CH:CH,,4H,O. The haloid esters J are 
are easily transformed into their isomerides so that the series J gly 
of transformations OH-CHMe-CH:CH, #--. CHMe:CH-CH,Cl § jod 
Kose, CHMe:CH:CH,-OAc *°#_, CHMe:CH-CH,°OH can be carried § at 
out ; the series may be reversed, but the yields obtained are smaller. 

It is pointed out that this reverse series is more frequently met . 
with in the case of these haloid esters. The following substances J ij 
have been prepared: y-chloro- “butylene, b. p. 64°/766 mm., § Ks 
ad? 0°8978, ni} 1:41493 ; «-chloro- A8-butylene, b. p. 84°/766 mm., § pa 
d? 0°9282, ni} 1:43503; «-bromo- Af-butylene, b. p. 104—107°, d? | of 
1-333, ni} 1-47716, y-acetyl- A\*-butylene, b. p. 111—112°/752 mm., § sal 
d 090235, n*¥ 1:40386; «-acetyl- AP-butylene, b. p. 132°5—133'5°/ | cei 
752 mm., d? 0°91915, n% 1°41806; «a-chloro-8-bromobutane, § co 
b. p. 146—147°/755 mm., d?? 1-468, n° 1-4800. H. J. E. ca 


Transformation of Tertiary Ethylenic Alcohols (Linalol ] si 
Type) into Primary Ethylenic Alcohols (Geraniol Type). | co 
R. Locguin jand Sune Wousene (Compt. rend., 1922,174, 1711— | ch 
1713).—Dialkylvinylearbinols of the type HO-CRR’-CH:CH, ac 
readily undergo isomerisation when heated with glacial acetic | m 
acid at 110—115° /for! fifteen hours, giving yy-dialkylallyl alcohols 
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of the type CRR’:CH-CH,°OH, which by controlled oxidation 
give the corresponding 6-dialkylacraldehydes and on further 
oxidation the ketones, CORR’. Thus methylisohexylvinylcarbinol 
gives y-methyl-y-isohexylallyl alcohol, b. p. 110°/12 mm., yielding 
on oxidation 8-methyl-B-isohexylacraldehyde, b. p. 95—105°/12 mm., 
giving a semicarbazone, m. p. 164°. Dipropylvinylearbinol yields 
y-dipropylallyl alcohol, b. p. 99—101°/12 mm., giving an allo- 
phanate, m. p. 147—148°, and on oxidation 68-dipropylacraldehyde, 
which gives the semicarbazone, m. p. 171—173°. Methyltert.- 
butylvinylearbinol yields y-methyl-y-tert.-butylallyl alcohol, b. p. 
$4°/12 mm., and its allophanate,m.p.77°. {-Methyl-B-tert.-butyl- 
acraldehyde, b. p.75—78°/15 mm., gives a semicarbazone,m. p. 204— 
905°, and on oxidation B-methyl-8-tert.-butylacrylic acid, m. p. 85°. 
W. G. 


Composition of the Residue on Distillation of Crude 
Glycerol. ARCHIBALD RayNER (J. Soc. Chem. Ind., 1922, 41, 
994--2257r).—A criticism of a paper by Lewis on the above sub- 
ject (this vol., i, 419). The author considers that the organic 
impurities in glycerol residues generally amount to 40% of the 
inorganic salts, and not to only 7% as stated, and that no poly- 
glycerols are present in commercial crude glycerol, even when 
made by the autoclave process. The composition of the residues 
cannot be estimated in terms of glycerol and diglycerol from 
determinations of their hydroxyl value, as not only are other 
hydroxy-compounds present, but some of the polymerisation 
products are of the glycide type with low hydroxyl values, or 
possibly no hydroxyl value at all. Of this class of compounds the 
glycides of glycerol, diglycerol, and triglycerol are known. They 
are liquids of low viscosity and lower boiling points than the parent 
glycerols. Attempted polymerisation of glycerol by 0°05% of 
iodine failed to give an 85% yield as stated, very little polymerisation 
at all being obtained under the conditions described. G. F. M. 


Physico-chemical Properties of Phospholipin. I. Pre- 
cipitation of Lecithin Hydrosol by Electrolytes. Samuro 
Kaxrucut. (J. Biochem. [Japan], 1922, 1, 165—174).—Lecithin 
particles have a negative charge in aqueous solution. Addition 
of salts with univalent kations does not cause precipitation, but 
salts with bi- or ter-valent kations cause precipitation within a 
certain range of their concentration. The range of precipitation 
concentrations is broad in the former case, but narrow in the latter 
case, and in the former a greater concentration is required. 
Contrary to Hardy and Schulze’s law, the ion of an electrolyte of 
similar charge to the colloid has an effect on the precipitation of the 
colloid, this becoming more marked when the valency of the similarly 
charged ion becomes higher. Further, the validity of antagonistic 
action between uni- and bi-valent kations is questioned ; it is 
maintained that the antagonism is between anions and kations. 
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Triethylene Tri- and Tetra-sulphides. II. Sir Praruty 
CHANDRA RAy (T., 1922, 121, 1279—1283). 


Preparation of Anhydrous Formic Acid. M. C. Boswniz, 
and H, E. Corman (Can. Chem. Met., 1922, 6, 63—-65).—When mole. 
cular proportions of sodium formate and 100%, sulphuric acid are 
mixed, allowed to remain for seventeen hours, and then distilled 
on a water-bath under 15—-20 mm. pressure, an 85° yield of 
95% formic acid is obtained, whereas by distillation at atmospheric 
pressure only a 25% yield of 90% formic acid is obtained. Dis. 
tillation of a mixture of sodium formate and sodium hydrogen 
sulphate (D.R.-P. 209418) gives a 56% yield of 82°7% formic acid, 
Fractional crystallisation, in a freezing mixture, of 88°, acid yields 
crystals of 95% acid, whilst from 97% acid, crystals of 99-6% purity 
can be obtained. CHEMICAL ABSTRACTS. 


Researches on the Photochemically Sensitive Compounds 
of Molybdic and Formic Acids. W.F. Jaxés (Roczniki Chemiji, 


1921, 1, 411—-423).—The salts of molybdeno-orthoformic acids § 


are prepared and investigated. From six possible types of acids, 
the author succeeds in preparing only the sodium, potassium, and 
ammonium salts of the types: 


Mo,O 


[ CH On), and [ CHO 5 |X: 
Mo,0, H H _ Mo,0, 
and a salt probably C C K,,4H,0. 


O Mo,0, O 


All the salts prepared are photochemically sensitive, becoming 
green, yellow, o1 brown on exposure to light. They are obtained 
as crystalline precipitates from solutions of the respective molyb- 
dates, strongly acidified with formic acid. They cannot be re- 
crystallised, as they decompose in solution. R. T. 


Catalytic Decomposition of Arachis Oil. ALPHonsE MAILaz 
(Bull. Soc. chim., 1922, [iv], 31, 567--570)—-When arachis oil is 
passed over an alumina—copper catalyst at 600° and the product 
freed from acids and then hydrogenated over nickel at 180—200° 
hydrocarbons of the methane and benzene series are obtained. 
Amongst the aromatic hydrocarbons, benzene, toluene, and m- 
xylene were identified. W. G. 


Lignoceric Acid and its Derivatives. Prrcy Brict and 
Epe@ar Fucus. (Z. physiol. Chem., 1922, 1419, 280—311).—The 
so-called lignoceric acid, m. p. 78—-91°, from beechwood tar is a 
mixture from which can be separated an acid, m. p. 85°, identical 
with tetracosoic acid, CH,:[CHy],.°CO,H (methyl ester, m. p. 60°, 
phenyl ester, m. p. 70-5°), prepared synthetically from behenic acid 
(cf. Myer, Brod, and Soyka, A., 1913, i, 1151, and Brigl, A., 1916, 
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i, 463). ‘The other component of crude lignoceric acid has thesame 
empirical formula and appears to be also a normal tetracosoic acid. 
It melts at 74°, and it is suggested that this may be a case of a peculiar 
kind of isomerism, due to the possibility of the carbon chain of a 
fatty acid existing as a right- or left-handed spiral. 

Lignocerin, the wax associated with lignoceric acid, after repeated 
recrystallisation melts at 79°, and has the formula C,,H,,0,. On 
hydrolysis with alcoholic potash, it gives (1) an acid identical with 
crude lignoceric acid, m. p. 79°, from which pure lignoceric acid, m. p. 
85°, can be separated, and (2) lignoceryl alcohol, C.,H; 90, m. p. 76° 
(acetate, fine, felted needles, m. p. 57°). On fusion with potash, 
lignoceryl alcohol yields the above-mentioned tetracosoic acid of 
m. p. 74°, and thus is not pure n-tetracosyl alcohol. To verify this, 
n-tetracosyl alcohol has been prepared by the reduction of the phenyl 
ester of n-tetracosoic acid by sodium in alcohol and is found to melt 
at 77°5° and give an acetate, concentric; needles, m. p. 57°, and a 
benzoate, m. p. 61-5°. In the preparation of tetracosoic acid the 


# methods previously employed are used (Brigl, loc. cit.) except that in 


thereduction of behenic acid to docosy] alcohol by sodium and alcohol 
the phenyl ester, fine needles, m. p. 66°, is used instead of an alkyl 
ester. 

The preparation of the following waxes from the corresponding 
alcohols and acid chlorides (in chloroform solution in the presence 
of quinoline) are described; cetyl palmitate, m. p. 53; docosyl 
behenate, white, lustrous scales, m. p. 75°; and n-tetracosyl tetra- 
cosoate, m. p. 80°5°. W. O. K. 


The Actual State of the Chemistry of the Fats. Eminz 
AnDRE (Bull. Soc. chim., 1922, [iv], 31, 459—525)—A useful 
summary of the present state of knowledge of the chemistry of 
the fats, including an outline of analytical methods, separation 
and identification of glycerides, and a discussion of the constitutions 
of the fats. W. G. 


Erucic Acid and Erucic Anhydride. III. D. Hoips and 
C. WitKE (Z. angew. Chem., 1922, 35, 289—291 ; cf. this vol., 
i,317, 519).—A detailed account is given of the methods tried and 
that finally adopted for the preparation of pure erucic acid from 
rape oil. The fractional distillation of the esters obtained by the 
methylation of the oil gave a methyl erucate, b. p. 243—248°/33 mm., 
216—225°/4 mm., from which on hydrolysis an erucic acid was 
obtained which, although having a sharp m. p. 34°, and the correct 
molecular weight of titration, showed a low iodine value, 71—72, 
indicating the presence of about 5% of saturated acids. 
Attempts to separate these by extraction of the lead salts with 
organic solvents such as ether, light petroleum, or chloroform 
failed, as the saturated acid salts also dissolved in presence of the 
large excess of lead erucate, nor could the iodine value of the 
impure acid be raised by fractional precipitation with lead or 
Magnesium acetate of a preparation which had previously been 
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partly purified through the methyl ester and recrystallisation from 
alcohol. The pure acid with an iodine value of 75°02 was eventually 
obtained by recrystallising the crude acid from alcohol first at 
temperatures below 0° to remove liquid unsaturated acids, and 
then at above 0° to remove the greater part of the saturated acids, 
and finally fractionally precipitating this product with a saturated 
alcoholic solution of lithium acetate whereby the saturated acids 
were thrown down first. The pure acid melts at 33°5°. Erucic 
anhydride was prepared by heating the acid with acetic anhydride 
in a sealed tube at 170° for seven hours. After purification, it 
formed microscopic, white prisms, m. p. 46°. It is decomposed 
by boiling water, boiling alcohol, and cold alcoholic hydroxide 
solutions, but it is stable towards cold dilute hydrochloric acid 
and aqueous alkali hydroxides. G. F. M. 


Humoceric Acid. Ossian Ascuan (Finska Kem. samfundets 
Medal., 1921, 30, 37—38).—A new substance was isolated from 
peat and designated humoceric acid. It has the composition 
C,,H;,0,, m. p. 72—73°, separates in colourless crystals from light 
petroleum and methyl alcohol, does not give the cholesterol colour 
reactions, and reacts instantly with Baeyer’s reagent. It is not 
identical with lignoceric acid, C,,H,,0,, m. p. 80°. 

CHEMICAL ABSTRACTS. 


Synthesis of «a-Hydroxyisopentacosoic Acid and _ its 
Bearing on the Structure of Cerebronic Acid. P. A. Levens 
and F. A. Taytor (J. Biol. Chem., 1922, 52, 227—240).—It has 
been shown that cerebronic acid is an «-hydroxypentacosoic acid 
(Levene and Jacobs, A., 1912, i, 936) and is converted on oxidation 
into a tetracosoic acid (Levene and West, A., 1913, i. 587) which 
is identical with lignoceric acid. According to Meyer, Brod, and 
Soyka (A., 1913, i, 1151), and to Levene and West (A., 1914, i, 1123), 
lignoceric acid differs from n-tetracosoic acid, a result which indi- 
cates that cerebronic acid is not a normal fatty acid. Brigl (A., 
1916, i, 463), however, from a comparison with the synthetic acid, 
considers that cerebronic acid is normal «-hydroxypentacosoic acid. 
The present authors attribute this result to imperfect racemisation, 
with consequent incorrect melting point, of the natural acid, and 
advance the following further proof of the identity of tetracosoic 
acid (from cerebronic acid) and lignoceric acid (cf. Brigl, this vol., 
i, 712). Tetracosoic acid, obtained from cerebronic acid, and 
lignoceric acid, from peanut oil, were converted by the same series 
of reactions into «-hydroxypentacosoic acid. Two series of com- 
pounds were thus obtained of which the corresponding members 
were found to be identical, thus establishing the identity of the 
first two acids and showing, therefore, that cerebronic acid does 
not contain a normal chain and is, consequently, «-hydroxy- 
lignoceropentacosoic acid. ‘ 

Lignoceric acid and tetracosoic acid (from cerebronic acid) were 
converted into lignoceryl iodide. The latter, when boiled in 
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alcoholic solution with potassium cyanide, gave lignoceryl cyanide, 
(gH ygON, m. p. 56°5°, which on hydrolysis with alcoholic sodium 
hydroxide yielded isopentacosoic acid, CogHy9*CO,H, m. p. 78°5°. 
By bromination, «-bromoisopentacosoic acid, C,,H,,Br°CO,H, m. p. 
70°, was obtained, from which dl-cerebronic acid, OH*C,,H,.°CO,H, 
m. p. 92°5°, was produced by boiling with aqueous sodium hydroxide. 
Bthyl isopentacosoate, Cy,Hy9*CO,Et, m. p. 57°, was reduced by 
sodium and alcohol to isopentacosyl alcohol, Cy,4H49*CH,°OH, m. p. 75°, 
and the alcohol converted into isopentacosyl todide, Cy,4Hy*CH,I, 
m. p. 51°5°, by means of iodine and red phosphorus. The latter, 
on reduction with zine and hydrochloric acid, gave isopenta- 
cosane, Cp;H;5, m. p. 56°. 

Lignoceric acid was also converted into isopentacosoic acid by 
the following reactions : «-hydroxylignoceric acid (cf. Meyer, Brod, 
and Soyka, loc. cit.) was first prepared. This was then oxidised 
by potassium permanganate in acetone solution to isotricosoic 
acid, Cy>H,;-CO,H, m. p. 73°5°. Reduction of ethyl isotricosoate, 
C,.H,;"CO,Kt, m. p. 55°5°, with sodium and alcohol gave isotricosyl 
alcohol, Cy>H,,*CH,°OH, m. p. 69°, which when heated with iodine 
and red phosphorus yielded isotricosyl iodide, C,.H,;*CH,I, m. p. 48°. 
By condensation with diethyl malonate this was converted into 
diethyl isotricosylmalonate, C,.H,;-CH,*CH(CO,Et),, m. p. 52°5°, 
which was then hydrolysed with alcoholic sodium hydroxide to 
isotricosylmalonic acid, C,.H,;-CH,*CH(CO,H),, m. p. 111°. The 
latter lost carbon dioxide at 180°, yielding isopentacosoic acid 
identical with that obtained above. E. 8. 


Action of Thionyl Chloride on a-Hydroxy-acids. E. E. 
Buatse and (MLLE) MontaGne (Compt. rend., 1922, 174, 1553 
1555 ; ef. this vol., i, 520).—Thiony] chloride reacts with lactic acid 
and with «-hydroxyisobutyric acid to give, not the chlorosulphite 
of the acid chloride, but a new type of compound, which the authors 
call anhydrosulphites of hydroxy-acids, the compound obtained 

CO—O 
from a-hydroxyisobutyric acid having the constitution | 80. 

CMe,°O 
The compound from lactic acid has b. p. 72—74°/19 mm., and the 
compound from hydroxyisobutyric acid has b. p.63°/21mm. Both 
these compounds are decomposed at 120—125° at atmospheric 
pressure, giving off sulphur dioxide and yielding polylactides which 
with alkalis give the corresponding hydroxy-acids. In contact with 
moist air, the anhydrosulphites revert to the original acid, and 
in the case of that from lactic acid an intermediate compound, 
m. p. 90°, having the constitution SO,H*O-CHMe-CO,H or 
HO-CHMe-CO-0-SO,H was isolated. With alcohols the anhydro- 
sulphites react readily, giving the esters of the hydroxy-acids, 
and with arylamines they yield the amides of these acids. With 
phenylhydrazine, on the other hand, they give thionylphenylhy- 
drazine and the hydroxy-acid. 
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In the original action of the thionyl chloride on lactic acid ther 
is obtained, in addition to the anhydrosulphite, some a-chlor. 
propionyloxypropionyl chloride, CHMeCl-CO,-CHMe:COCI, b. p, 
100—103°/19 mm., giving an anilide, m. p. 116-5°. Similarly, «. 
hydroxyisobutyric acid yields a-chloroisobutyryloxyisobutyryl chloride, 
CMe,Cl-CO-CMe,"COCI, b.p. 99—101°/17 mm., giving an anilide, 
m. p. 115°, and at the same time there is obtained some 
a-chloroisobutyryl chloride, b. p. 118—114°, and its anilide, m. p. 
69—70°. W. G. 


Succinic Acid. Ummrar6é Suzvxt and Yosniuiko Matsuyama 
(Japan Pat. 39210).—Ten grams of glutamic acid are gradually 
heated with 50 grams of concentrated nitric acid and 0-005 gram 
of vanadium oxide. When the evolution of gas has ceased, the 
solution is concentrated by evaporation. Succinic acid crystallises 
out as colourless prisms or plates, the yield being 5—6 grams, 
Sodium glutamate or gluten and metallic vanadium or vanadates 
can also be used for the purpose. K. K. 


Crystallographic -optical Properties of Calcium 
Fumarate and Maleate. Epcar T. Wurrry and Raymonp M. 
Hann (J. Washington Acad. Sct., 1922, 12, 288—296).—Calcium 
fumarate, C,H,O,Ca,2H,O, crystallises from water in blade-like 
crystals belonging to the orthorhombic system, a:b : c = 0-3970: 1: 
0-3772; d1-71+0-01. They are optically negative with extreme 
double refraction; the mean refractive index is 1-539. Calcium 
maleate, C,H,O,Ca,H,O, forms groups of interlacing needles, 
orthorhombic prisms the end faces of which are not: well developed; 
a:b6:¢ =0:779:1:0-643; d1-84+0-01. The double refraction 
is negative and weaker than in the case of the fumarate; the mean 
value of n is 1-571. There is no simple space relation between the 
two salts. The molecular refractions R, calculated from the 
formula R=V(n?—-1)/(n? +-1), where V is the molecular volume, 
are, for the fumarate 34-8, maleate, 30-8, the corresponding values 
calculated from the atomic constituents being 31-5 and 27-8. The 
refractivities due to structure are therefore 3-3 and 3-0, respectively, 
the higher value in the case of the fumarate being due to the fact 
that the ring system formed by the calcium atom bridging the two 
acid groups in the molecule is more complex in the fumarate than 
in the maleate. K. H. R. 


Conditions Underlying the Formation of Unsaturated and 
Cyclic Compounds from Halogenated Open-chain Deriv- 
atives. IV. Products Formed from Halogen Derivatives of 
Muconic Acid. The Constitution of Muconic Acid. Juan 
Prpick CHARLES CHANDRASENA and CHRISTOPHER KELK INGOLD 
(T., 1922, 121, 1306-1319). 


Synthesis of the Polyacetic Acids of Methane. VI. 
Methanetriacetic Acid and its Unstable Esters. CxyrisToPHER 
Kerk InGcoutp and Epwarp ArTuuR PEeRREN (T., 1922, 121, 1414— 
1420). 
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The Action of Trimethylene Chlorobromide on some 
Aliphatic Ketones. (Mite) Hftine Briton (Compt. rend., 
1922, 174, 1708--1711).—Haller and Bauer have shown that the 
dium derivatives of dialkylacetophenones react with trimethylene 
chlorobromide to give §-chloro-ketones (cf. A., 1911, i, 651). This 
isnow shown to be true of aliphatic ketones. The resulting chloro- 
compounds react with dimethyl- or diethyl-amine to give dimethyl- 
amino- and diethylamino-compounds respectively. The compounds 
described are »-chloro-888-trimethyl-heptan-y-one, 

CHMe,:CO-CMe,°CH,:CH,°CH,Cl, 
bp. 120—122°/20 mm.; «-dimethylamino-B38-trimethylheptan-a-one, 
b. p. 120°/22 mm.; «-diethylamino-£88-trimethylheptan-a-one, b. p. 
126—128°/20 mm.; _ »-chloro-8888-tetramethylheptan-y-one, hb. p. 
110—112°/12 mm.;_ «-dimethylamino-885-tetramethylheptan-a-one, 
b, p. 126—138°/20 mm. ;_ »-chloro-yyee - tetramethyl - octan-8-one, 
b. p. 124°/16 mm., 9-dimethylamino-yyee-tetramethyloctan-8-one, 
b. p. 188—140°/20 mm. Under similar conditions, pinacolin does 
not give a chloro-compound but a ketone which is apparently 


CHa 
pivaloyleyclobutane, CH, »CH:CO-CMe,, b. p. 97°/17 mm. 
\CH,% W. G. 


The Chlorohydrin of Mesityl Oxide and its Trans- 
formation into the Chlorohydrin of Tetramethylglycerol. 
PastURFAU and Henri Bernarp (Compt. rentl., 1922, 174, 1555— 
1557).—Mesityl oxide reacts with a mixture of calcium hypochlorite 
and boric acid to give its chlorohydrin [a-chloro-B-hydroxyisobutyl 
methyl ketone), HO-CMe,*CHCl-COMe, b. p. 81°/10 mm., and this 
with magnesium methyi iodide gives a compound which on decom- 
sition with water yields tetramethylglycerol chlorohydrin (y-chloro- 
ee eee HO-CMe,*CHCI‘CMe,°OH, m. p. 

P. W. G. 


2:3:6-Trimethyl Glucose. James CoLQuHOUN IRVINE and 
EpMunD LaneLEy Hrrst (T., 1922, 121, 1213—1223). 


The Constitution and Rotatory Powers of Mannitol and 
Fructose Complexes Formed in Solutions Containing Boric 
Acid and Sodium Hydroxide. Grorce VAN BARNEVELD 
Gmmour (T., 1922, 121, 1333—1340). 


The Action of Ozone on Pure Solutions of Lactose. C. W. 
ScHonEBAUM (Rec. trav. chim., 1922, 41, 422—424 ; cf. Annalen, 
1859, 110, 86).—It has been stated that lactose is not decomposed 
by ozone. The author finds that this is only true of neutral and 
acid solutions at both ordinary temperatures and 70°. In alkaline 
solution of 0°1N concentration, 30% of the lactose is decomposed 
after three hours’ ozonisation, whilst at 70° rapid neutralisation 


of the alkali takes place. This is due to the formation of formic 
c c* 
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acid, the primary decomposition product. In 4N-alkali, carbo 
dioxide is formed after one hour ; this and water are the final products 
of ozonisation. Ozone of low concentration was used. H.J.&, 


The Colloidal Nature of Saccharated Iron. C. Mannicy 
and C. A. Rogaun (Ber. deut. Pharm. Ges., 1922, 32, 158—166)— 
“ Saccharated”’ iron contains the metal as colloidal ferric hydroxide, 
and is in no sense a compound of sugar andiron. It gives a colloidal 
solution in water in consequence of the sugar and the alkali which 
also must be present. That none of the sugar is chemically con. 
bined with the metal appears certain from the fact that the colloid 


isolated by dialysis, by ultra-filtration, or by kataphoresis contains§ i 


an amount of sugar varying according to the method adopted from 
16°6 to 25°5%. An average value would require 16 atoms of iron 
to 1 mol. of sugar, which is a remotely improbable combination. 
It is concluded, therefore, that the iron is present entirely as colloidal 
hydroxide, which absorbs a certain amount of both sugar and 
alkali. The solution differs from dialysed solution of iron (Liquor 
Ferri Dialysatus) in that the particles are negatively charged 
in the former and positively in the latter, and the addition of 4—8 
drops of this to 5 c.c. of 5% solutions of saccharated iron results in 
complete flocculation. A similar precipitation of the iron is caused 
by neutralising the alkali with, for example, acetic acid or carbon 
dioxide; like many other colloids it is absorbed by relatively 
small quantities of charcoal, and a colourless filtrate may be 
obtained in which iron is undetectable. G. F. M. 


Alkaline Copper Oxide Solutions and Copper Oxide- 
Ammine-Cellulose Solutions. II. WitHetm Travse (Ber., 
1922, 55, [8], 1899—1912).—In a previous communication (this vol., 
i, 115), the action between copper ethylenediamine hydroxide and 
glycerol has been considered to take place in accordance with the 
equations: 2C,H;0,°CH,-OH + [Cu(en),)(OH), =—= 2H,0 + 
[Cu (en),](O-CH,°C,H;0,). and [Cu(en),](O*CH,°C,H;0,). + 
Cu(OH), = [Cu (en), |[O°CH,*CH(OH)-CH,:O},Cu + 2H,O. Itis also 
possible that the following equation represents the change : 
20H-CH,°CH(OH)-CH,-OH+2[Cu (en), ](OH), = 

[Cu (en), |(O*CH,-CH(OH)-CH,:O),Cu+-4H,0-+2 (en). 
The second possibility is now shown to be the more probable, since 
the reaction occurs with liberation of considerable amounts of 
ethylenediamine as is proved by the ability of the” solution” to 
dissolve silver oxide. The isolation of the compound %} 

[Cu (en), ][O*CH,-CH(OH)-CH,-0],Cu, 
in an almost homogeneous condition is now described. 

The conclusions thus drawn in the studies with glycerol can be 
extended to other polyhydroxy-substances, notably cellulose. The 
ability of copper oxide—ethylenediamine-cellulose solutions to dis- 
solve further quantities of copper oxide depends on the liberation 
of ethylenediamine, and the behaviour of Schweizer’s solution may 
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Carboni pe explained similarly. The difference between the behaviour of 
oducts the copper bases towards polyhydroxy-compounds and those of the 
metals silver, cobalt, nickel, zinc, and cadmium is accounted for, 
since only the former is able to form complexes in which the metallic 
NNicyf atom is fixed directly to the hydroxy-group of the polyhydroxy- 
66) compound. An uncertainty, however, appears to exist in the case 
‘oxide, of cobalt, since, according to the literature, the precipitation of 
lloidal this metal from its solutions as hydroxide by means of alkali is 
which§ hindered by the presence of glycerol in the same manner as is 
- com.§ the precipitation of copper hydroxide from copper solutions; the 
olloidf exception is only apparent, however, since the cobalt hydroxide 
ntains is present in the colloidal state (and not as the glycerate) and can 
| fromf be precipitated completely by barium sulphate. 

f irong Confirmation of the results obtained with copper ammine hydrox- 
ation. ides and polyhydroxy-compounds is afforded by the behaviour of 
loidal@ the former towards biuret. Copper ethylenediamine hydroxide 
‘and§ and biuret give the compound C,H,.0,N, .Cu,,H,O, lustrous 
iquor§ needles, m. p. 198° (decomp.), which is formed in accordance with the 
arged@| scheme : 2C,H;0,N,+-2[Cu(en),](OH),=[Cu(en),](C,H,0,N3),Cu+ - 


4—8# 4H,0+-2(en). 
Itsing It has been assumed that the solution of copper hydroxide in 
used] ammoniacal glycerol occurs in accordance with the equation: 
rbon } 2C,H,O,+2Cu(OH),+4NH,= 
ively Cu[CH,*O-CH(OH)-CH,:0},[Cu(NH,),]+4H,0. 
y be¥ The corresponding derivative from biuret, 
M. [Cu(NH,),][(C,H,0,N,).Cu] 

has been analysed. H. W. 
ide- 
Ber, Oxycellulose. Emm Heuser anp Fritz Sréckiet (Cellu- 


vol. # losechemie, 1922, 3, 61—74).—The formation of furfuraldehyde- 
and yielding groups is one of the constitutional characteristics of 
the J oxycellulose. The quantity of furfuraldehyde obtained is not 
' +i large. Whilst well-purified cotton yielded 0-3%, oxycellulose 
+ preparations generally yielded less than 10%. Higher yields of 
also # furfuraldehyde were recorded when the oxidation was carried out 
by chromic acid in such quantities that substantial losses of cellulose 

were incurred. For instance, an oxycellulose prepared by chromic 

on). acid with a yield of 66% gave 2-14% of furfuraldehyde, and, in 
nee J an extreme case, 12-5% of oxycellulose was obtained having a 
of] furfuraldehyde value of 3-89%. The presence of carboxylic 
to J groups in oxycellulose has often been suggested, but definite proof 
is now afforded by the observation that on distillation with 12% 
hydrochloric acid, oxycellulose yields small quantities of carbon 
dioxide. The carboxyl value of oxycellulose has been estimated 

be § by Lefévre’s method for the estimation of glycuronic acid; the 
he J values obtained were generally less than 1-0°%, but in the case of 
is- J highly oxidised chromic acid oxycellulose values up to 1-32% were 
on obtained. On hydrolysis with 1% sulphuric acid under pressure, 


ay | oxycellulose gave a residue of hydrocellulose with low furfuralde- 
cect 2 
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hyde and carboxy! values, and a solution containing the character. 
istic oxidised component. This substance yielded a barium salt 
having many of the characteristic properties of barium glycuronate, 
but differing from that salt.in its barium content. On complete 
hydrolysis by Willstiatter’s method, oxycellulose yielded a solution 
having a dextrose value about 10% lower than that obtained 
from cellulose and hydrocellulose; the residue from the digestion 
of oxycellulose with dilute sulphuric acid gave the normal dextrose 
value of hydrocellulose. Hence it is concluded that oxycellulose, 
prepared as a residue from the action of oxidising agents on cellulose, 
consists for the major part of cellulose in which there exists, either 
as a mixture or in combination, a small quantity of an inter. 
mediate complex, formed of a combination of cellulose with an 
oxidation product. This oxidation product has the characters 
of an aldehyde-carboxylic acid, and is probably derived either 
from a terminal alcoholic group of a cellobiose residue or from an 
aldehyde group developed by hydrolysis. J. F. B. 


New Diamine Compounds. PrtTer Bereett (7. physiol. 
Chem., 1922, 120, 220—226)—The following compounds were 
prepared by the interaction of the respective bases and acid chlorides: 
Di-«-bromopropionylpentamethylenediamine, 

CH,(CH,*CH,-NH:CO-CHMeBr),, 
crystallises in radiating needles arranged spherically, m. p. 135— 
136°. Di-«-bromoisohexoyl pentamethylenediamine, 
CH,(CH,°CH,*NH-CO-CHBr-CH,*CHMe,)., 
crystallises in leaflets, m. p. 127—128°. Di-8-naphthalenesulphonyl- 
pentamethylenediamine, CH,(CH,*CH,*NH:SO,°C,,H,)., crystallises 
in lustrous leaflets, m. p. 147—149°. 8-Naphthalenesulphony- 
iperidine, CypH,SO,NCCHeCH\ on, is a silky white precipi- 
pope SMT 2\CH,'CH./ y precip 
tate, m. p. 133—-134°. Dinaphthalenesulphonyl piperazine, 
CyoH,-S0,-N¢ CH CH n.50,-CyyH 
ott, Mantas \CH,°CH,/ 2V10tt7; 
is an indistinctly microcrystalline precipitate. 8. 8. Z. 


Betaines. I. Theory of Betaines. Pavt P. Prerrrer (Ber., 
1922, 55, [B], 1762—1769).--It is customary to ascribe a cyclic 
structure to the betaines, which, however, do not obey the usual 
stereochemical laws of ring closure. This is particularly noticeable 
with the betaines of the aromatic series in which compounds 
derived from p- and m- as well as those derived from o-aminobenzoic 
acid are known. Since, however, the entire chemical behaviour 
of the betaines causes them to be regarded as intramolecular 
quaternary ammonium salts, it is reasonable to apply to them the 
recent ideas on the constitution of salts as deduced by Debye 
and Scherrer, and to consider that positive and negative ionic 
charges are located in the molecule which may be formulated, 


Tracter. 
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0-0C--R—NMe, *. The sole difference in the structure of 
sodium chloride and betaine is that the ions are separated in the 
former and united by a chain of atoms in the latter. The formation 
of a betaine has, in principle, no connexion with ring closure ; the 
dectric polar charges attract one another, but the extent to which 
they actually approach one another depends on the configuration 
of the molecule. With para-betaines the trans-configuration of 
the molecule inhibits the approach of the groups, COO’ and NMe,*, 
and ring closure does not occur. This is true also of the meta- 
empounds. With the ortho-products, on the other hand, ring 
dosure is possible. The views thus put forward for the betaines 
are applicable to the amino-acids. 

The crystals of amino-acids or betaines are not exactly similar 
to those of salts or organic compounds. It must be assumed that 
in them, as in ordinary organic substances, the molecular lattice 
sructure is pronounced, but between the single molecules, in 
acordance with their bipolar nature, strong electrostatic forces 
are operative such as only occur otherwise in ionic lattices. It 
may therefore be stated that the amino-acids and betaines form 
molecular lattices with the general character of ionic lattices. 
An explanation is thereby afforded of the extremely high melting 
or decomposition points of these substances which are otherwise 
not related to their molecular complexity. The sparing solubility 
in organic media likewise receives an explanation. 

Similar stereochemical difficulties arise in the elucidation of the 
constitution of salts of dibasic organic acids with bivalent metals. 


The co-ordination formule, for example, [ xe —R-—- op | : Catt, 


ae probably to be assigned to them, @ normal ring not being 
present. 


Transformation of Alkylated Malonic Acids into «-Amino- 
acids. II. Syntheses of p-Phenyl-«-alanine and of «-Amino- 
n-butyric Acid. THEODOR CuRTIUS and WILHELM SIEBER (Ber., 
1922, 55, [B], 15483—1558 ; cf. Curtius and Sieber, A., 1921, i, 
(53).—It has been shown previously that potassium hydrazido- 
nalonate is convertible into glycine in accordance with the scheme: 
(0,K-CH,*CO-NH-NH, -—> CO,H-CH,°CO-N, 2, [CO,H-CH,*N:CO] 
720 , NH,°CH,°CO,H+CO,. Since also it was found that the 


i yield of «-alanine from methylmalonazidic acid is better than 
4 that of glycine from the lower homologue, the possibility of the 


peculiar applicability of the process to the more highly substituted 
acids has been examined. In this respect, the results are somewhat 
disappointing, since ethylmalonazidic acid is extensively hydro- 
lysed by boiling water to hydrazoic acid and ethylmalonic acid 
whereas benzylmalonazidic acid is insoluble in water and remains 
unaffected. In boiling ethereal solution, ethyl- and benzylmalon- 
azidic acids are converted into the corresponding carboxylic 
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fe -O 
anhydrides, CH,R-CHC | (R=Ph or Me), diketopiperazines, 
NH:-CO 


) CO 
CHR® CO NH\ cnr, and complex anhydrides, ( RCHC | ) 
x 


\NH:CO/ NH 


all of which are hydrolysed by concentrated hydrochloric acid 
under pressure with quantitative production of the hydrochlorides 
of the simple amino-acids. 

When solutions of the azidic acids in indifferent media are boiled, 
explosions occasionally take place without any apparent cause, as, 
for example, in dilute ethereal solutions from which solid has not 
separated. The conversion of the acids into the correspondin 
urethanes is therefore effected by the addition of absolute ethyl 
alcohol to the dry ethereal solution and subsequent slow distillation 
of the ether. The urethanes are thus obtained as oily liquids which 
generally contain small amounts of the corresponding polymolecular 
anhydride, and, less frequently, of the diketopiperazine derivative. 
The crude product is directly converted into the amino-acid hydro- 
chloride by treatment with hydrochloric acid in sealed tubes. The 
success of these methods of synthesising amino-acids depends 
greatly on the purity of the initial materials and the reagents. 

The conditions have been established under which ethyl benzyl- 
malonate is transformed almost quantitatively by alcoholic 
potassium hydroxide solution into potassium ethyl benzylmalonate. 
The latter is converted by anhydrous hydrazine in absolute alcoholic 
solution into potassium benzylmalonhydrazidate, 

CO,K-CH(CO-NH-NH,)-CH,Ph, 
anisotropic platelets ; the corresponding acid crystallises in 
small prisms, m. p. 163°, and gives the benzylidene derivative, 
CO,H-CH(CO-NH-N:CHPh)-CH,Ph, rectangular, anisotropic plate- 
lets, m. p. 152° (decomp.). Benzylmalonazidic acid, 
CO,H-CH(CO-N,;)-CH,Ph, 

is a heavy, yellow liquid which could not be caused to solidify. 
It is converted in ‘boiling ethereal solution into phenylalanine- 
N-carboxylic anhydride, m. p. 127—128° (decomp.) [the consti- 
tution of which is established by the observation that it is con- 
verted by cold aniline into carbon dioxide and phenylalanineanilide, 
CH,Ph-CH(NH,)-CO-NHPh, small, thin, feebly anisotropic prisms, 
m. p. 160—161°], polymolecular phenylalanine anhydride and 2: 5- 
diketo-3 : 6-dibenzylpiperazine. Phenylalanine hydrochloride crys- 
talises in anisotropic prisms, m. p. 234—235°. Benzylmalonazidic 
acid decomposes in boiling chloroform with the production of some- 
what ill-defined products which are convertible into phenylalanine 
hydrochloride. 

Ethylcarbonatophenylalanine and methylcarbonatophenylalanine 
could only be obtained as liquids which could not be caused to 
solidify or distilled without decomposition. 

Potassium ethyl ethylmalonate is transformed into potassium 
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dhyl malonhydrazidate, a very hygroscopic, crystalline mass ; 
the benzylidene compound of the corresponding free acid, 
(HEt(CO-NH-N:CHPh)-CO,H, prisms, m. p. 144° (decomp.), is des- 
cibed. Diazotisation of the hydrazidic acid leads to the formation 
of a substance, colourless, slender needles, m. p. 82—83°, which has 
not been investigated completely and ethylmalonazidic acid, a pale 
yellow liquid. Decomposition of the latter in boiling ethereal 
olution leads to the production of ethylmalonic acid and the 


CO-O 

arboxylic anhydride, CHEtC | , m. p. 113° (decomp.), which 
NH:CO 

isconverted by warm alcohol into polymolecular «-amino-n-butyric 


CO 
anhydride, [ cH | ,m. p. above 300° after becoming brown 
NH}, 


at about 250°. «-Aminobutyric acid hydrochloride crystallises in 
coarse, anisotropic prisms, m. p. 182°. 
Methylcarbonato-«-amino-n-butyric acid, CO,Me-NH-CHEt-CO,H, 
isobtained as a liquid which cannot be caused to solidify or distilled 
without decomposition by the action of a mixture of methyl alcohol 
and ether on ethylmalonazidic acid; it is transformed by concen- 
trated hydrochloric acid into «-aminobutyric acid hydrochloride. 
Ethyl «-amino-n-butyrate hydrochloride has m. p. 142°. H. W. 


The Synthetic Preparation of Carbamide from Ammonia. 
(. MaTIGNon and M. Frisacquzs (Ann. Chim., 1922, [ix], 17, 257— 
304)—A more detailed account of work already published (A., 
1920, ii, 250 ; 1921, ii, 33 ; this vol., ii, 272, 445). W. G. 


Semicarbazide Hydrochloride. Hipz0 Ocui (Japan Pat., 
39219).—Semicarbazide hydrochloride is prepared from _nitro- 
carbamide by electrolytic reduction. As catholyte a mixture of nitro- 
carbamide and ten times the quantity of 10% hydrochloric acid is 
wed and as anodal solution, 25% sulphuric acid. As a cathode, a 
lead cylinder is used and a spiral of lead tube as an anode, separated 
by means of a porous cell. The reaction is conducted at 0—S°, 
using a current of 1 ampere per sq. dem. and 4 volts. The product 
isobtained by evaporation of the catholyteina vacuum. K.K. 


Products of Polymerisation of Hydrocyanic Acid. 
E. GRIszKIEWICZ-TROCHIMOWSKI (Roczniki Chemji, 1921, 1, 
468—478).—The constitution NH,‘CH(CN), has been suggested 
for the trimeride of hydrocyanic acid. In order to verify the 
presence of the amino-group, two reactions were investigated, 
namely, condensation with aldehydes and the action of nitrous 
acid. The first reaction followed the course expected, and the 
following compounds were obtained. With salicylaldehyde, the 
salicylidene derivative, CH(CN),*N:CH-C,H,°OH, yellowish-green 
needles, m. p. about 235° (decomp.). With anisaldehyde, the 
anisylidene derivative, CH(CN),"N:CH:C,H,-OMe. With benzalde- 


i. 724 ABSTRACTS OF CHEMICAL PAPERS. 


hyde, the benzylidene derivative, CH(CN),*N:CHPh, brown plate 
m. p. 190° (decomp.). A benzoyl derivative of the trimeride wa 
also prepared, brown plates, m. p. 220° (decomp.), together with 


its unstable hydrochloride. Th 
The results with nitrous acid were not those expected; it wag 5! 
thought that a diazo-compound would be formed, from which¥ 42 
tartaric acid could be obtained by the following reaction :— = 
CH(CN),*NH,>CH(CN),*N:N-OH-> i, 82) 
(CN),CH-OH->[CH(OH)-C0,Hy,§ 40" 

The product of the reaction does not, however, decompose on _ 
conv’ 


boiling; it is obtained from the solution in orange prisms, m. D. 
about 145°, and is shown to be 4: 5-dicyano-1 : 2: 8-triazole. Qn 
sublimation at 140°, this is obtained in a colourless modification, 
Sy Ail thin tiedalhdention ME ted 
or which the constitution Ay: bon is suggested. 


The silver, copper, barium, potassium, and ammonium salts of 
the dicyanotriazole were prepared, also its 1l-methyl derivative, 
m. p. 57°5—58°5°. 

On hydrolysis with hydrochloric acid, the 4-amide of 1: 2:3. 
triazole-4 : 5-dicarboxylic acid is produced, m. p. 275°. By passing 
hydrogen chloride through an ethereal solution of the substance, 
the ethyl ester of 4-cyano-1 : 2 : 3-triazole-5-carboxylic acid is 
obtained, m. p. 114—115°, whence the acid, m. p. 225—226°, is 
obtained, and from this by hydrolysis with sulphuric acid the 
4 : 5-dicarboxylic acid, m. p. 195—196°, is produced. 

It is suggested that the dicyanotriazole may be produced from 
the nitrous acid by condensation of a diazotised, molecule of it 
with an undiazotised one. The results both with aldehydes and 
with nitrous acid, therefore, support the view that the trimeride 
of hydrocyanic acid is CH(CN),*NHg. R. T. 


Equilibrium in the System Ammonia-Mercuric Cyanide. 
S. R. Brinkuiey (J. Amer. Chem. Soc., 1922, 44, 1210—1216)— 
The vapour pressures of ammonia in the binary system ammonia- 
mercuric cyanide have been determined at 0° over a range from 
370 mm. to 1600 mm., and in the ternary system, ammonia- 
water—mercury cyanide the solubility curve has been determined 
at the same temperature. It is shown that the vapour pressures 
of the solutions are far below those required by Raoult’s law. 
The solid products, Hg(CN),,NH, and Hg(CN),,2NH,, have been 
isolated and have been shown to be the only additive compounds | 
between these two components at 0°. J.F.S. | 


The Solubility of Potassium Ferrocyanide. Rerrce H. 
VALLANCE (Chem. News, 1922, 125, 7).—The solubility of potassium 
ferrocyanide at temperatures up to 30° has been determined with 
the following results expressed in grams per 100 grams of saturated 
solution: 10°4°, 17°541; 13°8°, 19°067; 16°9°, 20°862; 20°4°, 
21°953 ; 23°1°, 23°074; 25-0°, 23°971. Determinations by previous 
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workers have given widely varying results. Evidence was obtained 
aff of a transition point in the neighbourhood of 18°. G. F. M. 


Thermochemical Researches on Oximes. II. The 
Stereoisomeric Ethyl Esters of Oximinoacetoacetic Acid. 
AuicoyA DORABIALSKA (Roczniki Chemji, 1921, 1, 448—467).—Ethyl 
oximinoacetoacetate has been described by Jovitschitsch (A., 1896, 
i, 82), who states that it may exist in two forms, both oils. The 
sform, according to him, differs from the «-, in that its sodium 
'§ hydroxide solution on acidification evolves carbon dioxide. The 
conversion is stated by him to be effected by the action of nitrous 
and sulphuric acids on the ester. Bouveault and Wahl (A., 1905, 
i, 506), however, only obtained one form, m. p. 56°, and the author 
finds that no conversion is effected by their method. The «-isomeride 
is prepared in various ways, including a hitherto undescribed 
method, whereby it is obtained from nitrosyl chloride and aceto- 
acetic acid ester. The purest form has m. p. 56°7°. A monohydrate, 
nm. p. 45°, is obtained in rhombic plates, and from analyses of the 
compound m. p. 56°7° it is concluded that it contains at least 
87% of the hydrate, which can be isomorphous with it, and has 
the same space structure. It is found that if the «-isomeride be 
left in strongly acid solution, and this is extracted with ether, a new 
nodification is obtained, m. p. 49°. This is the $-ester, mixed with, 
at the very least, 19% of the «-form. On solution in alkalis and 
reprecipitation, the a-form is regenerated. Attempts to produce a 
hydrochloride failed. Both forms were examined thermochemi- 
cally. The reactions studied were the formation of the sodium salt 
of both forms, from solutions and from the solidesters. Further, the 
heat of reaction with hydrochloric acid in ether solution, gy, was 
measured, and that of the solution of the oximes in water (8). 
The following values were obtained for the «-ester : g 8°85, duc 2°86, 
Q 4:83, and S—3°77, and for the mixed «$-ester: gyc 4°96, Q 6°14, 
and S—3°70. The heat of formation of the sodium salt is, for 
solutions of the esters, given by q, and with solid esters by Q, all 
figures being given in calories per millimole. 

For the £-ester, g is calculated to be 6°72, whilst for the mono- 
hydrate it is 8°77. The degree of hydrolysis of the sodium salt 
is found to be zero. The heat of reaction of the ester with a 


solution of nitrosyl chloride in toluene is 31°77 cal. per millimole. 
R. T. 


The Variation of Refractive Index and Density of 
Benzene with Temperature. Witiiam BayLey ParKER and 
GarTHA THOMPSON (T., 1922, 121, 1341—1343). 


Equilibrium in Liquid Mixtures of Ammonia and 
Xylene. CuHartes A. Kraus and Epwarp H. Zerrrrucus (J. 
Amer. Chem. Soc., 1922, 44, 1249—1260).—The total vapour 
pressure of liquid mixtures of ammonia and m-xylene has been 
determined for the entire range of compositions at 8°, 10°, 12°, 14°, 
15°, 17°, and 20°. Mixtures of liquid ammonia and m-xylene 


Se 


rears rmes 
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exhibit a critical end-point at 14-7° at a pressure of 6-85 atm. anda 
composition of 81-4 mol.% of ammonia. The composition of the 
liquid phases in equilibrium with each other in the three-phase 
system has been determined at all the temperatures mentioned 
above and at — 33-5°. At lower temperatures, the percentage of 
ammonia in the phase rich in xylene decreases very rapidly with the 
temperature. J. F.S. 


The Chlorination of Benzyl Chloride. 8S. C. J. Otivim 
(Rec. trav. chim., 1922, 41, 419—421; cf. Beilstein and Kuhlberg, 
Annalen, 1868, 146, 320).—The preparation of p-chlorobenzyl 
chloride by chlorination of benzyl chloride in presence of iodine is 
unsatisfactory, as, in addition to iodine derivatives which are 
difficult to separate, considerable quantities of the ortho- and traces 
of the meta-isomeride are also obtained. The product is not 
identical, as stated, with that obtained by chlorination of boiling 
p-chlorotoluene. ; H. J. E. 


Nitrotoluenes. VIII. Binary Systems of m-Nitro- 
toluene with another Nitrotoluene. James M. Bett and 
JosEPH L. McEwen. (J. Ind. Eng. Chem., 1922, 14, 536—537; 
ef. A., 1921, i, 234, 330).—Freezing-point curves have been 
constructed for binary mixtures of m-nitrotoluene with o- and 
p-nitrotoluene, respectively. In the system mz-nitrotoluene-p- 
nitrotoluene a single eutectic exists at — 2-8° corresponding with 
37% of the para-constituent, whilst in the system m-nitrotoluene-o- 
nitrotoluene the eutectic lies at — 31-65° and corresponds with 48% 
of the meta-constituent. In the latter case, a metastable curve is 
indicated which would have a eutectic at about —39°, corresponding 
with about 46% of the meta-constituent. J. F.S. 


Organic Radicles with Quadrivalent Nitrogen. III. 
HEINRICH WIELAND and Fritz Kéeu (Ber., 1922, 55, [B], 1798— 
1803).—An extension of the work of Wieland and Roth (A., 1920, 
i, 304). 

Di-p-toiyimitric oxide has been shown to yield a pale yellow, 
unstable, crystalline, additive compound with nitric oxide; this 
is now identified as di-p-tolylnitroamine, (CsH,Me),N-NO, since it 
is converted by hydrogen in the presence of palladium black into 
ammonia and di-p-tolylamine. 

Diphenyl-nitrogen oxide reacts with tetra-p-anisylhydrazine in 
absolute ethereal soliition, with the formation of di-p-anisylnitrogen 
oxide, m.p. 161°. The reaction probably occurs in accordance with 
the scheme: O°NPh,*N(C,H,*OMe), —-> NPh,*N(:O)(C,H,°OMe), 
—~> NPh,+0O:N(C,H,°OMe),. 

Attempts to prepare the hydroxylamine, NMe,°C,H,*-NPh-OH, 
did not lead to the desired result, since the bulk of the p-nitrosodi- 
methylaniline was recovered unchanged after the action of mag- 
nesium phenyl bromide on this substance; pp’-azodimethylaniline, 
m. p. 263°, was also produced in small amount. 
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N-Phenyl-N-p-tolylhydroxylamine, C,H,Me-NPh:OH, colourless, 
lustrous needles, m. p. 65—-66° (decomp.), is prepared by the action 
of magnesium phenyl bromide on nitrosotoluene. It is reduced by 
tin and hydrochloric acid to phenyl-p-tolylamine. Phenyl-p-tolyl- 
nitrogen oxide appears to be formed when an absolute ethereal 
glution of the hydroxylamine is treated with silver oxide and 
igited sodium sulphate at —5°; the garnet-red crystals are, how- 
ever, So unstable that they could not be analysed. 

Attempts have been made to apply the reactions characteristic 
of diarylnitrogen oxides to sodium nitrosodisulphonate (Fremy’s 
salt), (SO,Na).N:O, which appears to contain quadrivalent 
nitrogen. Its solution in water is rapidly decolorised by nitric 
oxide with formation of nitrous acid: O:N(SO,Na),*N-;Q ——— 
N(SO,Na),.°OH +HO:NO, but reaction only occurs in the presence 
of a trace of acid. Fremy’s salt is reduced by phenylhydrazine 
to nitrogen (evolved from the hydrazine) and hydroxylamine 
disulphonate. 

p-Nitroso-N-diphenylhydroxylamine cannot be dehydrogenated 
to the corresponding diarylnitrogen oxide; since inhibition is not 
caused by the presence of the nitroso-group, it is probable that the 
substance has the constitution OH*N:C,H,:NPh:O instead of the 
usually accepted NO-C,H,°NPh-OH. a. 


Naphthalenesulphonic Acids. IV. Solubilities of some 
Amine Salts of Naphthalenesulphonic Acids. H.Watzs (J. 
Ind.Eng.Chem.,1922, 14, 317—318).—The solubilities of salts formed 
by different naphthalenesulphonic acids with «- and $-naphthyl- 
amine were investigated. As hydrolysis occurs in some cases with 
water, N’/100-hydrochloric acid was used as solvent, the acid of 
this strength having no influence on the solubility. Of the di- 
sulphonates, the 1 : 5-a-naphthylamine salt, and the 2 : 6-8-naphthyl- 
amine salt are least soluble. As a general rule, the more symmetrical 
asalt, the lower is its solubility. The solubility curve of «-naphthyl- 
amine naphthalene-$-sulphonate shows an allotropic change at 
54°, and that of the corresponding «-sulphonate at 66°. A com- 
plete series of solubilities as determined between 25° and 98° is 


tabulated. Go & 


Catalytic Hydrogenations under Pressure in the Presence 
of Nickel Salts. I. Indene and Acenaphthene. JvLius 
von Braun and Geore Kirscupaum (Ber., 1922, 55, [B], 1680— 
1686).—The method adopted is essentially that due to Schroeter 
(this vol., i, 122), hydrogenation being effected under a pressure of 
10—15 atmospheres at a suitable temperature in an autoclave 
provided with stirring gear and in the presence of a nickel catalyst. 
At 200°, indene is very readily transformed into hydrindene, b. p. 
176°, the yields being theoretical. At 210°, technical acenaphthene 
which has been purified by a single crystallisation from alcohol is 
rapidly and quantitatively reduced to tetrahydroacenaphthene 
[tetraphthene], b. p. 115°/12 mm. The latter hydrocarbon is dis- 
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tinguished from hydrindene and tetrahydronaphthalene by it; 
ready susceptibility to oxidising agents. Whereas it is stable whey 
preserved in closed vessels and becomes coloured merely pale yellow 
by exposure to air, it behaves towards permanganate as an un- 
saturated compound. For this reason, its smooth nitration has not 
yet been accomplished. Tetrahydroacenaphthene is converted by 
acetyl chloride and aluminium chloride in the presence of carbon 
disulphide into 5-acetyltetrahydroacenaphthene, a colourless liquid, 
b. p. 180--181°/13 mm., which is oxidised by dilute nitric acid to 
benzene-1 : 2: 3 : 4-tetracarboxylic acid. The conclusive proof that 
the acetyl group enters the molecule in position 5 is deduced from 
a study of its dehydrogenation (von Braun, Hahn, and Seemann, 
following abstract). The compound gives a semicarbazone, m. p. 
240—241°, and an oxime, m. p. 148°. 

The treatment of tetrahydroacenaphthene with sulphuric acid 
at temperatures between 0° and 80° or higher leads mainly to the 
production of tetrahydroacenaphthene-4-sulphonic acid, leaflets, m. p. 
104—105° ; the sodiwm, calcium, and lead salts are described. The 
corresponding chloride, glassy needles, m. p. 69—70°, amide, m. p. 
154°, and anilide, m. p. 170°, are described. Reduction of the 
sulphonyl chloride by zinc dust in the presence of ether leads to the 
formation of tetrahydroacenaphthene-4-sulphinic acid, cubes, m. p. 
102—103°. Zine dust and sulphuric acid reduce the sulphonyl 
chloride to 4-thioltetrahydroacenaphthene, b. p. 167—169°/12 mm.; 
the corresponding methyl cther, b. p. 180—182°/10 mm., and 
disulphide, m. p. 129°, are described. Sodium tetrahydroace- 
naphthene-4-sulphonate is transformed with some difficulty and in 
poor yield by molten potassium hydroxide into 4-hydroxytetra- 
hydroacenaphthene, m. p. 98—99°. H. W. 


Benzopolymethylene Compounds. III. Dehydrogenation 
of Tetrahydronaphthalene, Hydrindene and Tetrahydroace- 
naphthene [Tetraphthene| Derivatives. Jvutius von Bravy, | 
Ericu Haun and Jon SEEMANN (Ber., 1922, 55, [B], 1687--1700).— 
The processes of substitution in the aromatic portion of tetra- | 
hydronaphthalene and of naphthalene follow different laws. In 
the former case, nitration, bromination, chlorination, etc., lead to 
a mixture of ar-a- and ar-$-derivatives which frequently are readily | 
separable from one another, whereas a-derivatives are formed from 
naphthalene, and the corresponding 6-compounds can often only 
be prepared by circuitous methods. Since, however, tetrahydro- 
naphthalene is readily re-converted into naphthalene, it appeared 
possible that a ready method of preparing otherwise difficultly 
accessible naphthalene compounds might be opened up through 
the tetrahydro-compounds. In a number of cases it is now shown 
that the dehydrogenation of the tetrahydronaphthalene derivatives 
can be effected smoothly. Unfortunately, a similar process does 
not appear to be applicable to hydrindene and its derivatives, 
since these substances are unaffected by mild treatment and the 
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molecule is extensively decomposed in circumstances which are 
ficiently drastic to induce reaction. On the other hand, tetra- 
jydroacenaphthene is readily dehydrogenated, yielding, according 
“Bio circumstances, acenaphthene or acenaphthylene. 
3-Ethyltetrahydronaphthalene is decomposed when distilled in 
Y™aatmosphere of carbon dioxide through a tube (empty or filled 
vith pumice coated with lead oxide) at 650° into 8-ethylnaphthalene, 
b, p. 251—252°/atmospheric pressure; at 600° very little action 
curs, Whereas at 700° the ethyl group is also eliminated and 
mphthalene is formed. Similar observations are made with 
stetrahydronaphthyl methyl ketone, the optimum temperature 
fr the conversion of which into $-naphthyl methyl ketone is 680— 
70°. The pure ketone has m.p. 53—54° and gives an oxime, 
p.p. 143—144°, a semicarbazone, m. p. 230°, and a phenylhydrazone, 
nm. p. 176—-177°. 

Tetrahydronaphthyl methyl ketone condenses with isation in 
boiling aqueous alcoholic, alkaline solution with the formation of 
).8-tetrahydronaphthylcinchoninic acid, m. p. 198—199° (decomp.) 


M. P. B ithe sodium and copper salts and the ethyl ester, needles, m. p. 86°, 
F the Bi ire described]. When heated until carbon dioxide ceases to be 
0 the Bevolved, the acid is converted into 2-8-tetrahydronaphthylquinoline, 
1. P. Bneedles, m. p. 75° (picrate, m. p. 191°; hydrochloride, m. p. 227°; 
onyl § nethiodide, m. p. 190°). The base is dehydrogenated by lead 
2M.; Foxide-pumice at 700° with formation in more than 50 % yield 
and § of 2-8-naphthylquinoline, m. p. 161° (methiodide, orange-coloured 
‘ace- @ rrisms, m. p. 188°). 
din § Tetrahydroacenaphthene is almost quantitatively transformed 
‘tra- @ by sulphur at 180° into acenaphthene; under similar conditions, 
y. the acetyl group of acetyltetrahydroacenaphthene is also affected. 
If, however, the latter is heated at 700°, a large amount of acenaph- 
ion @thylene is produced together with smaller quantities of incom- 
ce- @ pletely dehydrogenated acetyltetrahydroacenaphthene from which 
UN, J 5-acetylacenaphthene can be isolated in the form of its semi- 


carbazone. 

8-Nitrotetrahydronaphthalene suffers a complicated decomposi- 
tion when heated at a high temperature. On the other hand, it 
racts readily with bromine at 100°, giving a dibromonitrotetra- 
lydronaphthalene which could not be caused to crystallise ; the latter 
substance evolves hydrogen bromide at a somewhat higher tempera- 
ture, giving ®-nitronaphthalene, m. p. 79°, the yield being 96—98% 
if that theoretically possible. The process appears to be the best 


od J method favourable at present for the preparation of 6-nitronaphtha- 
ly lene when the pure tetrahydro-derivative is available. Unfor- 
h @ tunately, although the nitration of tetrahydronaphthalene is a 


simple operation, the separation of the «- and $-isomerides is some- 
what tedious. a-Nitrotetrahydronaphthalene is smoothly dehydro- 
genated in the same manner as the $-compound. If, however, the 
process is applied to the mixed tetrahydro-compounds a mixture 
of nitronaphthalenes is produced which cannot be separated by 
distillation or by crystallisation from alcohol, 
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8-Nitronaphthalene is readily brominated with the formatioy 
of 5 (or 8)-bromo-2-nitronaphthalene, needles, m. p. 131°, which js 
reduced by stannous chloride to 5 (or 8)-bromo-2-wminonaphthaleng 
colourless crystals, m. p. 35°, b. p. 207—210°/16 mm.; the corr 
sponding picrate, needles, m. p. 216°; hydrochloride, m. p. 265° afte 
darkening at 230° ; acetyl compound, m. p. 158°; benzoyl compound 
m. p. 109°, and benzylidene derivative, m. p. 63°, are described. The 
amine is converted in the usual manner into 5 (or 8)-bromo.2 
hydroxynaphthalene, colourless needles, m. p. 105°, but the yields 
are Only moderate owing to the simultaneous production of the 
compound, C,>H,BreN:N-C,)H;Br-NHg, cinnabar red needles, m. p, 
115°. The naphthol is oxidised by permanganate to 3-bromo. 
phthalic acid. H. W. 


The Pyrogenic Transformation of Fluorene. K. Dztrwok- 
SKI and J. SuszKo (Roczniki Chemji, 1921, 1, 387—410).—Fluorene 
vapour is passed under reduced pressure, through a quartz tube, 
heated to redness, and containing a coil of iron wire. The vapours 
condense to an oily solid, mainly unchanged fluorene, but contain. 
ing three other hydrocarbons, of the empirical formule C,,H,,, 
Cy,H,,, and C,,H,.. Graeber (A., 1893, i, 38) obtained a substance, 

264144, by passing fluorene vapours over heated lead oxide, but this 
substance, bidiphenylene-ethylene, is shown to be different from the 
substance of the same empirical formula obtained by the author. 

This hydrocarbon, difluorenylene (formula I) forms colourless 
prisms, m. p. 218°, and is identical with the hydrocarbon, C,,H,,. 
obtained by Klinges and Lonnes (A., 1896, i, 691) from tetraphenyl- 
enepinacolin, to which an asymmetrical structure was wrongly 
assigned. The picrate, reddish-brown needles, m. p. 202—203°, the 
dinitro-derivative, m..p. 360—365° (decomposition), and dihydroxy- 
derivative, colourless, rhombic plates, m. p. 269°, were prepared. 

The second hydrocarbon, dihydforubicene, C,,H,, (formula II), 
forming colourless needles, m. p. 296°, is obtained in small quantity 
only. The picrate, orange needles, m. p. 254—260°, is unstable. The 


or 


ceegeearese 
oe A yen kyr 
(I.) (III. ) 
third product, rubicene, C,,H,., forms deep red needles, m. p. 305°, 
and seems to be best prepared by thismethod. Pummerer (A., 1912, 
i, 182), who prepared it from phenanthraquinone, assigned to it the 
empirical formula C,,H,, and the structure III; this is shown to 
be incorrect, and the structure IV is assigned to it. The picrate, 
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reddish-brown needles, m. p. 258°, is unstable ; the dinitro-derivative, 
im brick-red needles, m. p. 440—442° (decomp.), and the dibromo- 
derivative, brownish-red needles , m. p. 378° (decomp.), were pre- 
red, also a rubicenedisulphonic acid, which is found to act as 
macid dye. Attempts to reduce the hydrocarbon did not lead to 
my definite results, whilst oxidation with chromic acid mixture 
am gives a yield of only 5% yellow plates, m. p. 203°, and of a feebly 
acid nature. R. T. 


+ viel ’ 

a the Aniline Arsenates. E. Paterno (Atti R. Accad. Lincei, 1922, 
;, I. p (v], 31, i, 165—169).—According to Béchamp, aniline forms a 
bromo. dianiline arsenate, m. p. 140°, which loses aniline at 180°, giving a 


monoaniline arsenate. The author finds that the former salt, which 
forms trimetric crystals, is always obtained when aniline is treated 
in the cold with aqueous arsenic acid. When distilled either in a 
yacuum at 60° or in a current of steam, or when left in a desiccator 
over sulphuric acid, the dianiline salt loses aniline, giving the mono- 
amiline salt, which forms vitreous prisms, m. p. 154°, belonging 
to the triclinic system ; if the fused salt is allowed to solidify, it then 
nelts at a somewhat lower temperature. The melting point of the 
dianiline salt varies for different samples and different modes of 
heating, from about 140° to about 150°, and cannot be determined 
exactly owing to the readiness with which the salt undergoes change. 
(ryoscopic measurements show that the monoaniline salt is hydro- 


or. 

urless§ lysed into two, and the dianiline salt into three molecules. 

oHig. Solutions of aniline in water and of water in aniline have also 

enyl-§ been investigated cryoscopically. The maximum solubility of 

mgly™# aniline in water is about 3°7% at —0°6° and that of water in aniline 
about 2°8°% at —5°4°; Alexéev (A., 1877, ii, 472) gave for these 


solubilities at the ordinary temperature 3°11°% and 4°58%, respec- 
tively, the latter being evidently too high. 7. es 


The Hydroferrocyanides and Hydroferricyanides of the 
Organic Bases. I. Wirtt1iam Murpocn Cummine (T., 1922, 
121, 1287—1298). 


isoNitriles. III. Reactions with the Hydrates of Halo- 
genated Aldehydes. M. PassErinti (Gazzetta, 1922, 52, i, 432— 
435).—The results previously obtained (A., 1921, i, 895) suggest 
that, in the reaction of an isonitrile with an aldehyde or a ketone 
in presence of an organic acid, the aldehyde or ketone first forms 
with the organic compound a labile additive compound of the 
structure, OH-CR,:O-CO-R, capable of reacting with isonitrile 
groups. The accuracy of this suggestion is supported by the fact 
that the analogous compounds formed by halogenated aldehydes 
with water, OH-CHR-OH, react with phenylcarbylamines yielding 
anilides of halogenated «-hydroxy-acids, R-N:C+-OH-CHR-OH= 
NHR-CO-CHR-OH. Thus, chloral hydrate and phenylcarbylamine 
yield 6-trichloro-«-lactanilide, and butylchloral hydrate and phenyl- 
carbylamine, $8 y-trichloro-«-valeranilide, 


i. 732 ABSTRACTS OF CHEMICAL PAPERS, 


8-T'richloro-«-lactanilide, NHPh-CO-CH(OH):-CCl,, crystallises jn 
colourless, elongated plates or flat needles, m. p. 147°, and is readily 
decomposed by alkali hydroxide or carbonate with quantitative 
loss of the chlorine. It is highly resistant towards the action of 
acids, but is converted into trichlorolactic acid when heated with 
excess of hydrochloric acid in a sealed tube at 80—100°. The com- 
pound, m. p. 164—165° (decomp.), described as trichlorolactanilide 
and obtained by Anschiitz and Haslam (A., 1890, 27) from aniline 
and tetrachloroethylidene trichlorolactate, may be an isomeride of 
the above compound. 

BBy-T'richloro-«-hydroxyvaleranilide, 

NHPh-CO-CH(OH)-CCl,-CHMeCl, 

forms colourless, highly refractive plates, m. p. 156-158°, and 
yields aniline and @8y-trichloro-«-hydroxyvaleric acid when heated 
in a sealed tube with hydrochloric acid. a & 


Akylation of Amines with Sulphonic Esters. Zouray 
Féxp1 (Ber., 1922, 55, [B], 1535—1543).—The reaction between sul- 
phonic esters and amines does not proceed more uniformly than that 
between amines and alkyl haloids. Quaternary salts are, however, 
obtained smoothly and quantitatively as the sole final product of 
the action of sulphonic esters on tertiary amines. Primary and 
secondary amines, on the other hand, give more or less uniform 
results. The process does not stop at the stage indicated by the equa- 
tion Ph‘SO,Me+-NH,Ph=NHMePh,Ph-SO,H, since the secondary 
base is partly displaced from its salt by unchanged primary amine 
(even when the latter is the relatively weaker) and then suffers 
further alkylation. The process is explained by the reversibility 
of the change NHMePh,SO,HPh+NH,Ph —>NH,Ph,SO,HPh+ 
NHMePh. This disadvantage can be remedied to some extent 
by using an excess of the initial amine, but this procedure 
suffers from the defect that it causes a displacement of the 
equilibrium in an unfavourable sense. The reactivity of phenols 
towards sulphonic esters has been found to diminish with increasing 
acidity of the phenolic hydroxy-groups. A definite relationship 
between reactivity and basicity, however, does not appear to exist 
in the case of amines, since the feebly basic and usually slightly 
reactive diphenylamine is attacked by sulphonic esters with the 
same vigour as methylaniline or aniline. 

The following substances do not appear to have been described 
previously : allyl-p-toluidine, b. p. 122—125°/12 mm. ; diallylanthr- 
anilic acid, transparent rhombohedra, m. p. 86° ; phenyltrimethyl- 
ammonium toluene-p-sulphonate, colourless, very hygroscopic crystals, 
m. p. 159° ; diphenylmethylamine ferrocyanide, C,;,H,N ,.2H,FeC,N,, 
colourless, somewhat unstable needles ; diphenylallylamine, a 
colourless liquid which rapidly becomes purplish-red, b. p. 185—190°/ 
12mm., about 320—325° (decomp.) /atmospheric pressure ; 1-methyl- 
pyridinium toluene-p-sulphonate, unusually hygroscopic crystals, 
m. p. 136—137°.; 1-allylpyridinium benzenesulphonate, very hygro- 
scopic crystals ; N-methylpapaverinjum toluene-p-sulphonate, m. Pp. 
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171° ; N-allylpapaverinium benzenesulphonate, m. p. 174—175°, pale 
yellow needles (++-2H,O), lemon-yellow rods (anhydrous) ; N- 
ilylbrucinium benzenesulphonate (anhydrous and trihydrate), m. p. 
148—150°, slight decomp. 150—160° and m. p. 238° after re-solidifi- 
cation ; benzenesulphonyldiallylamine, a pale yellow, viscous liquid, 
pb, p. 180—190°/11 mm., d# 1-086. 

Sulphonic esters can be used for the preparation of nitriles, since 
they react as easily as the alkyl sulphates with potassium cyanide. 

H. W. 


Reciprocal Induced Polarity Effects in Cresols and 
their Derivatives. Properties of the Isomeric Methoxy- 
benzyl Bromides. ArtTHUR LAaPwoRTH and JoHN BALDWIN 
SnonsMITH (T., 1922, 121, 1391—-1400). 


Tetranitromethane. V. Tetranitromethane as Nitra- 
ting Agent. II. Ericu Scumipt, Richarp ScHuMAcHER, WILLY 
BigzEN, and ADALBERT WAGNER (Ber., 1922, 55, [B], 1751—1759; 
ef. Schmidt and Fischer, A., 1920, i, 726, 727).—It has been shown 
previously (loc. cit.) that tetranitromethane in the presence of 
pyridine can effect the replacement of hydrogen attached to carbon 
atoms united by an olefinic double bond by the nitro-group. The 
entrance of the nitro-group, however, depends on the position of 
the double bond relatively to the aromatic nucleus. Allyl com- 
pounds (o-esdragole, safrole, eugenyl methyl ether, myristicin, and 
apiole) are unaffected, whereas the isomeric propenyl derivatives 
are transformed into the corresponding -nitro-compounds. Un- 
saturated compounds which are nitrated by tetranitromethane 
and pyridine with retention of the double bond are converted by 
tetranitromethane and alcohols into nitroalkyloxy-compounds thus : 

OQ 
in 
(H°‘CH:+R-°OH +(NO,),C——NO:NO,= 
*CH(OR)-CH(NO,)*+CH(NO,)s. 

The following individual substances are described: {-nittro-o- 
anethole, OMe*C,H,°CH:CMe‘NO,, m. p. 52—53°, b. p. 127—128°/ 
05 mm.; B-nitroisoeugenyl methyl ether, m. p. 72°; 8-nitroasarone, 
(,H,(OMe),*CH:CMe-NO,, m. p. 98—99°; 8-nitroisomyristicin, 
CH,O,:C,H,(OMe)*CH:CMe:NO,, m. p. 111—112°; 8-nitroisoapiole, 
(H,O,:C,H(OMe),°CH:CMe-NO,, yellow needles, m. p. 110—111°. 

The following compounds are obtained by the gradual addition 
of an alcoholic solution of tetranitromethane to a boiling solution 
of the unsaturated substance in alcohol; the solution is poured 
into water and extracted with ether. The ethereal solution is 
decolorised and treated for some time with an aqueous suspen- 
sion of magnesium oxide: -nitro-«-methoxydihydro-p-anethole, 
0Me-C,H,*CH(OMe)*CHMe:NO,, m. p. 49—50°, b. p. 133—135°/ 
0-5 mm. ; -nitro-a-methoxydihydro-o-anethole, needles, m. p. 63—64°, 
b. p. 127—128°/0-5 mm.; -nitro-a-ethoxydihydro-p-anethole, a pale 
yellow liquid, b. p. 137°/0-5 mm. ; 8-nitro-a-ethoxydihydro-o-anethole, 
a pale yellow liquid, b. p. 125°/0-5 mm.; $-nitro-«-methoxydthydro- 
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isosafrole, CH,O,:C,H,*CH(OMe)*CHMeNO,, colourless crystals 
m. p. 67—68°, b. p. 138—140°/0-5 mm. 

p-Nitrodimethylaniline is converted by tetranitromethan 
glacial acetic acid, and alcohol into methyl-p-nitrophenylnitrog. 


amine, m. p. 100—101°. Similarly, p-dimethylaminobenzonitrik§, 
gives p-methylnitrosoaminobenzonitrile, colourless crystals, m. »f, 


125°, and 2 :4-dinitrodiethylaniline is transformed into 2 : 4-dinitro. 
ethylaniline, m. p. 113—114°. H. W. 


Decomposition of Benzyl Disulphoxide. JoHn Armstroyg 
SMYTHE (‘T’., 1922, 121, 1400—1405). 


Organomagnesium Derivatives. A. Garcia BAnts and J, 
Pascua Via (Anal. Fis. Quim., 1921, 19, 326—-346; cf. Smidlin 
and Garcia Banus, A,, 1913, i, 50).—The reaction of Grignard 
reagents with certain aldehydes and ketones and in particular with 
benzaldehyde, is discussed with reference to the possibility that 
these organomagnesium compounds exist in two tautomeric forms, 
one of which is supposed to possess two active radicles and to be 
able to condense with two molecules of an aldehyde or ketone, 
Magnesium benzyl chloride, however, reacts normally with benzo- 
phenone and benzil; In the experimental portion, the reaction 
of magnesium benzyl chloride with benzil is studied. Equimole- 
cular proportions of these compounds in ethereal solution give 
benzoylphenylbenzylcarbinol (benzylbenzoin), CH,Ph°CPhBz:OH, 
obtained after recrystallisation in white needles, m. p. 120—121°, 
The crystals are triclinic. It gives a syn-oxime, m. p. 175—176°. 
The phenylhydrazone forms colourless crystals m. p. 115—116°, 
after softening at 61—62°. From the products of the reaction of one 
molecule of benzil with two molecules of magnesium benzyl chloride 
a-and §-deoxybenzoinpinacones, CH,Ph-CPh(OH)-CPh(OH)-CH,Ph, 
are obtained. The «-pinacone forms white prisms, m. p. 215—216°. 
They are rhombic tetragonaloid; a:b:c = 0-8746:1 : 0-7514 (?). 
The @-pinacone has m. p. 172—173° and forms white, monoclinic 
needles; a:c = 1:0-2475; B= 92° 7’. By varying the conditions 
of reaction dibenzyl may be obtained. G. W. R. 


Condensations of p-Nitrobenzyl Chloride with Cinnam- 
aldehyde and Furfuraldehydes. Ernst Kuirvucker (Ber, 
1922, 55, [B], 1634—-1654).—A solution of p-nitrobenzyl chloride 
in methyl alcohol is converted by cinnamaldehyde and potassium 
carbonate at 35—40° into a mixture of cis- and trans-«-pheny- 
/CHCeH, NO, 
5-p-nitrophenyl- A*Y-butadiene oxide, O< 
\CH-CH:CHPh 
separated by taking advantage of the readiness with which the 
cis-variety forms supersaturated solutions in alcohol. The cis- 
and trans-modifications have m. p. 115° and 148°, respectively. 
[p-Nitrobenzyl chloride is converted by potassium carbonate and 
methy! alcohol into 4: 4’ -dinitrostilbene and p-nitrobenzyl methyl 


, which are 


cis- 


is CC 


ORGANIC CHEMISTRY. i. 735 


rystak Moher, m. p. 26-—--27°}. The trans-variety is oxidised by potassium 
mmanganate in the presence of acetone to benzoic acid and 
pnitrophenylglycidic acid, m. p. 186—188° (decomp.), the identity 
of the latter being confirmed by converting it by means of con- 
entrated hydrochloric acid into §-thloro-p-nitrophenylpropionic 


ethane 
Nitrogo. 
ONnitrile 


Mm. placid, m. p. 167-—-168°. The similar oxidation of the cis-acid gives 
linitro.§ henzoic and cis-p-nitrophenylglycidic acid, m. p. 124—125°, which 


is converted by concentrated hydrochloric acid into cis-(?)-chloro- 
p-nitrophenyl propionic acid, m. p. 125—-126°. Either of the «-phenyl- 
}.p-nitrophenyl-A*Y-butadiene oxides, when suspended in anhydrous 
eher and treated with dry hydrogen chloride, yields a mixture of 
and J go and trans-«-phenyl-d-p-nitrophenyl-A“7-butadiene-yx-chlorohy- 
midlin § i" NO,°C,H,-CHCI-CH(OH)-CH:CHPh, m. p. 105—110°, which 
ignard § 8 converted by boiling glacial acetic acid into (?) p-nitrobenzyl 
r with @ Sury! ketone, m. p. 144° (the corresponding oxime, m. p. 121—-122°, 
- that § Could not be obtained in a perfectly homogeneous condition). 
orms 4 2 4 similar manner, p-nitrobenzyl chloride and furfuraldehyde 
‘give trans-p-nitrophenyl-2-furylethylene oxide, colourless crystals, 


. W. 


STRONG 


to b ; ‘ . 
hg m. p. 117°, and cis-p-nitrophenyl-x-furylethylene oxide, colourless 
enzo. § needles, m. p. about 85°. Either variety is converted by hydrogen 


ction § ‘lloride and ethyl alcohol into ethyl 6-p-nitrobenzylidenelevulate, 
nole. | NOs°CgHy’CH:CH-CO-CH,°CH,°CO,Et, m. p. 107°. ‘The correspond- 
ing methyl ester has m. p. 150°. Hydrolysis of the ester by boiling 


On glacial acetic acid containing a little concentrated sulphuric acid 
191° | leads to the production of 38-p-nitrobenzylidenelevulic acid, m. p. 
76°, | 169°, which is oxidised by potassium permanganate to p-nitro- 
|1g°. § benzoic and succinic acids. ‘The acid may also be prepared by the 
‘one | Condensation of p-nitrobenzaldehyde with levulic acid; the corre- 
ride 4 SPonding semicarbazone has m. p. about 210°. Ethyl §-p-nitro- 
Ph, | benzylidenelevulate gives two semicarbazones, C,5H, <6 ).N,, m. p. 
16° § 207—209° and 175—-180°, respectively. If a solution of cis- or 

9) § trans-p-nitrobenzyl-«-furylethylene oxide in hot ethyl or methyl 


? 
( ) alcohol is poured into boiling water, p-nitrobenzyl «-furyl ketone (*), 
pale yellow, prismatic crystals, m. p. 158—-159°, is produced (the 


ons 
‘ corresponding oxime, m. p. 136—138°, could not be obtained in 

the homogeneous condition). The ketone is oxidised by hydrogen 
n- § Peroxide in alcoholic alkaline solution to p-nitrobenzoic and 


pyromucic acids. H. W. 
ide Comparison of a-Campholanic Acid with Mahla and 
im § Tiemann’s Dihydrocampholenic Acid and with iso- 
eee iees.4 

yl. | Campholic Acid. P. Lier (Ber., 1922, 55, [B], 1883—1892).— 
aa agg acid (formula I) has been isolated by Mahla 
re § and Tiemann (A., 1900, rod e = 

i, 507) by a peculiar ~s <a ri - i , 
he | wansformation of cam- 
* phorimine, and its consti- : | | CMe, CO,H 
y. § tution has been deduced = : 
d | from its oxidative de- Hy — — = 4 
jl ¥ gradation. If the formula ; j 
assigned to it is correct, it must be produced by the hydrogena- 
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tion of «-campholenic acid (formula II), but according to yay 
Kregten (Diss., Groningen. 1910), this does not appear to be 
the case when the Sabatier-Senderens method is used. The author 
considers that the question can only be elucidated satisfactorjl 
by a study of the optically Inactive compound. He has therefore 
converted dl-camphor into dl-dihydrocampholenic acid on the one 
hand and into dl-«-campholenic acid on the other; the latter acid 
is hydrogenated by Skita’s method in acid and alkaline or neutral 
medium, thereby yielding trans- and cis-«-campholanic acids, the 
former of which is identical with the dl-acid prepared according to 
Mahla and Tiemann. 

Fission of the camphor ring with alkali leads to the formation 
of campholic acid, together with a small proportion of isocampholic 
acid. It has been suggested, without experimental evidence being 
adduced, that the latter acid is identical with «-campholanic acid 
(Mahla and Tiemann, loc. cit.). A comparison of dl-tsocampholic 
and dl-«x-campholanic acids shows that the substances are closely 
similar to, but certainly not identical with, one another. The 
supposed marked difference in strength between campholic and 
tsocampholic acids does not exist. 

dl-Camphoroxime is converted, according to Tiemann’s method 
(loc. cit.), into dl-«-campholenic acid, b.p. 148°2—-149-2° (corr.)/15 mm. 
(amide, m. p. 115--116°), which is hydrogenated in ethereal solution 
in the presence of spongy platinum to dl-cis-«-campholanic acid, 
b. p. 150-9—151-2° (corr.)/14 mm. [chloride, b. p. 102—-104°/16 mm., 
amide, lustrous leaflets, m.p. 129—130° (corr.); anilide, prismatic 
crystals, m. p. 140—141°]. The cis-acid is also obtained by the 
catalytic hydrogenation of «-campholenic acid, according to Sabatier- 
Senderens, in the presence of nickel as catalyst at 200°. On the 
other hand, treatment of «-campholenamide in ethereal methyl 
alcoholic solution with hydrogen in the presence of spongy platinum 
gives trans-a«-campholanamide, rectangular leaflets, m. p. 124:5— 
125° (corr.). dl-Camphoroxime is converted successively in accord- 
ance with the procedure of Mahla and Tiemann (loc. cit.) into 
dl-camphorimine nitrite, decomp. 160°, dl-dihydrocampholenonitrile, 
b. p. 112—117°/16 mm., and dl-dihydrocampholenic acid, which is 
identified with trans-«-campholanic acid [anilide, m. p. 136—137° 
(corr.)]. 

The following derivatives of dl-isocampholic acid are described: 
chloride, b. p. 88—89° (corr.)/10 mm.; amide, m. p. 109—110° 
(corr.); anilide, m. p. 137—139° after previous softening. 

H. W. 


The Spontaneous Decomposition of Imino-ethers. 
TREAT B. JonNSON and LAWRENCE W. Bass (J. Amer. Chem. Soc., 
1922, 44, 1341—1343).—Samples of carefully purified benzonitrile, 
benziminomethyl ether, benziminoethyl ether, benziminoisobutyl 
ether, and p-toluiminomethyl ether were kept for twenty-two years 
in sealed glass vessels and then examined. In every case, with the 
exception of benzonitrile, heavy, crystalline deposits of cyaphenine 
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combinations and also unaltered nitrile were found, the amount 
of dissociation and polymerisation varying with the ether. The 
pure benzonitrile showed no evidence of polymerisation. W. G. 


The Formation of Salts from Aromatic Nitro-com- 
pounds. I. Lirscuttz (Ber., 1922, 55, [B], 1631—1634).—Isomeric 
salts and esters from p-nitrophenylacetonitrile have been described 
by Jenner and Lifschitz (A., 1916, i, 45), who have ascribed to them 
, paraquinonoid structure. Their observations have been con- 
frmed by Opolski, Kowalski, and Pilewski (A., 1917, i, 25), who 
also claim to have isolated similar compounds from m-nitropheny]l- 
auetonitrile, which they regard as having a meta-quinonoid struc- 
ture. Repetition of the latter work with carefully purified m-nitro- 
phenylacetonitrile has not given evidence of the formation of such 
compounds. The spectrum of an absolute alcoholic solution of 
m-nitrophenylacetonitrile which has been treated with sodium 
ethoxide does not contain any characteristic bands and is not in 
any way analogous to that of the para-salts. These solutions are 
very unstable, so that even with rapid work distinct changes in 
absorption occur during the exposures. Recovery of the paranitrile 
from such solutions appears to be impossible. The preparation 
of the solid salts by means of ethereal sodium ethoxide could not 
be effected. H. W. 


The Addition of Bromine to the trans-Substituted 
Cinnamic Acids. C.F.van Dutn (Rec. trav. chim., 1922, 41, 402— 
418)—Measurements of the velocity of the reaction, in presence of 
different concentrations of hydrochloric acid, between bromine and 
the RESO" and RO. ions have been made, the latter 
being derived from the normal and acid sodium salts of the three 
sulphocinnamic acids. The results show that the reaction is of the 
bimolecular type and that the differences in the constants depend 
entirely on differences in the speed of reaction of the ions. Negative 
catalysis due to the presence of hydrogen ions does not occur. 
The small variations which are found in the constant for the reaction 
are attributed to the comparatively large changes in the concen- 
tration of the hydrochloric acid. The reaction velocities in the 
case of the normal sodium salts are so great that it is only towards 
the end of the reaction that measurements are practicable ; this 
involves considerable experimental error, so that the resulting 
figures are of value only from a comparative point of view. The 
rate at which the addition of bromine takes place, in the case of 
both ions, is greatest for the meta- and least for the para-com- 
pound; but the influence of the position of the sulphonic group is 
only of secondary importance compared with the retarding action 
exerted by that group. This is shown by comparing the results 
obtained by Barrett and Lapworth (T., 1908, 93, 85) for cinnamic 
acid, K >1000, with the values (29 to 52) obtained for the sulpho- 
cinnamic acids. H. J. E. 
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Betaines. II. Betaines of the Cinnamic Acid Series, 
PavuL PFEIFFER and GERHARD Hagrein (Ber., 1922, 55, [B}, 


1769—1788).—Theoretical considerations have led the author (this, 


vol., i, 720) to advance the formula,+NMe,—R—CO-O-, for the 
; ee betaines. An opportunity of testing its validit 
~~ a illinas lies in the preparation of betaines of the Pa 
C-CO-O cinnamic acid series, since, according to the older 

| methods of formulation (annexed formula) these 
substances cannot be conceived as capable 

of existence. Such betaines are found to be readily prepared, 
Methyl trans-p-dimethylaminocinnamate, pale yellow, lustrous 
leaflets, m. p. 135—136°, is prepared by the condensation of p-di. 
methylaminobenzaldehyde with methyl acetate in the presence of 
sodium. It gives a perchlorate, colourless, prismatic crystals, m. p. 
169—170°. It is hydrolysed by concentrated hydrochloric acid to 
trans-p-dimethylaminocinnamic acid, m. p. 220° (perchlorate, colour. 
less prisms, m. p. 196—197°). Ethyl trans-p-dimethylaminocinna. 
mate, prepared by esterification of the acid with ethyl alcohol and 
hydrogen chloride but apparently not obtainable from p-dimethyl. 
aminobenzaldehyde and ethyl acetate, crystallises in pale yellow 


leaflets, m. p. 76—78°. The methyl ester is converted by methylf- 


iodide into methyl trans-p-dimethylaminocinnamate methiodide, pale 
yellow leaflets, m. p. 174—176° when slowly, 186° when rapidly, 
heated. An aqueous solution of the latter is converted by moist 
silver oxide into trans-p-aminocinnamic acid trimethylbetaine. 
+ . : (annexed formula), colourless, lustrous 
ae hae —- leaflets, decomp. 214—220°. The sub- 
H-C-COO- Stance contains half a molecular proportion 
of water of crystallisation which cannot 
be removed without decomposing the betaine. The hydrochloride, 
[NMe,°C,H,-CH:CH-CO,H]Cl, colourless leaflets, m. p. 240° (de- 
comp.), after darkening at 215° and softening at 210°, the hydro. 
bromide, colourless, rhombic crystals, m. p. 225—230° (decomp.) 
after darkening at 210°, the iodide (from p-dimethylaminocinnamic 
acid and methyl iodide or from the betaine and hydriodic acid), 
pale yellow crystals, m. p. 190—191°, and the perchlorate, colourless, 
lustrous needles, are described. 

The stereochemical configuration of the dimethylaminocinnamic 
acid is established in the following manner. trans-Cinnamic acid 
is nitrated to trans-p-nitrocinnamic acid, m. p. 286°, which is also 
obtained by the condensation of p-nitrobenzaldehyde with anhy- 
drous sodium acetate in the presence of acetic anhydride. The 
nitro-acid is reduced to the amino-acid, which is converted into its 
methyl ester. The amino-acid is transformed by methy] iodide 
and sodium hydroxide into trans-p-dimethylaminocinnamic acid, 
m. p. 220°, which is identical with the product obtained from 
p-dimethylaminobenzaldehyde. 

The constitution of the betaine just described is somewhat 
obscured by the presence of water of crystallisation. The following 
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series of experiments was therefore performed. Methyl trans-p- 
jimethylaminocinnamate is converted by bromine into the corre- 
sponding dibromide, a viscous, yellow liquid, which is converted 
by warm glacial acetic acid into methyl trans-«-bromo-p-dimethyl- 
aminocinnamate, m. p. 96°. The ester is converted by hydrochloric 


.Aacid into trans-«-bromo-p-dimethylaminocinnamic acid, greenish- 


yellow leaflets, m. p. 175—176°. The methyl ester, when treated 
with methyl iodide, gives methyl trans-«-bromo-p-dimethylamino- 
cinnamate methiodide, pale yellow leaflets, m. p. 171—172°, which 


. [is transformed by moist silver oxide into trans-«-bromo-p-amino- 


oo 
cinnamic acid trimethylbetaine, NMe,°C,H,-CH:CBr-CO-O, long, 


-Bcolourless needles, m. p. 222° (decomp.) after softening at 218—219°, 


The corresponding hydrochloride, colourless needles, which darken 


‘Hat 205° but do not melt below 250°, and the hydrobromide, small, 


colourless needles which become brown at 190° but do not melt 


below 250°, are described. 


trans-«-Chlorocinnamic acid, m. p. 139° (cf. Sudborough and 
James, T., 1906, 89, 107), is converted by fuming nitric acid into 
trans-«-chloro-p-nitrocinnamic acid, pale yellow needles, m. p. 220— 
221° (cis-«-chlorocinnamic acid gives a nitro-acid, m. p. 152—153°), 
which is reduced by ferrous sulphate and ammonia to trans-c- 
chloro-p-aminocinnamic acid, which becomes brown at 219° but 
does not melt below 250°; the acid is conveniently characterised 
by conversion into its methyl ester, pale yellow needles, m. p. 123°; 


‘I the hydrochloride of the acid was analysed. The acid is converted 


by methyl iodide and sodium hydroxide into the betaine, which is 

isolated in the form of its hydrochloride, 
[NMe,°C,H,°CH:CCl-CO-OH Cl, 

pale yellow needles, which darken at about 170°, soften at about 

200°, but do not melt below 250°. The corresponding perchlorate, 

colourless leaflets, which darken between 230° and 240°, soften at 


\f 250—255°, but are not completely melted below 280°, is described. 


The free betaine is prepared-by heating an aqueous solution of the 
purified hydrochloride with silver oxide ; it crystallises in colourless 
needles, m. p. 252—256°, after previous darkening. H. W. 


Abietic Acid and certain Metal Abietates. Lawrence L, 
SrmELE (J. Amer. Chem. Soc., 1922, 44, 1333—1341).—Abietic 
acid may be prepared readily by boiling white rosin with 98% acetic 
acid under a reflux condenser for two hours and then, after filtering 


“I the mixture, leaving it overnight. The acid, when recrystallised 


from 98%, acetic acid, has m. p. 161—165°; mq 1-510, 7g 1-578, n, 
1618; [a}—80-0°, iodine value (Wijs) 168-5—171-1, acid value 
186. A number of abietates were prepared by adding a neutral 
solution of sodium abietate to an excess of an aqueous solution of a 
salt of the metal. All the abietates prepared, with the exception of 
the basic chromium salt, were soluble in benzene. The abietates 
described are those of lead, manganese, cobalt, nickel, chromium, 
and iron. W. G. 
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A Variety of Wax from Pine Needles and certain Abieti, 
Esters. H. P. Kaurmann and M. Frieprpacu (Ber., 1922, 55 
[6], 1508—-1517).—The dried residue left after the distillation of 
pine needles with steam is extracted with ether, benzene, and carbon 
disulphide, thereby giving a dark green, viscous mass the weight 
of which does not exceed 8—10% of that of the crude material and 
varies greatly with the season of the year. The isolation of the way, 
m. p. 64—65°, can be effected by repeated crystallisation of the green 
mixture from alcohol, but the process is considerably complicated 
by the presence of relatively large amounts of resin derived from the 
twigs (the complete separation of needles and twigs does not appear 
to be practicable). It is preferable to extract the residue with 
cold acetone in which the wax does not dissolve; the residue is 
distilled under diminished pressure, and the distillate is crystallised 
repeatedly from ethyl alcohol or acetic acid. The wax is hydro. 
lysed by alcoholic sodium hydroxide solution with unusual difficulty, 
giving a mixture of cetyl, ceryl, and myricyl alcohols. Stearic, 
palmitic, and hydroxypalmitic acids are present. 

The portion of the crude green wax which is soluble in acetone 
is a fat-like mass which contains phytosterol, and oleic, stearic, 
and abietic acids in the form of their esters; the presence of free 
abietic acid could not be established. 

Cetyl abietate, a yellow, waxy mass, m. p. 40°, is prepared by the 
action of cetyl iodide on silver abietate at 140°. Myricyl abietate 
is a dark brown, brittle substance resembling shellac. H. W. 

Investigations and Ring Closures in the Series of the 
Methylnaphthalenes. Fritz Mayer and ApotF Sieerirz [with 
E. Fiscusr, J. Hagen, R. June, W. Kytzs, C. Kont, F. Lisrmayy, 
W. NEUGEBAUER and TH. Scuv tre] (Ber., 1922, 55, [B1, 1835— 
1859).—The bromination of «-methylnaphthalene in carbon disul- 
phide solution in the absence of light gives mainly 4-bromo-l- 
methylnaphthalene, b. p. 162—-164°/12 mm. (picrate, m. p. 
123—-124°), and 4-bromo-l-bromomethylnaphthalene. The posi- 
tion of the bromine atom in the former is established by its con- 
version into 1-methylnaphthalene-4-carboxylic acid, colourless crys- 
tals, m. p. 175° (methyl ester, b. p. 192—-194°/12 mm.; ethyl ester, 
b. p. 203°/ 12 mm., chloride, b. p. 150—-160°/12 mm. ; amide, colour- 
less needles, m. p. 193°; anilide, colourless needles, m. p. 179°). 
The ethyl ester is transformed through the hydrazide (colourless 
needles, m. p. 154°) into the urethane, pink needles, m. p. 96°, from 
which the previously obtained 4-amino-1-methylnaphthalene, m. p. 
51°, is derived. 1-Methyl-4-naphthoyl chloride is converted by 
benzene and aluminium chloride into 4-benzoyl-1-methylnaphthalene, 
m. p. 174—175°, which is transformed by aluminium chloride at 
150° into 4-methylperibenzanthrone, m. p.115°. 4-Bromo-1-methy]l- 
naphthalene is oxidised by dilute nitric acid to 4-bromonaphthalene- 
1-carboxylic acid, colourless needles, m. p. 212° (methyl ester, colour- 
less needles, m. p. 42°, b. p, 195—200°/15 mm.). The oxidation of 
4-methylnaphthalene-1-carboxylic acid by permanganate in alka- 


223- 
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line solution gives naphthalene-1 : 4-dicarboxylic acid, colourless 
rods, m. p. 288° (methyl ester, m. p. 64°, b. p. 195—197°/12 mm.). 
a-Naphthylmethyl bromide yields «{-di-l-naphthylethane, 
mn. p. 161—-162°, when treated with magnesium and ether and 
subsequently with acetaldehyde. It is converted by sodium and 
ethyl acetoacetate into ethyl a-l-naphthylmethylacetoacetate, b. p. 
94-5—206°/12 mm., which is transformed by aqueous sodium 
hydroxide into naphthylpropionic acid and a-1-naphthylbutane-y- 
me, b. p. 186—187°/12 mm. (semicarbazone, m. p. 176—177°; 
oxime, needles, m. p. 89—91°). Reduction of the ketone with 
amalgamated zinc and hydrochloric acid gives «-1-naphthylbutane, 
a colourless, mobile liquid, b. p. 151—152°/14 mm. «-Naphthyl- 
methyl bromide reacts with ethyl malonate and sodium to give 
dhyl «-naphthylmethylmalonate, b. p. 221°/11 mm. [An interme- 
diate fraction contains a nuclear brominated methylnaphthalene, 
bp. 161—162°/11 mm. (picrate, m. p. 127—128°), which is not 
identical with 4-bromo-l-methylnaphthalene; on oxidation, it 
yields small amounts of a bromonaphthalenecarboxylic acid, m. p. 
115—216°.] The ester is hydrolysed to «-naphihylmethylmalonic 
acid, m. p. 160-—-163°, which gives @-1-naphthylpropionic acid, m. p. 
151°, when heated. The latter acid is converted by thionyl chloride 
into the corresponding chloride, b. p. 187°/12 mm. (amide, leaflets, 
m. p. 85°), which is transformed by aluminium chloride in the 
presence of light petroleum into 7 : 8-dihydrophenalone-9 * (annexed 
/\J\ formula), yellow leaflets, m. p. 85—-86° (oxime, m. p. 
| 124—-125°). «-Naphthylmethyl bromide and ethyl 
ethylmalonate yield ethyl ~-naphthylmethylethyl- 
fy malonate, b. p. 227°/12 mm., from which «-naphthyl- 
ocl CH, methylethylmalonic acid, needles, m. p. 151—158°, is 
CH obtained. The latter loses carbon dioxide at 150—160° 
2 and passes into «-l-naphthylmethylbutyric acid, b. p. 
2283—227°/15 mm. «-l-Naphthylmethylbutyryl chloride, b. p. 188° /12 
mm. (corresponding amide, m. p. 132°), is transformed by aluminium 
AP. chloride in the presence of light petroleum into 8-ethyl- 
7: 8-dihydrophenalone-9, a viscous, yellow liquid, b. p. 
oe, 195°/15 mm., which is reduced by amalgamated zinc 
and hydrochloric acid to 8-ethyl-7 : 8-dihydrophena- 
Bick on, lene, b. p. 167—-168°/16 mm. The phenalone is 
Ct transformed by magnesium ethyl bromide and distil- 
lation into 7 : 8-diethylphenalene (annexed formula), 
a yellow, odourless liquid, b. p. 185°/13 mm. The latter is 
oxidised by potassium permanganate to hemimellitic acid. 
a-Naphthylmethyl bromide and hexamethylenetetramine give an 
additive compound, colourless needles, m. p. 175—179° (indefinite), 
which is readily transformed into a-naphthaldehyde, b. p. 150— 
152°/13 mm. The latter is converted by nitromethane into «-l- 


* As the name in use, perinaphthindanone, is incorrect (cf. Stelzner, Lit.-Reg. org. 
Chem., 3, 41, 62) the author suggests that the parent hydrocarbon should be termed 
“phenalene,” an abbreviation of the structural name periphenonaphthalene. 
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naphthyl-p-nitroethylene, CygH,-CH-CH-NO,, yellow needles, m, p, 
87°5°, which is reduced by aluminium amalgam in the presence of ethey 
= a- naphthylacetaldoxime, C,,H,-CH,‘CH:N-OH, colourless needles, 

m. p. 118°. Treatment of the oxine with sodium amalgam, acetic 
acid, and alcohol gives a-naphthylethylamine, C,)H,*CH,°CH,: ‘NH,, 


b. p. 170—173°/16 mm. (hydrochloride, m. p. 243—248° ; acetyl derit 6-met 
ative, colourless needles, m. p. 91°). The amine is also prepared 9.me 
from g-1-naphthylpropionic acid by successive conversion intof magr 
the corresponding hydrazide, needles, m. p. 125—126°, azide, and | ; 2- 
urethane, colourless, lustrous leaflets, m. p. 50—51° and_ hydrolysis tine 
of the latter. (pier 

4-Bromo-a-naphthylmethyl bromide, needles, m. p. 103—104°, is g- 
converted by alcoholic sodium ethoxide solution into 4-bromo-f mag: 
a-naphthylmethyl ethyl ether, b. p. 185—187°/17 mm. napl 


a-4-Bromonaphthylacetonitrile, needles, m. p. 82°, is hydrolysed godi 
co—cH, a-4-bromonaphthylacetic acid, colourless needles,§ 918- 
2m. p. 149—150°. The corresponding chloride, a yellow pota 

| L liquid, b. p. 110—112°/12 mm., and amide, colourless --9., 
iNZ needles, m. p. 182°, are described. The chloride§ pee 
a a5 2 is transformed by aluminium chloride in the presence § The 


br of nitrobenzene into 5-bromoacenaphthenone, colou-§ mm 
less needles, m. p. 174—175° (oxime, needles, m. p.§ mm 


215—216°). n. 
4-Bromo-x-naphthylmethyl bromide reacts with ethyl sodio-§ m.1 
malonate to give ethyl 4-bromo-a-naphthylmethylmalonate, leaflets, § 54° 


m. p. 55°, b. p. 237°/14 mm., which is transformed by boiling glacial § peti 
acetic and hydrochloric acids into B-4-bromo-a-naphthylpropionic acid, § Rth 
leaflets, m. p. 148°; the chloride of the latter, b. p. 195°/10 mm.,§ 995 
is converted by aluminium chloride into 7 :8-dihydrophenalone-9 § mai 
(see above). butt 
4-Bromo-a-naphthaldehyde, colourless needles, m. p. 85°, is§ mn 
prepared from 4-bromo-a-naphthylmethyl bromide and _hexa- ‘ 
methylenetetramine and is converted by sodium acetate and / 
acetic anhydride at 160—165° into 6-4-bromo-o-naphthylacrylic acid, | 
slender, pale yellow needles, m. p. 250—251°. \ 
6-4-Methoxy-a-naphthylpropionic acid is transformed successively 
into the chloride and 7 : 8-dihydrophenal-9-one. 
1-Bromo-2-methylnaphthalene, b. p. 165—170°/13 mm., 290— § mr 
295°/760 mm. (picrate,m. p. 113°), is converted in the manner § 0x: 
described for the a-series into 2-methylnaphthalene-1-carboxylic acid, | 
colourless prisms, m. p. 126—127°. The acid cannot be esterified J ad 
with alcohol and hydrogen chloride ; its oxidation to a dicarboxylic § 6-1 
acid could not be effected. The chloride, b. p. 170—172°/20 mm., § 70. 
ethyl ester (from the chloride), b. p. 180—183°/15 mm., methyl ester, J 8-1 
b. p. 168—170°/15 mm., amide, m. p. 143°, and anilide, m. p. fre 
167—168°, are described. The ester is transformed by an ethereal J m. 
solution of hydrazine hydrate into a mixture of bis-2-methyl-1- | [hy 
naphthoylhydrazine, m. p. 234°, and the normal hydrazide, cubes, ¥ 10 
m. p. 164°. The latter is converted in the usual manner into the 
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Ih urethane, m. p. 135°, and 1-amino-2-methylnaphthalene. 1-Benzoyl- 


9.methylnaphthalene, prisms, m. p. 74°, b. p. 240—245°/15 mm., is 
prepared from 2-methyl-1-naphthoyl chloride and benzene or from 
benzoyl chloride and 2-methylnaphthalene in the presence of 
aluminium chloride; it is transformed by aluminium chloride into 
6-methylbenzanthrone, bronze-coloured leaflets, m. p. 195°. 1-Bromo- 
9methylnaphthalene is converted by the successive action of 
magnesium in the presence of ether and methyl sulphate into 
1;2-dimethylnaphthalene, b. p. 137°/13 mm., d'{® 10118 
[#1011], ny’ 160691, nj} 161461, ns 1°63613, np 1°6142, 
(picrate, m. p. 129° after softening at 126°). 
8-Naphthylmethyl bromide has b. p. 168—172°/12 mm., Its 
magnesium compound is converted by acetaldehyde into a8-di-2- 
naphthylethane, m. p. 182°. @-Naphthylmethyl bromide and ethyl 
sodioacetoacetate give ethyl -naphthylmethylacetoacetate, b. p. 
218—220°/13 mm., which is hydrolysed by methyl alcoholic 
potassium hydroxide solution to $-2-naphthylpropionic acid and 
a-2-naphthylbutane-y-one, m. p. 50°, b. p. 190—200°/13 mm. (oxime, 
needles, m. p. 115—116°; semicarbazone, needles, m. p. 173°). 
The ketone is reduced to a-2-naphthylbutane, b. p. 125—130°/13 
mm. Ethyl 6-naphthylmethylmalonate has b. p. 214—216°/13 
mm., and is hydrolysed to $-naphthylmethylmalonic acid, needles, 
m. p. 94—95°, from which §-2-naphthylpropionic acid, leaflets, 
m. p. 134—135°, is prepared. The chloride of the latter acid, m. p. 
54°, is converted by aluminium chloride in the presence of light 
petroleum into 4 : 5-benzoindan-1-one, colourless needles, m. p. 103°. 
Ethyl @-naphthylmethylethylmalonate, a colourless liquid, b. p. 
225—227°/13 mm., is converted successively into $-naphthylethyl- 
malonic acid, colourless crystals, m. p. 150°, a-2-naphthylmethyl-n- 
butyric acid, b. p. 225—227°/13 mm. (ethyl ester, b. p. 159—196°/13 
mm., amide, needles, m. p. 108°), a-2-naphthylmethyl-n-butyryl 
/N YL chloride, a heavy liquid, b. p. 190—195°/13 mm., 
(“ ; = a Ge ee es baa 
~ ormula), colourless needles, m. p. 54°, b. p. 
ws & 195—200°/13 mm., the oxime and eb Foal 
C—CHEt 220n¢ of which could not be prepared. 
: 2-Ethyl 4 : 5-benzoindane has b. p. 157—160°/14 
mm. 2: 3-Diethyl-4 : 5-benzoindene, b. p. 205—207°/16 mm., is 
oxidised by nitric acid to mellophanic acid. 
8-Naphthylmethyl bromide and hexamethylenetetramine give an 
additive compound, colourless leaflets, decomp. 160°, from which 
8-naphthaldehyde, m. p. 61°, b. p. 155—160°/13 mm., is prepared in 
70—80% yield. The aldehyde is converted by nitromethane into 
8-nitro-a-2-naphthylethylene, yellow needles, m. p. 123°, which is 
reduced to §£-naphthylacetaldoxime, colourless, lustrous needles, 
m. p. 120°, and 8-2-naphthylethylamine, b. p. 160—165°/15 mm., 
(hydrochloride, m. p. 250° (decomp.); acetyl derivative, m. p. 
109—110°]. 
1-Bromo-8-naphthylmethyl bromide, needles, m. p. 107—108°, 
dd2 
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prepared by the bromination of 1-bromo-2-methylnaphthalene at 
240—245,° is converted successively into 1-bromo-8-naphthyl. 
acetonitrile, needles, m. p. 127°5°, and 1-bromo-B-naphthylacetic acid, 
needles, m. p. 194° (methyl ester, b. p. 210—215°/18 mm.). It i 
transformed by hexamethylenetetramine into 1-bromo-2-naphthalie. 
hyde, needles, m. p. 118° (oxime, m. p. 164—166°), which is oxidised 
to 1-bromo-2-naphthoic acid, needles, m. p. 186°. With ethyl sodio. 
malonate, the bromide gives ethyl 1-bromo-8-naphthylmethylmalonate, 
leaflets, m. p. 79—80°, b. p. 250—260°/15 mm., which after hydro. 
lysis and loss of carbon dioxide yields 8-1-bromo-2-naphthylpropionic 
acid, leaflets, m. p. 125° (methyl ester, m. p. 86—87°, chloride, b. p. 
210—220°/20 mm., amide, needles, m. p. 164°). 4-Bromo-5: 6- 
benzoindan-1-one, CgHsBrC * CBs has m. p. 152° [oxime, m. p. 
222—225° (decomp.)]. Reduction by Clemmensen’s method gave 
a somewhat impure hydrindene, m. p. 92°. H. W. 


Isomeric Sulphonimides of Naphthoic Acid, a Contribu- 
tion to the Theory of Dulcegenic Groups. H. P. Kaurmayy 
and H. Zope. (Ber., 1922, 55, [B], 1499—-1508).—A series of sub- 
stances is described which have a constitution analogous to that of 
“saccharin ’’ but contain the naphthalene instead of the benzene 
nucleus. In chemical behaviour they resemble “ saccharin ” very 


closely. Unlike the latter, however, they have a pronouncedly 


bitter taste, which is still more marked in their freely soluble salts 
with the alkali metais. 
8-Naphthylamine-1-sulphonic acid is diazotised and the product 
is converted by potassium cuprocyanide solution into 2-cyanonaph- 
thalene-1-sulphonic acid, the potassium salt of which is transformed 
by phosphorus pentachloride and phosphoryl chloride at 140° 
into 2-cyanonaphthalene-1-sulphonyl chloride, pale yellow needles, 
m. p. 92°. The latter is converted by an excess of ammonia dis- 
solved in boiling alcohol into 2-cyanonaphthalene-1--sulphonamide, 
CoH Cate) > , large, colourless cubes which do not melt below 
300°, and is transformed by hot aqueous sodium hydroxide 
solution into 2-naphthoic-1-sulphonimide [‘‘ naphthasaccharin 1”) 
SO._NH (annexed formula), m. p. 267° (decomp.); the 
ANY 2 corresponding sodium salt, cubes (-+ 2H,O) and 
/ \“ \—CO lead salt, anhydrous needles, are described. The 
{ ON ) sulphonimftde condenses with resorcinol in the 
presence of concentrated sulphuric acid at 
150—180° with the production of the corresponding sulphurein, 
Oo3H,0,8. ‘ ne 
The preparation of 1-naphthoic-2-sulphonimide [“‘ naphtha- 
saccharin II’’] has been described independently by Kalcher 
(cf. Behrend, A., 1918,i,413). 1-Cyanonaphthalene-2-sulphonamide, 
colourless crystals, m. p. 294°, is obtained by the action of the 
calculated quantity of ammonia on ]-cyanonaphthalene-2-sulphony! 
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chloride dissolved in benzene (the corresponding compound obtained 


ne at by Kalcher is regarded as the y-amide). 1-Naphthoic-2-sul- 
Mathyj. honimide is converted by resorcinol and aluminium chloride 
* acid, into the “‘saccharein,” C,3H,,O;NS, and by resorcinol and con- 
It is centrated sulphuric acid into the sulphurein, CygH,,0,8. 

valde. 3-Amino-2-naphthoic acid is diazotised and the diazonium com- 
dised pound is transformed into the disulphide, which is reduced by 
= powdered iron in boiling alkaline solution to 3-thio]-2-naphthoic 

e 


acid. Oxidation with potassium permanganates converts the 
latter into 3-sulpho-2-naphthoic acid which, with phosphorus 


tonic pentachloride at 140°, gives the corresponding dichloride, pale 
b. . yellow prisms, m. p. 159°. The latter is transformed by ammonium 


carbonate into the 2-naphthoic-3-sulphonimide, slender, colourless 
needles, m. p. 288°; the sodium salt, cubes (+-2H,O), and lead salt, 
anhydrous, colourless needles, are described. 
1-Cyanonaphthalene-8-w-sulphonamide, cubes which do not melt 
below 300°, is prepared from a-naphthylamine-8-sulphonic acid 
through the cyanosulphonic acid and the corresponding chloride. 


bu- § It is converted by aqueous sodium hydroxide solution into the 
‘NN § |-naphthoic-8-sulphonimide, colourless needles, m. p. 255—265° 
ub- § (decomp.); the corresponding sodium salt, cubes (+2H,O), and 
i of & lead salt, colourless, anhydrous needles, are described. H. W. 

- 4-Nitrosalicylic Acid. HrEtsanurd Konpé, Tomoicui 
lly NakagIma, and Gord Mcuraxawa (J. Pharm. Soc. Japan, 1922, 
lts § 25—369)—Ullmann and Uzbachian (A., 1903, i, 626) oxidised 


4-nitro-2-acetylaminotoluene with potassium permanganate, and 
regarded the product as 5-nitro-2-acetylaminobenzoic acid (from 


ict 
h. § its m. p. 221°, etc.). The authors have repeated the work and 
od & obtained light yellow needles, m. p. 221°, the decomposition of which 


by boiling with 15° hydrochloric acid gave 4-nitro-2-amino- 
benzoic acid, yellowish-red needles, m. p. 263—-264° (decomp.), 
giving the ethyl ester, vellow plates, m. p. 97—98° (Seidel, 89—91°). 
The acid was converted into 4-nitrosalicylic acid, small, yellow 
needles, m. p. 234—235° (Ullmann, 226°; Borsche, 235°), and its 
ethyl ester, light yellow needles, m. p. 86—-87°. It follows that 
Ullmann and Uzbachian’s acid is 4-nitro-2-acetylaminobenzoic 
acid. The process is recommended for the preparation of 4-nitro- 
salicylic acid. The latter was reduced electrolytically to 4-amino- 
salicylic acid, small, slightly coloured plates, m. p. 149—151°; 
hydrochloride, small, yellow leaves, m. p. 222—-223° (decomp., 
Seidel, 220°); it gives a purple-red coloration with ferric chloride. 

On the other hand, 4- and 5-nitrosalicylic acids and other com- 
pounds were prepared from £-nitrophthalimide according to the 
directions of Seidel and Bittner (Monatsh., 1891, 23, 435) for 
comparison with the compounds above described. Correction of 
m. p. is given in some cases. Ethyl 5-nitro-2-aminobenzoate has 
m. p. 150-—-151° (Seidel, 146°). 5-Aminosalicylic acid was prepared 
electrolytically from 5-nitrosalicylic acid. It is unmelted at 260° ; 
its acid sulphate, white needles, has m. p. 236—-237° (Beilstein, 
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234°); the hydrochloride crystallises in hexagonal plates. Its 
aqueous solution gives an indigo coloration with ferric chloride, 
thus differentiating it from the 4-isomerides. K. K 


Polysalicylides. V. Paowini and S. Sceipa (Atti R. Accad, 
Lincet, 1922, [v], 31, i, 378—J80)——Like the acetyl derivative 
(Giorn. Chim. Ind. Appl., 1921, 3, 403), other similar derivatives 
of salicylic acid, such as benzoyl-, propionyl-, and -butyryl- 
derivatives and the acetyl compound of Boehringer’s diplosal or 
salicylosalicylic acid (A., 1909, i, 803; 1910, i, 386), undergo decom. 
position when heated at about their melting points, benzoic, 
propionic, etc., acid being liberated and a colourless or yellow, 


CO 
vitreous, polymerised salicylide or depside, (CoH, < d ),,. formed 


The latter represents a mixture of various polymerides of different 
complexity, the molecular weight being six to ten times that of 
salicylide. All these products are converted solely into salicylic 
acid when hydrolysed by means of alcoholic potassium hydroxide. 


=> BF. 


Catalytic Racemisation of Optically Active Acid Amides. 
AuLrx. McKenzie and Isoret Aanes Smith (T., 1922, 121, 1348— 
1361). 


The Condensation of Methyl s-Naphthol-3-carboxylate 
with Methyl n-Opianate. Karu Stosius (Moinatsh., 1922, 43, 
43—47).—Opianic acid itself does not condense with methyl 
2-hydroxy-3-naphthoate, but its methyl ester condenses slowly 
in ethereal solution in the presence of hydrogen bromide. The con- 

HO co.H_ densation is more sluggish than the 

— —.* similar condensation of benzaldehyde 

4 cH » with methyl 2-hydroxy-3-naph- 

- rs. thoate. The failure of opianic acid 

MeO CO-0 itself to condense supports the view 

‘a that this acid in the free state exists in 

the pseudo- or lactonic form. The condensation product when the 
methyl ester is used has a lactonic structure (annexed formula). 

2-Carboxy-3 : 4-dimethoxy phenyl -3 - carboxy -2 - hydroxy -a-naphthyl- 

carbinol lactone forms pale yellow crystals, m. p. 193°5°. The 

disodium salt, C,,H,,0,Na, crystallises in hygroscopic needles, and 

the dimethyl ester, C,H 90,7, forms pale yellow crystals, m. p. sai 


The Diphenyleneoxide Series. Fritz Mayer and WILHELM 
Kriecer (Ber., 1922, 55, [B], 1659—1666).—The constitution of 
y-diphenyleneoxide-y-keto-n-butyric and y-tetrahydrodiphenylene- 
oxide-y-keto-n-butyric acids has been completely elucidated by 
the proof that the side chain is attached to the diphenyleneoxide 
nucleus in position 5. 

y-Diphenyleneoxide-y-keto-n-butyric acid is oxidised by potass- 
ium permanganate to diphenyleneoxide-5-carboxylic acid, m. Pp. 


» _ 
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Its 246—247° after softening at 237°. The latter acid is also obtained 
oride, Hby the action of bleaching powder on 5-acetyldiphenyleneoxide 
K. [and from 5-bromodiphenyleneovide, needles, m. p. 108—109°, b. p. 


920°/40 mm., by the successive action of magnesium and carbon 
dioxide. An acid, m. p. 266°, has been described by Borsche and 
Bothe as diphenyleneoxide-5-carboxylic acid, but the ultimate proof 
that the acid, m. p. 246—247°, has this constitution is adduced in 
the following manner. p-Cresol is condensed with 0o-bromonitro- 
benzene by means of potassium in the presence of naphthalene at 


com- § 920--230° to 2-nitro-4’-methyldiphenyl ether, NO.*CgH,°O-C,H,Me, 
ZOlc, H coarse prisms, m. p. 48—48-5°, b. p. 230-—232°/17—18 mm. The 
low, ff latter is reduced by alcoholic ammonium sulphide to 2-amino-4’- 


methyldiphenyl ether, b. p. 195°/15 mm., which is diazotised and 
converted into 5-methyldiphenyleneoxide, slender needles, m. p. 
45°, b. p. 160°/30 mm.: oxidation of the methyl compound with 
potassium permanganate gives the acid, m. p. 246—247°. 

Ethyl y-5-diphenyleneoxide-y-keto-n-butyrate, b. p. 260°/2—3 mm., 
is reduced by amalgamated zine and hydrochloric acid and the 
product is re-esterified, thus giving ethyl y-5-diphenyleneoxide-n- 
butyrate, b. p. 260°/10 mm. Hydrolysis of the latter gives y-5-di- 


€S. Bf phenyleneoxide-n-butyric acid, colourless needles, m. p. 112—113° 
3— Ff (dloride, b. p. 170—272°/10—12 mm., amide, colourless leaflets, 

m. p. 157°). Hydrazine hydrate converts the ester into the cor- 
ate Bf responding hydrazide, coarse crystals, m. p. 122—123°, which is 
43, § transformed by sodium nitrite and dilute hydrochloric acid into 


the azide. The latter is transformed by boiling alcohol into 
y-5-diphenyleneoxide-n-propylurethane, C,,H,O-[CH,],>NH°CO,Et, 
colourless needles, m. p. 73—74°. Hydrolysis of the urethane with 
alcoholic potassium hydroxide solution gives y-5-diphenyleneoxide- 
n-propylamine, b. p. 230—232°/17—18 mm. (hydrochloride, colour- 
less leaflets, m. p. 219—-220°, acetyl derivative, colourless needles, 
m. p. 120°). 

y-5-Diphenyleneoxide-y-keto-n-butyric acid is converted by 
hydrazine hydrate in boiling alcoholic solution into 3: 5-di- 
phenyleneoxidepyridazin-6-one, C,.H,0-0¢N bg Sco, colourless 

ails 

needles, m. p. 199—200°, which is transformed by bromine in hot 
glacial acetic acid solution into 3 : 5-diphenyleneoxidepyridaz- 


6-one, CygH,0-CC Gay. oN colourless needles, m. p. 259— 


260°. 3: 5-Diphenyleneoxide-6-chloropyridazine crystallises in 
leaflets, m.p. 204—205°. 

When dissolved in boiling cyclohexanol, diphenyleneoxide 
is reduced by sodium to tetrahydrodiphenyleneoxide, b. p. 265— 
270°. 

Ethyl y-5-tetrahydrodiphenyleneoxide-y-keto-n-butyrate, colourless 
needles, b. p. 277—-278°/23 mm., m. p. 68—69°, is reduced by 
Clemmensen’s method to ethyl -y-5-tetrahydrodiphenyleneoxide-n- 
butyrate, b. p. 253—255°/23 mm., and the latter is hydrolysed to 
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y-5-tetrahydrodiphenyleneoxide-n-butyric acid, silver leaflets, m. p. 
119—-120°. The ester is converted successively into the cone. 
sponding hydrazide, colourless needles, m. p. 125-5—126-5°, ang 
urethane, colourless needles, m. p. 68—69°. Alkaline hydrolysis 
of the latter leads to the production of y-5-tetrahydrodi phenyl. b. 
encoxide-n-propylamine, b. p. (about) 220—230°/25 mm. (hydro fis 
chloride, colourless needles, m. p. 253-—254; acetyl derivative, 

leaflets, m. p. 118°). H. W 


Ring-chain Tautomerism. II. The Effect of the gem- 
Diethyl Group on the Carbon Tetrahedral Angle. SHanxar 
SHRIDHAR DESHAPANDE and JoOcELYN Fiecp Tuorpe (T., 1922, 
121, 1430—1442). 


amphoric Acid Derivatives. E.S. Faust (US. Pat, 
1406547)—Camphoric acid §-diethylaminoethylimide hydro. 
chloride, colourless, lustrous crystals, m. p. 89—90°, is prepared 
by heating camphoric acid with as-diethylethylenediamine at 
180—200°, dissolving in ether, and treating with alcoholic hydrogen 
chloride. Camphoric acid 8-piperidylethylimide hydrobromide has 
m. p. 193°5°, the f-allylaminoethylimide hydrobromide has m. p. 
144°, the $-diethylaminoethylimide hydrobromide has m. p. 157°, 
the $-dimethylaminoethylimide hydrobromide has m. p. 207°, and 
the B-aminoethylimide hydrobromide has m. p. 135—140° (decomp.). 
These compounds have therapeutic uses. CHEMICAL ABSTRACTS. 


Dyes Derived from Camphoric Anhydride. AnvxkuL 
CHANDRA SircaR and SikuiBHusAN Durr (T., 1922, 121, 1283— 
1286). 


Optically Active Dyes. I. Camphoreins. Bawa Karrar 
SineH, RacuunatsH Rat, and Rarran Lat (T., 1922, 121, 1421— 
1430). 


Vanillin Glyceride. Francis D. DopcEe (J. Amer. Chem. 
Soc., 1922, 44, 1405—1407).—-A crystalline deposit which had 
formed in a mixture of alcohol, glycerol, and vanillin was shown 
to be vanillin glyceride, m. p. 160—-162°, formed by the condensa- 
tion of 1 molecule of vanillin with 1 molecule of glycerol. The 
reaction between these two compounds is much accelerated by 
the presence of mineral acids, but, on the other hand, the resulting 
glyceride is readily hydrolysed by acids. W.G. 


Benzopolymethylene Compounds. IV. The Two ar- 
Aldehydes of Tetrahydronaphthalene [Tetralene]. Ju.ivs 
von Braun [with K. Motparnxs, H. Drriam, and H. GRUBER]. 
(Ber., 1922, 55, [B], 1700—1709).—Difficulties are encountered 
in the conversion of tetrahydronaphthalene into the corresponding 
aldehydes by the action of carbon monoxide, hydrogen chloride, 
and aluminium chloride, since the greater part of the hydro- 
carbon undergoes auto-condensation ; the small proportion of alde- 
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. p[byde produced appears to consist exclusively of the #-derivative. 

A The «-aldehyde is obtained by the following sequence of changes. 
qr-a-Tetrahydronaphthylamine is diazotised and converted into 
gr-a-tetrahydronaphthonitrile, pale yellow crystals, m. p. 48°, 
Bb. p. 153°/15 mm. (cf. Bamberger and Bordt, A., 1889, 715), which 
js converted by fuming hydrochloric acid at 120° into ar-a-tetra- 
,Bbydronaphthoic acid, m. p. 150°. Reduction of the nitrile by 
sdium and alcohol yields tetrahydronaphthalene and ar-a-tetra- 
hydronaphthylmethylamine, a colourless liquid, b. p. 149—152°/ 
li mm.; (the hydrochloride, lustrous needles, m. p. 253°, picrate, 
prisms, m. p. 242°, acetyl compound, m. p. 125°, benzoyl compound, 
m.p. 144°, phenylcarbamide, m. p. 199°, and phenylthiocarbamide, 
m. p. 153°, are described). The amine is converted by sodium 
nitrite and acetic acid into the corresponding alcohol, b. p. 154— 
155°/12 mm., which is oxidised by potassium dichromate and 
sulphuric acid to ar-«-tetrahydronaphthaldehyde, a colourless, almost 
odourless liquid, b. p. 131—133°/12 mm. (semicarbazone, m. p. 187°). 
from the preparative point of view, the difficulty involved in this 


my 2 sequence is due to the poorness of the yields. This has been largely 
© 288 B wvercome by the subsequent observation that, contrary to the 
ae observations of Bamberger and Lodter (A., 1887, 719), «-naphthyl- 
* methylamine is directly reducible to ar-«-tetrahydronaphthyl- 
heey methylamine, the process being effected conveniently by sodium and 
- ) amyl alcohol. 
a The following derivatives of ac-«-tetrahydronaphthylmethyl- 
KUL § mine are described : hydrochloride, m. p. 230°; picrate, m. p. 169— 
39 «170°; ~phenylcarbamide, m. p. 126°; benzoyl derivative, m. p. 125°. 
ar-8-T etrahydronaphthonitrile, a colourless liquid, b. p. 151— 
152°/11 mm., m. p. 20—21°, is reduced by sodium and ethyl 
TAR @ cohol to ar-8-tetrahydronaphthylmethylamine, a colourless liquid, 
1— @b.p. 146—148°/11 mm. (hydrochloride, m. p. 248°; picrate,’m. p. 
115°; benzoyl derivative, long needles, m. p. 165°, b. p. 260— 
265°/10 mm., p-nitrobenzoyl compound, m. p. 170°; phenylthio- 
iad arbamide, m. p. 130°). The amine is more conveniently prepared 


by the reduction of 6-naphthylmethylamine by sodium and amyl 
ilcohol; the yield is about 90% of that theoretically possible, 
but the product appears to be contaminated with very small 


amounts of the alicyclic derivative. It is converted by sodium 
°Y @ iitrite and acetic acid into the corresponding alcohol, a pale yellow 
ng liquid with a powerful, pleasant odour, b. p. 148—152°/14 mm., 


which is oxidised to ar-§-tetrahydronaphihaldehyde, a colourless 
liquid with an odour of peppermint, b. p. 138°/14 mm. The corre- 
sponding oxime has little tendency to crystallise ; the semicarbazone 
has m. p. 219°. The aldehyde is smoothly oxidised by potassium 
permanganate to 8-tetrahydronaphthoic acid, m. p.151°. H. W. 


Sulphoacetic Acid as Condensing Agent. IV. iso- 
Acetovanillone. Witnetm ScunempER and Epear Krart 
(Ber., 1922, 55, [B], 1892—1899; cf. A., 1921, 4, 680, 859, 879)}— 
3-Acetory-4-methoxyaceltophenone [acetylisoacetovanillone], colourless 
dd* 
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leaflets or slender needles, m. p. 66°, is prepared by the regulated p 
action of acetic anhydride (350 c.c.) and concentrated sulphuric 
acid (50 c.c.) on guaiacol (50 grams) at 80°, and is converted by 
aqueous alkali hydroxide solutions into 3-hydroxy-4-methoxyacety. fi 
phenone, m. p. (monohydrate) 66—-69°, (anhydrous) 91°. The corr. 
sponding oxime, colourless needles, m. p. 138°, and. semicarbazore, 
colourless crystals, m. p. 206°, are described. The constitution 
of the substance is deduced from its difference from 4-hydroxy.3. 
methoxyacetophenone [acetovanillone], on the one hand, and from 
its methylation to 3: 4-dimethoxyacetophenone, m. p. 49—50’, 
and oxidation of the latter to veratric acid, on the other. 
Guaiacol is acetylated and anisole is practically unaffected hy 
acetic anhydride containing a trace of concentrated sulphuric acid 
(2 drops in 40 grams); a perceptible amount of ketone could not be 
detected in either case. H. W. 


Ketoanils. II. Constitution of the N-Alkylketoanils 
and Transformation of Aliphatic Ketoanils into Deriv- 
atives of Quinoline. [. KNoEVENAGEL and Hans BAur (Ber,, 
1922, 55, [B], 1912—1928).—The alternative constitutions, 


CH,!CMe-NPh-CH,B and NPh (1 

‘H,-CMe oR an < CHR’ 

have been assigned by Jaeger (A., 1921, i, 785) to the N-alkyl- 
ketoanils obtained by the fission of ketoanil alkyliodides with alkali. 
A decision in favour of the first formula is reached indirectly, since 
the alkyliodides of compounds with the C:N-linking (methiodides 
of benzylideneaniline, benzophenoneanil and benzophenone-p-tolil) 
are decomposed when distilled in a vacuum into the same products, 
which do not contain a three-membered ring, as are obtained by 
the action of water on them. A more direct confirmation of the 
non-cyclic structure is based on the observation that methyl- 
acetone-p-tolil ethiodide is identical with ethylacetone-p-tolil 
methiodide. 

Acetoneanil is generally converted by methyl iodide into a 
glassy methiodide which is transformed by sodium hydroxide into 
isopropenylmethylaniline [as by-products, a base, Cy.H3 N>, coarse 
needles, m. p. 147°, and a methiodide (?), m. p. 181°, are isolated]. 
Acetoneanil is transformed by methyl sulphate into the compound, 
C,;H,,0,NS, silvery leaflets, m. p. 148°, from which methyliso- 
propenylaniline, b. p. 144°/14 mm., is obtained in 88-7°/ yield by 
means of sodium hydroxide. The base is transformed by nitrous 
acid into a compound, m. p. 85—91°; it unites with iodine to 
form methylisopropenylaniline di-iodide, NPhMe-CMeI-CH,I, m. p. 
138—140°. 

Benzophenoneanil methiodide, pale yellow needles, m. p. 120°, 
is converted by dilute sodium hydroxide into benzophenone and 
aniline. 

Benzophenone-p-tolil methiodide, m. p. 198°, is transformed by boil- 
ing methyl alcohol into benzophenonedimethylacetal, CPh,(OMe)», 
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toluidine hydriodide, and methyl alcohol. It is hydrolysed by 
water to benzophenone and »-toluidine. 
Acetoneanil methiodide decomposes when distilled in a vacuum 
into hydrogen iodide and methylisopropenylaniline. Eenzophenone- 
.B,nil methiodide and benzophenone-p-tolil methiodide are only de- 


‘Mcomposed slightly under similar conditions. 


itutionfl The ethiodide of methylisopropenylaniline, m. p. 244°, is shown 
Oxy-3. [to be identical with the methiodide of ethylisopropenylaniline. 

1 from Methylisopropenylaniline is converted by hydrogen chloride at 
— 50° 30-—200° into methane, methyl! chloride, and 2 : 4-dimethylquino- 


line, a pale yellow liquid, b. p. 143°/15 mm. (hydrochloride, m. p. 


ed by {0—215° after darkening at 190°; picrate, m. p. 194°, tartrate, 
C acid fn. p. 158°); the base is also obtained from acetoneanil by an 
not be MH analogous process. 

W. 2:4: 6-Trimethylquinoline, m. p. 65-5, b. p. 146—148°/13°5 mm., 


is prepared from acetone-p-tolil; the hydrochloride, m. p. 268— 


anils § 972° after darkening at 245°, the éartrate, m. p. 172°. and the 
eriv-  mhiodide, pale yellow needles, m. p. 245—-247°, are described. 


The base is also obtained from methylisopropeny!-p-toluidine. 

2:4-Dimethylquinoline can also be prepared from acetoneanil 
at 280° by the action of aluminium chloride, or from methyliso- 
propenylaniline, phosphorus, and hydriodic acid at 180—200°. 
Methylethylketoanil is converted into 2-methyl-4-ethylquinoline, 
b. p. 150—153°/14 mm. (methiodide, m. p. 246°; tartrate, needles, 
m.p. 149°); the volume of ethane liberated is greater than that 
aleculated, and points to non-uniformity in the base. Methyl- 
chylquinoline is oxidised by potassium dichromate and sulphuric 
aid into 2-methylquinoline-4-carboxylic acid, m. p. 244°. 

2: 6-Dimethyl-4-ethylquinoline, a pale yellow liquid, b. p. 169— 


the @ 171°/20 mm., is obtained from methylethylketone-p-tolil ; the 
hyl-  irtrate has m. p. 173°. H. W. 
tolil 


Ketoanils. III. Fatty-aromatic Ketoanils. E. KNOok- 
VENAGEI. and Oskar Goos (Ber., 1922, 55, [4], 1929—1937).— 
It has been shown by Knoevenagel and Bihr (preceding abstract) 
that purely aliphatic ketoanils are convertible into quinoline 
derivatives ; this is also true of the mixed fatty-aromatic conipounds. 

Acetophenoneanil cannot be prepared by the direct action of 
aniline and acetophenone (whereby 1:3: 5-tripheny!benzene is 
formed), but is produced from the amine and acetophenoneacetal. 
It is a pale yellow, crystalline substance, m. p. 41°, which is very 
readily hydrolysed to acetophenone and aniline ; the hydrochloride 
has m. p. 190°. When heated at a temperature just below its 
boiling point, it yields dypnonanil, m. p. 98° (2CMePh:NPh = 
NH,Ph 4- CMePh:CH-CPh:NPh, which, when heated further, 
yields 1: 3: 5-triphenylbenzene, m. p. 170°. Acetophenoneanil is 
converted by methyl iodide into acelophenoneanil methiodide, 
colourless rhombohedra, m. p. 209°, and by methyl sulphate into 
acetophenoneanil methosulphate, m. p. 159°; either compound is 
dd2* 
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decomposed by dilute aqueous alkali hydroxide or carbonate 
solution into acetophenone and aniline. Acetophenoneanil hydro- 
chloride is converted by hydrogen chloride at 180—190° int 
benzene, aniline and 4-phenyl-2-methylquinoline, m. p. 97° (tartrate, 
m. p. 104°). 

Deoxybenzoin is converted by ethyl orthoformate in the presence 
of alcohol and a trace of hydrogen chloride into deoxybenzoinacetal, 
a colourless, highly refractive liquid, b. p. 172°/14 mm. When 
heated with aniline, it gives deovybenzoinanil, thin, pale yellow 
prisms, m. p. 74°, b. p. 215°/13 mm.; it is very readily hydrolysed 
to deoxybenzoin and aniline. The product thus obtained is an 
isomeric variety («-form) of the deoxybenzoinanil, m. p. 89° (8-form), 
prepared by Busch and Falco (A., 1910, i, 747) from benzanilideimide 
chloride and magnesium benzyl chloride. The «- is converted 
into the @-variety when it is heated in a vacuum and subsequently 
distilled. The former is oxidised to «-benzilanil, m. p. 96°, whereas 
the latter gives the isomeric 8-benzilanil, m. p. 105°.  «-Deozy- 
benzoinanil hydrochloride has m. p. 178—179°. «-Deoxybenzoinanil 
methosulphate forms lustrous crystals, m. p. 139°. H. W. 


The Intermolecular Condensation of Methyl Ethyl Ketone 
in the Presence of Calcium Carbide. Oscar BECKER and 
JocetyNn Fietp Torre (T., 1922, 121, 1303—1306). 


Studies in the Anthracene Series. II. Epwarp pz 
Barry Barnett and James WitrRep Cook (T., 1922, 121, 
1376—1391). 

Catalytic Reduction of d-Camphor. I. Snicgeru Komarsv 
and Bunxicut Masumoto (Mem. Coll. Sci. Kyoto Imp. Univ., 
1922, 5, 225—232)—d-Camphor was hydrogenated over reduced 
nickel at 175—185°, and the white, crystalline product fractionally 
distilled. The main fraction, b. p. 164—165°/757 mm., consisted 
of a hydrocarbon, C,9H,,; the last fraction, boiling above 175°, 
was a mixture of d-borneol and unchanged camphor, and the 
intermediate fractions were mixtures of the above substances. 
The hydrocarbon was a white, crystalline substance with a pleasant 
odour, having [«], — 1° 35’, and was apparently 1/-isocamphane 
identical with that obtained by Lipp by the catalytic hydrogenation 
of camphene (A., 1911, i, 731). The same substance was also the 
main product of the catalytic hydrogenation of both /-borneol and 
d-borneol, and it is suggested that the transformation of camphor 
into zsocamphane occurs through the formation of borneol, which is 


CH,—CH—CH, 
wf 
™ ' P ° | C5 | Ee 
dehydrated to an intermediate product, Cn — cH , which 
~ OMe 
isomerises to camphene and is then further hydrogenated to 
tsocamphane. G. F. M. 
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Some Derivatives of Fenchone. T. B. MaxweELu (Ann. 
(him., 1922, [ix], 17, 332—381)—When reduced by sodium in 
absolute alcohol, dihydrofencholenamide gives an alcohol and an 
amine. The alcohol is shown to be dihydrofencholeny! alcohol, 
identical with that obtained by Semmler from methyl fencholate. 
With thionyl chloride or phosphorus pentachloride, it does not 
give the normal chloride, but undergoes molecular transposition, 
er . / CH,'CHs\ ay, 
giving tert-carvomenthyl chloride, CHMeCHX on”.CH- CMeCl, 
b.p. 96°/20 mm., dj? 0-9368, nZ°° 145971, nt ° 146202, ng 146811, 
which was also obtained from carvomenthene by the action of 
hydrogen chloride. From this chloride by the action of alcoholic 
ammonia carvomenthene is obtained. 

The amine referred to above is shown to be dihydrofencholen- 


ne, CHMe, CHC nt b. p. 90—91°/16 

amine, ey \ CH, -CMe-CH,:NH,, . p. /16 mm., 
and gives a hydrochloride, m. p. 171—173° (decomp.); a sulphate, 
m. p. 190° (decomp.); an acetate, m. p. 140° (decomp.); an acetyl 
derivative, b. p. 193°/27 mm., and a benzylidene derivative, b. p. 
183—184'5°/21 mm. The hydrochloride reacts with nitrous acid 
to give tert-carvomenthol, b. p. 100—102°/13 mm., dj*® 0°91556, 
i® 145961, nif* 1-46202, n° 1-46790, and a hydrocarbon which 
seems to be identical with carvomenthene. 

Dihydrofencholenyl alcohol, when distilled over infusorial 
earth at 400—450° is dehydrated and gives a hydrocarbon, Cy 9H,., 
b. p. 60—61°/16 mm., aj** 0°81550, mf, 1°45211, nj* 1:45474, 
i#; 146146. Its products of oxidation depend on the agent 
wed. With potassium permanganate in acetone solution it gives 
s.isopropylpentanone. With hydrogen chloride a certain amount 
ofit is converted into a chloride, b. p. 96—99°/21 mm., a?* 0°91234, 
n° 145591, n?° 1-45854, 13° 146443, whilst the remainder 
undergoes isomerisation, giving a hydrocarbon, b. p.67—70°/16 mm., 
i* 081220, n®* 1-45521, n®° 1:45804, nZ° 1-46503, which gives 
a chloride, b. p. 100—101°/23 mm., o?* 0°92814, nF? 1°45721, 
15? 1-45964, n®® 1:46582. To the hydrocarbon is assigned the 

titution CHMe-CH( ns” W. G 
constitution 5 cH, -C:CHMe’ 7? 

The Essential Oil from the Leaves of Abies Pindrow, 
Spach. Joun Lionet Srmmonsen (Indian Forest Rec., 1922, 8, 
368—372).—The essential oil was obtained in 2°5% yield by the 
steam distillation of the leaves of Abies Pindrow, a silver fir growing 
inthe western Himalayas. It is a colourless oil with a strong odour 
of turpentine, and has the following constants :—d3} 0°8558, 
nm 1:4667, [a] — 10°38, saponification number 5°3, do. after 
acetylation 15°44, acid number 0°3. On distillation, 90% passed 
over below 120°/100 mm., and on fractionating this under 699 mm. 
pressure the following fractions were obtained: 154—158°, 
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re 9% consisting of d-«-pinene; 158—160°, 11°9%, and 160—164°, 

68% consisting of a mixture of a- and 8-pinene; 164—167°, 4.2% 
consisting of /-8-pinene; 167—180° 10°3% containing 1-limonene 
and possibly dipentene; and above 180° 10°6%, from which and 
from the fraction boiling above 120°/100 mm.., /-terpineol, /-terpiny| 
nonoate, and two isomeric sesquiterpene alcohols, C,5;H.,0, were 
isolated. J-Terpinyl nonoate boils at 140—145°/50 mm., and 
the two alcohols were obtained as oils boiling at 155—160° [50 mm,, 
and 180—190°/50 mm., having respectively the constants d3} 0°9076, 
n® 1:4807, [a]? — 7 72, and d3} 0°9259, ni) 1:4915, [of + $1, 
No crystalline derivatives could be isolated in either case. 

G. F. M. 


Essential Oil of Lantana Camara. K. L. MovupaGmt and 
P. N. VripHacuaaM (Perf. Essent. Oil Rec., 1922, 13, 173—174)— 
The essential oil of Lantana Camara, a wild shrub growing on waste 
lands in Southern India, was isolated by steam distillation of the 
leaves, in a yield of about 0°2%. It is a greenish- yellow, slightly 
fluorescent oil, having an odour resembling sage. It is soluble 
in 5 vols. of 97%, alcohol, and has the following characters ;— 
d® 0°8842, [a]f + 14°7, n 14899, acid value 1°6, saponification 
value 4°6, acetyl value 23°4, aldehyde content 2°4%. On distilla- 
tion, three fractions were obtained : (1) 55—75°/12 mm. 12%, 
(2) 75—125°/12 mm. 8%, (3) 125—130°/12 mm. 74%. The first 
fraction proved to be /-«-phellandrene, the second contained the 
odoriferous principles which from the oil constants appear to con- 
sist mainly of an aldehyde and an alcohol, the third fraction was 
mainly a bicyclic sesquiterpene closely resembling, if not identical 
with, caryophyllene, although the solid caryophyllenic alcohol 
could not be obtained On redistilling this fraction under ordinary 
pressure, the original rotation of +16°1° was changed in the 
distillate to — 2°6°. The change does not appear to be a racen- 
isation, as repeated distillation does not modify or remove the 
levorotation. G. F. M. 


Sudan Essential Oils. A. F. Josern and B. W. Wurrre 
(J. Soc. Chem. Ind., 1922, 41, 1727).—“‘ Seid ” oil is contained to 
the extent of about 0: 5% in the rhizomes of Cyperus rotundus, 
Linn., a glabrous herb growing freely throughout the Sudan. The 
oil, which has an aromatic, slightly camphoraceous odour, gave 
the following constants: d3} 0°9548, «25 —19-9°, 5 1-4967, acid 
number 1-0, saponification number 6°6, do. after acetylation 105 
(corresponding with 45° of alcohol), solubility in 80% alcohol 
1 in 4, in 70% alcohol nil. G. F. M. 


Isomeric Amyrols. V. Pao.rni (Atti R. Accad. Lincei, 1922, 
[v], 31, i, 374377; cf. von Soden, A., 1900, i, 401; 1901, i, 159). 
—By means of the double phthalate formed with strychnine, the 
author has succeeded in separating amyrol into d- and J-compounds. 
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Strychnine d-amyryl phthalate, 
C,5H,;"CO,"C,H,-CO,H,C,,H,,0.Np, 

forms colourless, acicular crystals, m. p. 201°, [«]) + 18° 26’. 
d-Amyryl hydrogen phthalate forms a syrup, and d-amyrol a clear, 
dense, oily liquid of unpleasant odour, b. p. 302°, d® 0-982, 
[a] +74° 16’. 

Silver l-amyryl phthalate forms crystals, m. p. 145°; 1-amyryl 
hydrogen phthalate is oily, and l-amyrol is a dense, colourless liquid 
of unpleasant odour, b. p. 295°, d* 0-980, [a] —1° 59’. 


[No analytical results are given for either amyrol.] 
tT. B®. 


Mercaptothiazoles as Accelerators in Vulcanisation. 
G. Bruni and E. Romani (Atti R. Accad. Lincei, 1922, [v], 31, 
i, 86—88; cf. A., 1921, i, 734)—When added to caoutchouc and 
sulphur in presence of oxide of zinc, lead, magnesium, calcium, 
mercury, etc., 2-mercapto-5-methylthiazole (cf. Miolati, A., 1893, 
i, 634), in the proportion of 1—3%, produces ultra-accelerating 
effects on vulcanisation, which takes place in five minutes at 120°. 
The zinc, cadmium, lead, mercuric, cobalt, and cuprous salts of this 
thiazole have been prepared, and the first four of them are found to 
cause similar accelerating action, which is especially marked with 
the zine salt. 

5-Methylthiazole sulphide, (CyH,NS).S, prepared by oxidising 
2-mercapto-5-methylthiazole by means of potassium ferricyanide, 
forms crystals, m. p. 64°. 7. m8. 


Syntheses of New Glucosides. Remo DE F zi (Gazzetta, 1922, 
52, i, 429-431; Atti R. Accad. Lincei, 1922, [v], 31,1, 209—212). 
—The glucoside of 2-hydroxybenzylideneindene (annexed formula), 

obtained by the action of sodium 


poo TaN ethoxide on indene and helicin 
CH C.CH-< > in absolute alcoholic solution 
\ / rw , at the ordinary temperature 
NC Z . > 

CoH, OCH 105 crystallises in lustrous, pale 


yellow needles, m. p. 205—206°, and dissolves in concentrated 
sulphuric acid to a green solution which becomes cherry-red after 
a few hours. 


The glucoside of 2-hydroxybenzylidenefluorene (annexed formula), 
_ prepared similarly from fluorene and 


a % helicin, forms small, yellow needles, 
aad m. p. 198—200°, and gives a reddish- 
| \C:CH-C,H,(O-C,H,,0;) brown coloration and then a red- 
Ed dish-violet solution with concen- 
v > trated sulphuric acid; if the latter 
\— is added carefully to a solution of 


the glucoside in absolute alcohol, a reddish-violet ring appears 
at the surface of contact of the two liquids. 
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The glucoside of 2-hydroxybenzylideneacenaphthenone (annexed 
a formula), prepared from acenaph- 
4 »-CO thenone and helicin, crystallises jj 
Nw in lustrous, pale yellow needles, 
{ _>-OCH-CgHy(0-CgH,0,) m.p. 246—248° (decomp.),and dis. 

solves in concentrated sulphuric §i 
acid to an orange solution showing green fluorescence. TT. H. P. 


Benzopyrylium Salts of Distyryl Ketones. JoHannzs 
SyBraNDT Buck and Isrpor Morris HetBron (T., 1922, 121, 
1198—1212). 

Catechin. Kart l'REvDENBERG (Ber., 1922, 55, [B], 1938—1942), 
—Polemical against Nierenstein (A., 1913, i, 501; T., 1920, 117, 
971, 1151; T., 1921, 119, 164; T., 1922, 121, 23)—The author 
maintains his contention that the tannins are condensation pro- 
ducts of catechin-like substances. Attempts to prepare catechin- 
carboxylic acid according to Nierenstein’s directions were unsuccess- 
ful, the catechin appearing to be decomposed completely during 
the action. This is also true of Nierenstein’s hydroxycatechin. 
The catechincarboxylic acid from Paullinia tannin is optically 
inactive and resolvable: its conversion by loss of carbon dioxide 
into d-catechin (Gambier catechin) is therefore inexplicable. 
Demethylation of tetramethylcatechin cannot be effected by 
acetic anhydride and acetyl chloride, and penta-acetylcatechin | 
cannot be hydrolysed to catechin by sulphuric acid as claimed by 
Nierenstein. The identity of the methylated reduction product 
of catechin, m. p. 87—88°, with pentamethoxy-ay-diphenylpropane 
has been confirmed; Nierenstein’s synthesis of acacatechin is 
therefore difficult to understand since his compounds belong to 
the «a-diphenylpropane group. H. W. 

Tannins and Similar Compounds. IX. Stereoisomeric 
Catechins. II. Kari FREvDENBERG, OTTO BdumME, and Lupwic 
PURRMANN (Ber., 1922, 55, [B], 1734—1747; cf. A. 1921, i, 576, 
799).—It has been shown previously that catechin must be 

O formulated in accordance with 

one of the annexed types (I 

HO( \” \CH*C.H,(0H), and II), in which one of = 

4 CW hydrogen atoms marked wit 
iow an > is replaced by the 
hydroxyl group. If this replace- 
ment occurs at the carbon atom 
united to the oxygen bridge, a 
(L.) single asymmetric carbon atom 

O H must be present in catechin, 

HO A \/7\CH?* -C-C,H3(0OH), which therefore exists in two 
. u a active and one racemic form. 
If, on the other hand, the re- 


HO cq 


Cae 

OH H placement occurs in a methylene 

(IL) group, two asymmetric carbon 

atoms are present in catechin, 

which therefore exists in two racemic and four active forms. 
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The latter is shown to be the case, since, under conditions which 
- Muse the racemisation of the optically active catechins, r-catechin 
is transformed into r-epicatechin, the presence of which is also 
stablished in Pegu catechu. 

Acacia (Pegu) catechu is exhaustively extracted with ether 


fom the filtrates, and the fractions are separately purified. 1-H pi- 
wechin crystallises in slender needles and is analysed in the 
whydrous condition and as trihydrate; the former has decomp. 
about 228°, [Jue yetow —39°4° in acetone (50%), [&]ue yenow ~~ 41-2° 
in alcohol (96%). It gives a penta-acetate, colourless needles, 
u.p. 128—129°, [«]ue yenow —28°6° in s-tetrachloroethane. r-Epi- 
wechin crystallises in colourless, thick plates or needles, m. p. 
40° (decomp.), and yields a penta-acetate, m. p. 169—172°. (The 
atechin from Chinese rhubarb is shown to be pure d-catechin; 
tht from mahogany contains d- and r-catechin and probably also 
iepicatechin, but only steamed wood was available for the inves- 
tigation in which the original catechins had suffered alteration: the 
atechin from Paullinia cupana is similar to that from mahogany.) 
d-Catechin penta-acetate readily loses four acetyl groups 
then treated with potassium acetate and boiling alochol, giving 
icatechin monoacetate, needles (-++2H,O), m. p. (anhydrous) 120— 
125°), [2 ]ue yetow —19°9° in acetone (50%). The fifth acetyl group 
wuld only be removed under conditions which caused the complete 
keomposition of the material. Tetramethyl-d-catechin has m. p. 
\46—147°, [«}$ —12° in s-tetrachloroethane. Exhaustive methy]l- 
ition of d-catechin with methyl sulphate gives pentamethyl-d- 
atechin, m. p. 92—93°, [a]$-+8°2° in  s-tetrachloroethane. 
Ietramethyl-d-catechin is converted by acetic anhydride and 
yridine into tetramethylacetyl-d-catechin, m. p. 95—96°, [«j} 
4+68° in s-tetrachloroethane. 
d-Catechin generally crystallises with 4H,O; recrystallisation 
iia considerable quantity of the substance from water gave a 
mall proportion of the anhydrous substance, short, yellow needles, 
[tne yetow +16°9° in acetone (50%), [«] + 0° in alcohol (96%). 
q The behaviour of d-catechin towards gelatin is described; with 
imeine it gives the additive compound, C,,H,,0¢,C.,H.,0,No. 
H. W. 


Reduction of Flavanone. Kari FREUDENBERG and 
lupwig ORTHNER (Ber., 1922, 55, [B], 1748—1751).—In connexion 
vith their work on the catechins, the authors have prepared flavanol 


. /O—-——-CHPh 
‘hydroxyflavan], C,H 


‘“\CH(OH): b H,, since the substance 


possibly represents the parent of catechin (cf. Freudenberg, Bohme, 
and Purrmann, preceding abstract). It gives a decided, reddish- 
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violet coloration with concentrated sulphuric acid. This is much 
more intense than the yellowish-red shade given by tetramethyl. 
catechin, which, however, gradually becomes darker in shade. 
Flavanone is reduced by aluminium amalgam in neutral, alcoholic 
solution to flavanol, m. p. 119° corr. (acetate, short, coarse prisms, m, D. 
/CHPh -CH, CH,-CHPh \_ 


O | | 
\C,H,—C(OH)—C(OH)-C,H,/ P 


prisms, m. p. about 250°, is formed as by-product. H. W. 


85—86°). The pinacone, 


Pyrroles. I. Pyrrolealdehydes. Hans Fiscuer and 
WERNER ZERWECK (Ber., 1922, 55, [B], 1942—1949)—Under 
suitable conditions, the Gattermann synthesis of aldehydes by 
means of hydrocyanic acid and hydrogen chloride can be applied 
in the pyrrole group. 

Ethyl 2:4-dimethylpyrrole-3-carboxylate is converted by 
hydrogen chloride and cyanide in absolute ethereal solution into 
the 5-imine hydrochloride, brown needles, which is decomposed 
by water into ethyl 2: 4-dimethyl-5-aldchydopyrrole-3-carboxylate 
EB Me 
\CMe —=C-CO,Et 
being 95°/ of that theoretically possible. It gives the typical 
aldehydic reaction with p-dimethylaminobenzaldehyde only when 
warmed, and does not affect magenta-sulphurous acid solution. 
The phenylhydrazone, pale yellow, lustrous needles, m. p. 163°, 
oxime, colourless crystals, m. p. 168-5° and semicarbazone, m. p. 229°, 
are described. The aldehyde is converted by concentrated nitric 
acid into ethyl 5-nitro-2 : 4-dimethylpyrrole-3-carboxylate, m. p. 
148°, and by boiling dilute hydrochloric acid into bis-3-carbethoxy- 
2: 4-dimethylpyrrylmethene hydrochloride, 

sad Wt eas "cel eal 
_\’ \ 

MeC=N NH—CMe 
red needles, m. p. 213°. The aldehyde condenses with hippuric 
acid under the influence of acetic anhydride and sodium acetate 
giving the substance, C,,H,,0,N>, orange-yellow needles, m, p. 175°. 

In a similar manner, ethyl 2 : 5-dimethylpyrrole-3-carboxylate is 
transformed successively into the imine hydrochloride and ethyl 
2 : 5-dimethyl-4-aldehydopyrrole-3-carbozylate, colourless needles, m. p. 
151—151-5°. The corresponding phenylhydrazone, pale yellow 
needles, has m. p. 145°5°. The condensation product with hippuric 
acid, C,,H,,0,N., crystallises in yellow needles, m. p. 195°. 

2: 4-Dimethylpyrrole is transformed into the imine hydrochloride 
and 2:4-dimethyl-5-aldehydopyrrole, coarse, colourless needles, 
m. p. 90°. H. W. 


, colourless needles, m.p. 165°, the yield 


, HCl, 


Pyrroles. II. Nitration of Substituted Pyrroles. Hans 
FiscuEer and WERNER ZERWECK (Ber., 1922, 55, [B], 1949—1955).— 
The nitration of alkylpyrroles can be effected smoothly with con- 
centrated nitric acid. In the cases of ethyl 5-acetyl-2 : 4-dimethyl- 
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yrrole-3-carboxylate and ethyl 3-acetyl-2 : 4-dimethylpyrrole- 
jcarboxylate the nitro-group replaces the acetyl radicle. A similar 
influence is exerted by the aldehydo-groups. Unexpectedly, the 
same effect is not produced by the carbethoxy-group since ethyl 
?:4-dimethylpyrrole-3 : 5-dicarboxylate is converted into ethyl 
0 ?:4-dinitropyrrole-3 : 5-dicarboxylate, the methyl groups being 
, replaced by the nitro-residue. Binuclear pyrroles suffer fission 
W. atthe methylene group uniting the nuclei. 
Ethyl 5-acetyl-2 : 4-dimethylpyrrole-3-carboxylate is converted 
and § by nitric acid (d 1-4) into ethyl 5-nitro-2 : 4-dimethylpyrrole-3-carb- 
Under § orylate, colourless needles, m. p. 149-5°; it can also be obtained from 
es by § ethyl 2 : 4-dimethyl-5-aldehydopyrrole-3-carboxylate, bis-3-carbeth- 
oplied f oxy-2 : 4-dimethylpyrrylmethane or bis-3-carbethoxy-2: 4-dimethyl- 
pyrrylmethene. 5-Nitro-2 : 4-dimethylpyrrole-3-carboxylic _ acid, 
| by ff colourless needles, m. p. 231° (decomp.), is obtained by hydrolysis 
- Into ff of the corresponding ethyl ester or by the addition of 5-acetyl- 
dosed f 2:4-dimethylpyrrole-3-carboxylic acid to concentrated nitric acid. 
rylate f= Ethyl 3-nitro-2 : 4-dimethylpyrrole-5-carboxylate, colourless needles, 
yield | @ P- 204°, is prepared from ethyl 3-acetyl-2 : 4-dimethylpyrrole-5- 
carboxylate ; 3-nitro-2 :4-dimethylpyrrole-5-carboxylic acid darkens 
pical § at 240° and becomes carbonised at a higher temperature. 
vhen Ethyl 2 :4-dinitropyrrole-3 : 5-dicarboxylate crystallises in pale yellow 
tion. § plates (+H,O), m. p. 136° (decomp.). When heated above its melting 
63°, f point or at 100° in a vacuum, it loses its water of crystallisation 
29°, fF and two molecular proportions of nitric oxide, leaving probably 
itric § 4 diketo-pyrrole. H. W. 


i: ‘ Relationships between Constitution and Pharmacological 
Action in the Cases of the Benzoic and Tropic Esters of 
Hydroxyalkylamines. JuLivus von Braun, Orro BRAUNSDORF, 
and Kurt Ratu (Ber., 1922, 55, [B], 1666—-1680).—-A series of 
hydroxyalkylamines of the types NR,*(CH,)."OH, NR,[CH,},°OH, 
R:N-[CH,],°OH, and R:N-[CH,],-OH have been prepared and the 

wic § hydroxyl hydrogen atom in them has been replaced by the 

ate § benzoyl (or p-aminobenzoyl) or tropoyl groups. It is found that 
5°. f the benzoates of the y-alkylamines are generally more active 
eis § physiologically than those of the $-hydroxy-bases, whereas the 
hyl { teverse is the case with the tropates. With regard to the influence 
.p. J of the number of members in the nitrogen ring, it is shown that 
ow § the six-membered ring is the most active both with respect to 
ric J the anzesthetising action of the benzoates and the mydriatic and 
cardiac action of the tropates. The introduction of carbon chains 
ide { on the nitrogen ring increases the physiological action, but only 
es, J toa remarkably slight degree. The introduction of an aromatic 
ting to the monocyclic nitrogen ring diminishes the physiological 
action, but exact comparison is very difficult in these cases and, 

NS fin any case, the effect is not important. 

The preparation of the substances follows the general lines. The 

n- | tertiary 6-hydroxyalkylamines are obtained by heating the requisite 

|. secondary bases with ethylene oxide in chloroform solution to 
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which a drop of water had been added at 40—60° during several 
hours by means of ethylene chlorohydrin. Benzoylation is effected 
by direct warming with benzoyl chloride in chloroform or by agita. 
tion with benzoyl chloride and aqueous alkali. The tropoyl group 
is introduced by heating the alkylamine hydrochlorides with 
acetyltropoyl chloride, removal of the acetyl group by cold water, 
and precipitation of the tropic ester with alkali. The benzoates 
of the y-series are prepared by warming the requisite secondary 
base with y-bromopropy! benzoate. 

The following individual compounds are described. -Dimethyl- 
aminoethyl tropate hydrochloride. y-Dimethylamino-n-propyl tropate 
hydrochloride. $-Diethylaminoethyl tropate hydrochloride. -y-Diethyl 
amino-n-propyl tropate hydrochloride (the platinichlorides, hydro- 
bromides, picrate, and methtodides of the diethyl compounds are 
oily). y-Liethylaminopropyl p-nitrobenzoute, a brown liquid 
which could not be caused to crystallise (hydrochloride, m. p. 185~ 
186° ; platinichloride, m.p. 181° ; picrate, needles, m.p. 167°; 
methiodide, m. p. 161°). y-Dtethylaminopropyl p-aminobenzoale, a 
liquid (hydrochloride, a liquid ; yicrate, m. p. 132° ; picrate of the 
corresponding acetyl derivative, m. p. 164—165°). N-8-Hydrozy- 
ethylpyrrolidine, a colourless liquid, b. p. 187—-189° (picrate, m. p. 
96° ; methiodide) and the hydrochloride of the corresponding benzoate, 
m. p. 175° after softening at 170° ; the hydrochloride of the corre- 
sponding tropaie is a transparent liquid. N-8-Hydroxyethylpiper- 
idine picrate, yellow prisms, m. p. 100°, and methtodide, colourless 
leaflets, m. p. 238° ; hydrochloride of the corresponding benzoate, 
m. p. 171—172°. N-8-Tropoxyethylpiperidine hydrochloride, a colour- 
less liquid (hydrochloride of the corresponding acetyl derivative, m. p. 
168°). N-y-Hydroxypropylpiperidine, a colourless, rather viscous 
liquid, b. p. 228° (picrate, m. p. 683—64° ; methiodide, m. p. 133°). 
N-y-Benzoxypropylpiperidine hydrochloride, m. p. 185°. N-y-T'rop- 
oxypropylpiperidine hydrochloride, a liquid. Hydroxyethylconiine, a 
colourless liquid, b. p. 117—118°/13 mm. (the methiodide and picrate 
are oily ; the unusually hygroscopic hydrochloride has m. p. about 
150°). @-Benzoxyethylconiine hydrochloride, aliquid. N-y-Hydroxy- 
propylconiine hydrochloride, a colourless powder, m. p. 162—163°. 
N-y-Benzorypropylconiine hydrochloride, m.p.181—182.° N-8-Hydr- 
oxyethyldihydroisoindole, OH-CH,°CgH,’CH,*NH-[CH],°OH, a viscous 
liquid, b. p. 162—164°/12 mm.., (picrate, m. p. 125°; methiodide, m. p. 
130°). N-8-Benzoxyethyldihydroisoindole hydrochloride, m. p. 197° 
(the tropoyl derivative could not be obtained pure). N-y-Benzoxy- 
propyldihydroisoindole hydrochloride, leaflets, m. p. 178—179° (de- 
comp.) ; the corresponding base is a liquid which cannot be distilled 
without decomposition. The latter when hydrolysed gives a base, 
C,,H,,0,N, long prisms, m. p. 63—64°, which contains two atoms of 
hydrogen and one of oxygen more than the expected y-hydroxy- 
propyldihydrotsoindole ; this is not attributable to the presence of 

firmly combined water of crystallisation,.since the difference persists 
in the salts (hydrochloride, liquid ; platinichloride, long, yellow 
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needles, m. p. 123° ; picrate, coarse, lustrous crystals, m. p. 84°); 
the base, C,,H,,0,N, gives essentially a tri-p-nitrobenzoyl derivative, 
m. p. 116—118°, which was not obtained in a perfectly homogeneous 
condition. N-§-Hydroxyethyltetrahydroisoquinoline, a colourless, 
somewhat viscous liquid, b. p. 164—166°/12 mm. (picrate, a liquid ; 
methiodide, lustrous leaflets, m.p. 147°). N-8-Benzoxyethyltetra- 
hydroisoquinoline hydrochloride, m.p. 177—-178°. N-y-Hydroxy- 
propyltetrahydroisoquinoline, a transparent, viscous liquid, b. p. 
197°/13 mm. (hydrochloride, m.p. 151—152° ; picrate, a liquid; 
methiodide, m.p. 132°). N-y-Benzoxyethyltctrahydroisoquinoline 
hydrochloride, m. p. 191° ; the hydrochlorides of the tropic deriv- 
atives of §$-hydroxyethyl- and y-hydroxypropyl-tetrahydroiso- 
quinolines are solid but exceedingly hygroscopic. H. W. 


Hexamethyleneimine and its Behaviour on Oxidation. 
Frrepricu Scumipt (Ber., 1922, 55, [B], 1584—-1591).—Attempts 
are described to convert hexamethyleneimine into hexamethine- 


CH-CH-CH. | 


imine, || 

CH-CH:CH~ 
of its properties with those of y-aniline (Schmidt, this vol., i, 777). 
The isolation of the product has not, however, been effected, 
a-picoline being obtained in its place. A greatly improved method 
for the preparation of hexamethyleneimine is described and the 
substance has been more fully investigated. 

Ethyl suberate is converted directly by an excess of hydrazine 
hydrate into suberdihydrazide, m. p. 185—186°, from which (when 
perfectly pure material is used) the vorresponding di-azide, m. p. 
26°, is readily produced. The dry azide is transformed by perfectly 
dry ethyl alcohol into the ethyl urethane (if somewhat moist azide 


is employed hexamethylenecarbamide, [CHa] Ni 00: and the 


compound CO(NH-[CH,],*NH-CO,Et), are also produced, the latter 
of which is gelatinous and greatly complicates filtration). The 
action of concentrated hydrochloric acid on the urethane gives 
hexamethylenediamine hydrochloride. Alternatively, the azide 
is decomposed by ebullition of its solution in anhydrous ether 
into hexamethylenedicarbimide, CgH,,(N:CO)., a colourless liquid, 
b. p. 255°, which is readily converted by concentrated hydrochloric 
acid into carbon dioxide and hexamethylenediamine hydrochloride. 
The conversion of the diamine into the imine takes place with 
remarkable readiness, and is conveniently effected by heating the 
diamine hydrochloride in small portions over a free flame until local 
carbonisation begins to be observed ; the product is rendered alkaline 
and distilled with steam when the imine is volatilised, whereas the un- 
changed diamine is not volatile. Hexamethyleneimine is a colourless, 
mobile liquid with a strong odour of piperidine. It has b. p. 126— 
127°, d® 0-829 [the picrate (described previously as a liquid) forms 
pale yellow crystals, m. p. 85°; the hydrochloride is very hygroscopic, 
the platinichloride crystallises in pale yellow platelets, m. p. 191° 


NH, the Jatter being required for the comparison 
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(decomp.), after softening and darkening at about 185° (von Braun 
has described a monohydrate, m. p. 148°)]. The identity of hexa. 
methyleneimine obtained in this manner with the product described 
by von Braun is placed beyond doubt by a comparison of the com. 
pletely methylated products. Acetylhexamethyleneimine is a colour. 
less liquid, b. p. 289—241°. 

The regulated oxidation of hexamethyleneimine is a problem of 
considerable difficulty; when dissolved in acetic acid and treated 
with silver acetate at 180° it gives «-picoline. H. W. 


Preparation of N-Substituted 3-Dihalogenoxindoles, 
Rosert Stoti£& (D. R.-P., 341112; from Chem. Zenir., 1922, ii, 
35—36; cf. A., 1921, i, 596).—A modification of an earlier patent 
whereby N-trihalogen acetyl derivatives of secondary alkylaryl- 
or diaryl-amines of the general formula NRR”“CO-CX, (R= 
alkyl or aryl, R’=aryl, X=halogen) are heated with alu- 
minium haloids. Ring formation takes place whereby the 
N-dihalogen oxindole derivative is formed with elimination of the 
corresponding hydrogen haloid, a halogen atom of the trihalogen 
acetyl group combining with the hydrogen in the ortho-position 
to the amino-group. 3-Dichloro-1-phenyloxindole is formed by the 
action of aluminium chloride on trichloroacetyldiphenylamine (from 
trichloroacetyl chloride and diphenylamine, m. p. 86°) in carbon 
disulphide solution at the ordinary temperature. By the action 
of alkalis on it 1-phenylisatin or sodium 1-phenylisatinate are 
obtained. Trichloroacetylmethylanilide (Spiegel and Spiegel, A., 
1907, i, 507, 508) gives with aluminium chloride, 3-dichloro-1-methyl- 
oxindole. It has m. p. 145° after recrystallisation from methyl 
alcohol. G. W. R. 


Benzopolymethylene Compounds. V. Synthesis of a- 
Anthrapyridine [Naphthazine] from Tetralin [Tetra- 
hydronaphthalene]. JvuLius von BRAUN and HEINRICH GRUBER 
(Ber., 1922, 55, [B], 1710—1717).—ar-8-Tetrahydronaphthylamine 
is converted by glycerol, concentrated sulphuric acid, and _nitro- 
benzene into a mixture of 5: 6- and 6 : 7-tetramethylenequinolines 
[7: 8:9: 10-tetrahydro-B-naphthaquinoline (1) and 6:7 : 8 : 9-tetra- 

JN hydronaphthazine ) 
CH, j CH, which can be separate 


‘ from one another by 

H,C/ ¥ é N CH, ¥ \7\ taking advantage of their 
H.C q CH, widely differing solubili- 
. 4 \7Z \F ties in hot ethyl alcohol. 

2 2 The former is a colourless 

(I.) (II.) crystalline substance, 


m. p. 158°, b. p. 183—185°/12 mm., which becomes pink on 
exposure to air. The hydrochloride, m. p. 236° after darkening 
at 226°, picrate, m. p. 207°, and methiodide, m. p. 203°, are 
described. The constitution of the base is established by its 
dehydrogenation at 700° to @-napthaquinoline, m. p. 91—92°. 
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6:7:8: 9-Tetrahydronaphthazine is a colourless, crystalline sub- 
stance, m. p. 71—72°, b. p. 187°/1l1 mm. It gives a hydrochloride, 
le yellow needles, m. p. 177°, a picrate, m. p. 269-5°, and a meth- 
iodide,m.p. 187°. The base is dehydrogenated at 720° to naphthazine, 
colourless crystals, m. p. 114°, b. p. 200—250°/14 mm. The corre- 
sponding hydrochloride, intensely yellow crystals, m. p. 196—197° 
after softening at 191°, the picrate, m. p. 258° after darkening at 
999°, and the methiodide, m. p. 225—226°, are described. The 
base is oxidised by chromic acid in warm glacial acetic acid solution 
to naphthazinequinone, CH Go >CsHN, long, yellow needles, 
m. p. 280°. Treatment of naphthazine with tin and concentrated 
hydrochloric acid effects hydrogenation of the pyridine nucleus, 
thus giving 1: 2:3: 4-tetrahydronaphthazine, CH on CN, 
lustrous leaflets, m.p. 149°. The hydrochloride has m. p. 229°. 
The secondary nature of the base is established by its smooth 
conversion into a nttroso-derivative, golden-yellow leaflets, m. p. 
129°. H. W. 


Iodo-derivatives of Pyrrole. Anronro Preront (Atti R. 
Accad. Lincei, 1922, [v], 34, i, 321—323).—When treated with 
aqueous potassium hydroxide and iodine, pyrrole-3-carboxylic acid, 
acetyl- and benzoyl-pyrroles, and indole-2- and indole-3-carboxylic 
acids undergo iodination, yielding various products in each case. In 
presence of the required proportion of iodine dissolved in potassium 
iodide solution and of excess of the alkali, either pyrrole or pyrrole- 
2-carboxylic acid yields principally tetraiodopyrrole and hepta- 

CI—Cl. / ° 
iododipyrryl, || PO | , which crystallises in silvery 
CI-NH N—CI, 
needles, has the normal molecular weight in freezing glacial acetic acid, 
and decomposes with emission of violet vapour at 166—173°. A 
blackish-blue powder is also formed in the reaction ; this is a product 
of the condensation and de-iodination of tetraiodopyrrole and when 
washed with ether gives a residual compound, which contains iodine, 
exhibits physical properties similar to those of indigotin, and is 
being investigated further. The above formation of heptaiododi- 
pyrryl indicates that, in alkaline solution, tetraiodopyrrole exists in 


II JCH’CI 
the tautomeric forms, NH { and NC .? 
N\crcl CI, CI 


Both the tetra- and the hepta-iodo-compounds react in alkaline 
solution with diazonium salts and with p-bromophenylazoxy- 
carbonamide, whilst on reduction in either neutral or alkaline 
media they yield an oily product which gives a vapour capable of 
reddening a pine splinter moistened with hydrochloric acid and 
readily loses part of its iodine to form a black powder insoluble in 
ordinary solvents. 7. Mt. &. 
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Influence of Substituents on the Formation and Stability 
of Heterocyclic Compounds. 1. Hydantoins. CuRIsTorun, 
Ketk Incoxip, Sarnicai Sako, and JoceLyN FIeLp Tuorpy 
(T., 1922, 121, 1177—1198). 
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Indigoid Dyes of the Phenanthrene and Indene Series, 
P. FRIEDLANDER, WALTER HERzOG, and G. von Voss (Ber., 1922, 
55, [B], 1591—1596). —‘* 2. Thionaphthen. 
_ 9 -phenanthreneindigo ” [10-oxy-9-oxythio. 
| | naphthenyl-6-oxyphenanthrene| —_ (annexed 


' v 7’ formula), dark violet, almost black crystals, 
yn bog Oc | is readily prepared by the addition of a few 
a ee | drops of concentrated hydrochloric acid toa 


| | CC. 
a 
- | 


\ /\. boiling solution of 3-hydroxythionaphthen 
| | and phenanthraquinone in acetic acid. It 
\./. gives dull violet shades from a yellow vat 
on the textile fibres. The diacetyl com- 
pound of the leuco-derivative is described. The dye is remarkable 
for its stability towards boiling solutions of alkali. For purposes 
of comparison, the analogously composed 8-oxy-7- -oxythionaph- 
thenylacenaphthene (A., 1908, i, 674) has been examined in this 
f respect ; it is found to be decomposed with far 

HO-C— > greater readiness into thiosalicylic acid and ace. 

| ‘. naphthenone-7-aldehyde [annexed formula), m. p. 

CHO-C—Z ~*~ 163° [phenylhydrazone, m. p. 170° (decomp.), 

methyl ether, colourless needles, phenylhydrazone 
of the methyl ether, yellow needles, m. p. 172°]. 

Somewhat unexpectedly, 8-ketohydrindene is found to condense 
with two molecular proportions of p-nitrobenzaldehyde to give 
the compound C,,H,,0;N,, and similarly with p-hydroxybenz- 
aldehyde, giving the substance C,,H,,03, lustrous, yellow needles, 
m. p. about 265° (decomp.). It reacts, however, with a single 
proportion of «-isatin chloride to yield ‘ 2-indole-1’-indaneindigo ” 
[2-indoxyl-1-indane-2-one] which is also produced from 8-keto- 
hydrindene and «-isatinanilide in the presence of acetic anhydride. 
The dye is decomposed with great difficulty by solutions of alkali; 
it gives very intense, dark bordeaux shades on wool from a pale 
yellow hyposulphite vat. The composition of the dye is confirmed 
by the analysis of the similar product, Cj,H,O,NBr,, from £-keto- 
hydrindene and *dibromoisatin chloride. Thionaphthenquinone- 
2-anil and @-ketohydrindene give “‘ 2-thionaphthen-1’-indaneindigo ” 
[2-oxythionaphthenyl-1-indane-2-one], CH, > Ka om 9» 
reddish-violet crystals, which dye the textile fibres from a yellow 
vat in redder shades than the corresponding indole dye. Similarly, 
thionaphthenquinone-2-anil and «y-indanedione yield “‘ 2-thio- 
naphthen-2'-indoneindigo”’ [2-oxythionaphthenyl-2-indane-1:3-dione], 


C HOO: ad ti H,,, slender, reddish-violet needles, H. W. 
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4:1’-Diphenylindigotin. P. FrimpLANDER and K. Kunz 
(Ber., 1922, 55, [B], 1597—1607).—1 : 1’-Dimethylindigotin (A., 
1912, i, 727) differs from the parent substance in its ready solubility 
in the customary indifferent media, its more basic character, its 
marked green shade, and its relative instability towards alkalis 


ries, and acids. In 1: 1’-diphenylindigotin, the presence of aromatic 
1922, # residues united to the nitrogen atoms so lessens the stability of 
then. & the molecule that the substance has no value asa vat dye. The 
thio. § shade is also displaced markedly towards the green, but not to 


so great an extent as with the methyl derivative. 


tals § N-Phenylanthranilic acid is converted by hot formaldehyde 
few CO—O 

toa § solution (30%) into the so-called formalide, CoHy< |, : 
hen NPh-CH, 


large, pale pink plates, m. p. 89°, which is transformed by a cold, 
concentrated solution of potassium cyanide into the nitrile, 


m- § 00,H-C,H,-NPh-CH,°CN, pale yellow, prismatic crystals, m. p. 
ble | 133—134°; the latter is converted by concentrated sodium 
ses hydroxide solution into N-diphenylglycine-o-carboxylic acid, 
ph- § CO,H-C,H,-NPh-CH,°CO,H, pale yellow prisms, m. p. 160—163° 


(evolution of carbon dioxide); the corresponding methyl and ethyl 
esters could not be caused to solidify. Similarly, N-p-chloro- 
phenylanthranilic acid is transformed successively into the formalide, 
long, almost colourless crystals, m. p. 131—132°, the nitrile, prisms, 
m. p. 146—148°, and p-chloro-N-diphenylglycine-o-carboxylic acid, 
pale yellow crystals, m. p. 184—186°. 

Diphenylglycine-o-carboxylic acid loses carbon dioxide when 
heated with sodium acetate and acetic anhydride, and the product, 
after being hydrolysed with sodium hydroxide, consists essentially 


H 
of 1-phenylindoayl, Oh oH which, however, could not 


be caused to crystallise. A similar product is obtained from 
diphenylglycine-o-carboxylic acid and sodium hydroxide at 
190—200°. The crystalline sodium salt of phenylindoxy]l also gives 
a non-crystalline phenylindoxyl when treated with ammonium 
chloride. The action of sodium alkyloxide on methy] diphenylglycine- 
ocarboxylate gives methyl phenylindoxylaie, pale yellow crystals, 
m. p. 114—115°; the corresponding ethyl ester has m. p. 75—76°. 
Although, however, phenylindoxyl could not be isolated in the 
homogeneous condition, its presence in the crude products is 
established by the isolation of 4-chlorophenylindoxyl, long, yellow 
prisms, m. p. 110—111°, by the similar treatment of the p-chloro- 
acid. In general, the reactivity of phenylindoxyl (and chloro- 
phenylindoxyl) is less than that of the parent substance; thus 
it could not be condensed with isatin or isatinanilide. With 
p-nitrosodimethylaniline, on the other hand, it gives 1-phenyl- 


; C 
isatin-2-p-dimethylaminoanil, CoH py, ON Coy NMen, prisms, 
m. p. 173°. The latter is converted by 3-hydroxythionaphthen in 
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the presence of acetic anhydride into 2’-1-phenylindoxyl-2-thig. 
naphthen-3’-one, en CC om Non, dark red needles, 


N-Phenylisatin, red needles, m. p. 185—136°, is prepared from 


phenylindoxyl through the anilide or by direct oxidation of itsfk 
solution in alcohol and acetic acid with solid ferric chloride; it isi 


also obtained smoothly by the gradual addition of dilute nitric 
acid to a solution of diphenylindigotin in glacial acetic acid. Boiling 
sodium hydroxide solution converts phenylisatin into acridine. 
5-carboxylic acid. Equivalent quantities of 1-phenylisatin and 
indoxyl react with the formation of N-phenylindirubin, needles, 
m. p. 238°; 3’-1-phenylindoxyl-2-thionaphthen-3-one, 
LOW, erg ZOO 
NPh< Co” CC Kg Osha 

long, red needles, is prepared from phenylisatin and 3-hydroxy- 
thionaphthen. In a similar manner, 4-chlorophenylindozyl is 
converted into 4-chlorophenylisatin, yellow needles, m. p. 197—198°; 
sodium 4-chlorophenylisatinate is also described. 

1: 1’-Diphenylindigotin, almost black, lustrous plates, is most 
conveniently prepared by the oxidation of 1-phenylindoxyl by 
potassium ferricyanide in faintly alkaline solution. The correspond- 
ing 1: 1’-di-p-chlorophenylindigotin is scarcely distinguishable in 
shade and properties from the chlorine-free dye. H. W. 


Constitution of certain Polypyrroles. Antonio Pieroni 
and Atpo Mocatr (Atti R. Accad. Lincei, 1922, [v], 34, i, 381— 
385).—Since p-bromobenzeneazoxycarboxylamide reacts readily 
with pyrrole and many of its derivatives to form the compound 
/ ANN -CoH,Br):CH 
\O(NIN-C,H,Br):CH’ 
it serves as a reagent for the detection of the pyrrole nucleus. 
Quantitative investigation of the action of this reagent on tripyrrole 
(cf. Dennstedt, A., 1887, 598; 1888, 849; 1889, 400; 1894, i, 259) 
shows that the latter contains in its molecule at least two pyrrole 
nuclei connected at the 2- or 5-position with a third nucleus. Con- 
sequently, the formulz ascribed to tripyrrole by Dennstedt and 
Voigtlander (A., 1894, i, 259) and by Tschelincev, Tronov, and 
Voskresenski (A., 1915, i, 1008) cannot be accepted. Further, 
the ready decomposition of tripyrrole into indole, pa. se 

ammonia when heated in- 
ake ait ten in dicates that the third 
nucleus is a rolidine 

CH C—CH CH—-C CH nucleus, and This indi- 
\w H” \wH” \wH”% cation is confirmed by 
the observation that oxi- 

dation of tripyrrole by means of potassium dichromate and 
sulphuric acid results in the formation of succinic acid. The 
conclusion is drawn that tripyrrole has the annexed formula. 


NH 


regar' 
iminc 
The ¢ 
by tl 
the s 
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As regards hydroxydipyrrole, C,H,ON,, it is found that this 
ompound yields pyrrole-2-carboxylic acid when treated with 
‘permanganate, forms succinic acid when oxidised with potassium 
jichromate and sulphuric acid, and gives 2 : 5-di-p-bromobenzene- 
popyrrole in the proportion corresponding with one pyrrole nucleus 
in the molecule when treated with p-bromobenzeneazoxycarb- 
The constitution is, therefore, probably 


CH-CH CH-CH CH-CH, CH,-CH, 
dine f So—c€ |! or || \ cof . ae 
i NH NH-C-OH CHNH” ‘N—CO 
ces 


Colour Isomerism and Salt Formation with Iminoviol- 
uic Acids. II. I. Lirscuirz [and, in part, B. B. Hepnzr] 
(Ber., 1922. 55, [B], 1619—1631).—A further series of iminovioluric 
acids has been prepared and their chromoisomerism investigated. 
These metal-free compounds show in every detail the peculiarities 
which have been observed with the polychromic salts of ordinary 
violuric acid and related oximino-ketones. Whilst the violuric 
acids are all colourless, the iminovioluric acids are not merely 
coloured, but also give an absorption spectrum completely analo- 
gous to that of the violurates, whereas the salts with acids absorb 
similarly to the free violuric acids. Like the violurates, the 
iminovioluric acids exist in differently coloured modifications 
which in certain cases can be transformed reversibly into one 
another. It appears, therefore, that the existence of variochromic 
phenomena in the case of the violurates and analogous oximino- 
ketone salts does not depend on the presence of a metallic atom 
oran external base. It is only necessary that salt formation should 
occur such as exists in the iminovioluric acids which may be 
regarded as internal ammonium salts. As is to be expected, the 
iminovioluric acids behave as typical amphoteric electrolytes. 
The colour and variochromism of the violurates cannot be explained 
by their electrolytic character, but only by the arrangement of 
the subsidiary valencies, thus : 


n- 
id 

NR-CO NR-CO\. 
d co’ Sc —Nn co’ C—NO 
r \NR-C/ So * Nae 
j <NE.-H? \NH, 


“~~, — 


NR:CO OH 


‘ cog = DaN 
y ~ 4 
NR—C:NH 
trans. 


The optical data show that the coloured forms of the acids all 
belong to the cis-series; the colour depends on the presence of the 
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imino-group in the 4-position. They are all internal salts anj 
only bimolar salts to a very slight degree. The trans-structup 
is characteristic of the unstable colourless forms which are permanent 
in the acid salts and are directly comparable with the colourless 
free violuric acids. 

4-Imino-2 : 6-diketo-1 : 3-diethylhexahydropyrimidine,  colow. 
less crystals, m. p. 127°, is conveniently prepared by heating 
diethylearbamide with cyanoacetic acid and acetic anhydride and§. 
treatment of the product with sodium hydroxide. It is trans. 
formed by nitrous acid into diethyliminovioluric acid, 

1 /NEt——CO \ pen, 

COC NEt-C(NH) DEN OH, 
dark red needles which become blue when heated cautiously at 
90°. It forms colourless salts with strong acids, of which the 
hygroscopic hydrochloride and sulphate and the hydrobromide have 
been examined. With bases it gives yellow, unstable salts which 
cannot be isolated in the pure condition (lithiwm and sodium salts) 
and very stable red salts (sodium and potassium). 

Cyanoacetylphenylcarbamide, NHPh*CO:-NH°CO:CH,:CN, m. p.# 
198°, is conveniently prepared by the condensation of phenylcarb. 
amide with cyanoacetic acid in the presence of acetic anhydride. 
It is converted by potassium hydroxide solution (50%) into + 
imino-3-phenylbarbituric acid, leaflets, which does not melt below 
230°, which yields 4-imino-3-phenylvioluric acid, 

a/NH—CO*—»1|Nnew.ag . 

COC NPh-C(NH) 7C-N-O8 ; 
the latter exists in two forms, red needles and bluish-violet crystals, §) 
the former of which is the more stable at the atmospheric tempera- 
ture. A pure blue variety was also obtained incidentally during 
an attempt to isolate the quinine salt. Iminophenylvioluric 
acid gives colourless salts with acids and coloured, somewhat §? 
unstable metallic salts which usually contain alcohol or water of 
crystallisation (the sodiwm, potassium, and silver salts are described). 

The action of nitrous acid on 4-imino-6-keto-2-methoxytetra- 
hydropyrimidine leads to the formation of methyliminoisovioluric 


acid, OMe-CCNoNH) CN ‘OH, pale red to carmine-red crystals 


(?+-H,O), which are remarkably stable towards rise of temperature. 
The red alkali salts, pink barium salt, bluish-violet silver salt and 
tile-red silver ammonium salt are described. The hydrochloride 
was prepared. Methylation of the pyrimidine and subsequent 
treatment with sodium nitrite and acetic acid gives dimethyl- 


/NMe:CO\ peyy, ; 
CCN-C(NH) DEN OH, which has been 


obtained in violet, blue, bluish-green, green, and wine-red modifica- 
tions. The behaviour of the acid toward bases and mineral acids 
is precisely similar to that of the iminovioluric acids described 
previously. H. W. 


iminoisovioluric acid, OMe: 
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Aminoazo-, Hydroxyazo-, and Hydrazo-compounds. 
(!, CHARRIER (Gazzetta, 1922, 52, i, 261—277).--The author has 
shown (A., 1910, i, 287) that o-amino-compounds of the benzene 


*8,f.nd naphthalene series are transformed when heated into N-ary]l- 


benz- or naphtha-triazoles, o-diamines, and primary amines in accord- 
ut-Bance with the general scheme: 3NH,*Ar”*N°N-Ar’—>2Ar”-Ng:Ar’ + 
dr’(NH,).+Ar’*NH,. It is now shown that a similar reaction is 
shown by 0-aminoazobenzene, which decomposes at above 300° 
‘Histo 2-phenylbenztriazole, o-phenylenediamine, and aniline. The 
structure of o-aminoazobenzene, established by Witt (A., 1912, i, 
921) by means of its reduction, is confirmed by its conversion into 
o-hydroxyazobenzene. 

The synthesis of 2-p-aminophenyl-«$-naphthatriazole has been 
diected in two ways: (1) p-nitrobenzeneazo-8-naphthylamine 
Meldola and Hughes, T., 1891, 59, 372) is either heated or oxidised 
by means of chromic acid in acetic acid solution, the corresponding 
iitrotriazole thus obtained being then reduced; (2) 6-naphthyl- 
amine is treated with p-acetylaminophenyldiazonium chloride, the 
resulting o-aminoazo-compound being then oxidised and deacetyl- 


arb. fated. ‘This aminoarylnaphthatriazole is the first such compound 
ide, vhich has been prepared. 


p-Acetylbenzeneazo-$-naphthylamine yields 2-p-acetylphenyl- 
naphthatriazole when oxidised by means of chromic acid in 
aetic acid solution, but when heated it undergoes a more com- 
plex reaction, which appears to consist first of formation of the 
keto-triazole according to the scheme, 3NH,°C,,H,*N-N-C,H,Ac= 


20, oH, CO YN-CgHyAe-+Cj oH (NH), +NH,-CyH,Ac, followed by 
condensation of the ketotriazole with the naphthylenediamine to 
acompound, m. p. 288°, now being investigated. Oxidation of 
2-p-acetylphenyl-«-naphthatriazole by means of alkaline perman- 
vanate solution appears to yield the tricarboxylic acid, vic. 2-p-carb- 
oxyphenylbenztriazole-4 : 5-dicarboxylic acid, which loses water and 
wrbon dioxide when fused, with formation of 2-phenyl-p-benz- 
triazole-4 : 5-dicarboxylic anhydride : 


y 
N 
ie? 


\n: ‘a 


NN-C,H,:CO,H —+ 


i—N 
| 


1-p-Aminobenzeazo-$-naphthol, prepared by treating B-naphthol 


i. 770 ABSTRACTS OF CHEMICAL PAPERS, 


in alkaline solution with p-acetylaminobenzenediazonium chloride 
and hydrolysing the resulting acetyl derivative, is a stable com. 
pound and, when subjected to the action of alkyl sulphates jy 
presence of excess of alkali, undergoes etherification at the naph. 
tholic hydroxyl. The ethers thus formed are obtained as dense, 
impure oils, and react with acids giving crystalline salts which 
contain three univalent acid residues (X) and have probably the 
general formula, 


// NNEXX \NH,X 


ye 
( Y ‘-oRHX 
Si 

By diazotisation p-aminobenzeneazo-B-naphthol may be converted 
into the corresponding p-hydroxyazo-compound. Since p-amino. 
benzeneazo-$-naphthol hydrochloride is pale red whereas the free 
base is deep brownish-red with a cantharides-green, metallic 
lustre, it is supposed that the base has the quinonoid structure 
OH-C,HNH-N=( ‘= NH, and is hence p-benzoquinonimide. 
6-hydroxy-z-naphthylhydrazone, and that the salt has the formula 
OH-C, HNN —NH,CI. 

The following compounds have also been prepared: 9-o-, 9-mn. 
and 9-p-nitrobenzeneazo-10-phenanthrols, 9-p-bromobenzeneazo 
10-phenanthrol, and 9-p-acetylbenzeneazo-10-phenanthrol. These 

; compounds may be obtained either by the action 

OH N-NAr of diazonium ‘salts on 10-phenanthrol or by 

4 \. the action of the arylhydrazine hydrochloride 

\.__7 \_ on phenanthraquinone, the latter reaction giving 

__/ first the arylhydrazone, which rapidly undergoes 

transformation into the hydroxyazo-compound. 

They crystallise well, are highly stable, dissolve in concentrated 

sulphuric acid giving reddish-violet solutions, and have the annexed 
general formula. 

Acenaphthenequinone behaves like dibromoanthrone towards 
arylhydrazines, giving the arylhydrazones, whereas phenanthra- 
quinone gives hydroxyazo-compounds under similar conditions. 
Acenaphthenequinone 0-, m-, and p-nitrophenylhydrazones and 
p-acetylphenylhydrazone, prepared by treating the quinone in 
acetic acid solution with the hydrochlorides of the respective 
hydrazines, correspond with the general formula, 

ep oem 
"yes g ie NH-ArX 
OF sss 

|With C. Sata.].—-The action of nitrous acid on o-aminoazo- 

benzene yields o-hydroxyazobenzene. 


erysté 
stable 
givin: 
CH. 
is phe 
darke 
eryst 
yello 
centr 
with 
less s 
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[With 8S. VioLa.]—2-p-A minophenyl-«8-naphthatriazole, 


N 
CroHe [>NCoHe NH 
B forms slender, straw-yellow crystals, m. p. 198—-199°, and is rapidly 
tuned brown by the action of air and light. It dissolves sparingly 
in dilute mineral acids, forming the corresponding salts, which 
are readily hydrolysed by water; the sulphate cry stallises in 
minute, lustrous scales. p-Acetylaminobenzencazo-- naphthylamine 
forms slender, red needles with brownish-green, metallic reflexion, 
, p. 203°. 
(With G. Crippa.}—2-p-Acetylphenyl-8-naphihatriazole, 


N 

CroHe [>NCoHiade, 
erystallises in slender, straw-white needles, m. p. 185°, is a highly 
stable compound, and dissolves in concentrated sulphuric acid, 
giving an intense yellow solution. Its p-bromophenylhydrazone, 
( HisNs Br, forms, thin, lustrous, yellow leaflets, m. p. 215°, and 
is phototropic ; its ‘phen ylhydrazone, pale yellow leaflets, m. p. ‘181° 
darkening in the light; its oxime, microscopic, yellowish- white 
crystals, m. p. 253°, and the o-nitrophenylhydrazone, reddish- 
yellow leaflets, m. p. 180°. These arylhydrazones dissolve in con- 
centrated sulphuric acid, giving yellow colorations similar to that 
with the ketotriazole itself, but the oxime yields an almost colour- 
less solution. 

vic - 2 - p - Carboxyphenylbenztriazole -4 : 5-dicarboxylic acid, 
(,;H,O,N3, forms minute, white crystals, m. p. 291—292° (decomp.), 
decom poses carbonates, and is strongly acid to litmus in aqueous or 
aqueous-alcoholic solutions; the anhydride has m. p. 225—230° 
impure). 

p-Acetylbenzeneazo-B-naphthylamine, obtained by the action of 
p-acetylbenzenediazonium chloride on $-naphthylamine in alcoholic 
slution, crystallises in long, flat, intensely red needles, with 
brilliant metallic green lustre, m. p. 170°, and dissolves in concen- 
trated sulphuric acid with a deep wine-red coloration. It ag 
a p-bromophenylhydrazone, C,H, )N;Br, bright red leaflets, m. p. 
17°; a phenylhydrazone, thin, garnet-red leaflets, m. p. "is? 
giving a violet-blue solution in concentrated sulphuric acid, and an 
oxime, which crystallises in dense, garnet-red prisms, m. p. 206°, 
and dissolves in concentrated sulphuric acid, giving a solution red 
by transmitted and indigo-blue by reflected light. 

[With CC. Corrassa.]— p - Acetylaminobenzeneazo - 8 - naphthol, 
OH-C, H,*N:N-C,H,-NHAc, forms slender, bright red needles, m. p. 
259—260°, and gives a red solution in concentrated sulphuric acid, 
p-Aminobenzeneazo-B-naphthol, C,,H,,ON;, crystallises in reddish- 
brown needles with metallic or golden lustre, m. p. 159—-160°, and 
forms a hydrochloride, C, .H,,0N. »HCl, erystallisi ng in slender, 
pale red needles with golden lustre and yielding a bright red powder. 


Fee ge ABSTRACTS OF CHEMICAL PAPERS. 


The methyl ether, C,,H,;ONs, obtained by the action of methy| 
sulphate in large excess on the base in presence of 30°, coda 
hydroxide solution, forms a dense, reddish-brown oil. ‘The ethyl 
ether forms a dense oil, and gives a nitrate, C,,H,,ON;,3HNO,, 
crystallising in slender, metallic green needles, m. p. 95—9¢' 
(decomp.), and a hydrochloride, C,,H,,ON;,3HCl, forming slender 
crystals with metallic green lustre, both salts being readily decom. 
posed by water; the ethyl ether is easily hydrolysed to p-amino. 
benzeneazo-$-naphthol when boiled with a dilute acid. 

[With L. Dremicuetis.] -- 9-p-Bromobenzeneazo-10-phenanthra, 
OH-C,,H,N:N-C,H,Br, crystallises in small, bright red needles, 
m. p. 188°; 9-p- -acetylbenzeneazo- 10-pher anthrol, 

OH:C,,H, NN ‘C,H, Ac, 
in slender, brick-red needles, m. p. 219°; 9-0-nitrobenzeneazo. 


10-phenanthrol, C,9H,,0,Ng, in slender, bright red, acicular crystals 


with golden lustre, m. p. 185°, giving a violet-red solution in concen. 
trated sulphuric acid; the 9-m-isomeride in orange-red needles, 
m. p. 196—197° (decomp. ), and the 9-p-isomeride in garne et-red, 
fiat needles, m. p. 185°. The compound described by Hyde 
(A., 1899, i, 688) as phenanthraquinone p-nitrophenylhydrazone has 

m. p. 245°. 
[With 4 SPEIRANT.}—Acenaphthenequinone o-nitrophenylhydr. 
Cy 


azone, | PO cn. NH-C,H,'NO,, crystallises in slender, lustrous, 


Co—7 
orange-red needles, m. p. 249°; the m-nitrophenylhydrazone forms 
golden- yellow needles, m. p. 229 230°, the p-nitrophen ylhydrazone, 
slender orange-red needles, m. p. 247°, and the p-acetylphenylhydr- 
azone, Cz9H,,0,N>, heavy, reddish-brown prisms, m. p. 244—245°, 
All these hydrazones dissolve in concentrated sulphuric acid, giving 
ruby-red colorations. ie 


The Occurrence of Free Radicles in Chemical Reactions. 
The Radicles of the Basic Triphenylmethane Dyes. 
HEetnricH WIELAND, Econ PoppEr, and HERMANN SEEFRIED (Ber., 
1922, 55, [B], 1816—-1834).—An experimental examination of the 
probability of the occurrence of free radicles during the course of 
simple chemical changes has been commenced. For example, in 
the case of phenzylazotriphenylmethane it is possible that decom- 
position occurs with the formation of nitrogen, triphenylmethyl 
and phenyl (and that the two latter combine to a slight extent as 
shown by Gomberg with the formation of tetraphenylmethane). 
On the other hand, it is conceivable that the free valencies remain 
in mutual attraction and that combination between them occurs 
before the components separate as free radicles. 

The decomposition of phenylazotriphenylmethane has_ been 
studied in light petroleum, b. p. 90—-120°, xylene, and ethyl benzoate. 
In all cases it is found that nitrogen is evolved completely at a 
temperature considerably below the melting point of the compound 
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(90°). In all fissions, triphenylmethyl is produced ; it is identified 
by its spectrum, and its appearance in hot and cold solution, and is 
isolated after treatment with air or oxygen in the form of its 
peroxide. The varying yields attained their maximum in one 
experiment, in which 35% of the theoretically possible quantity 
was produced. ‘The observations indicate beyond all doubt that 
the azo-compound decomposes with the formation of radicles. The 
fate of the phenyl radicle is less easily ascertained. Experimental 
confirmation of the obvious hypothesis that it becomes polymerised 
todiphenyl could not be obtained. It is shown, however, that phenyl 
is found as benzene (p-chlorophenyl as chlorobenzene and p-nitro- 
phenyl as nitrobenzene) at the conclusion of the reaction. The 

ner in the change which is poorer in hydrogen has not yet been 
identified. 

The observations have been extended to azo-compounds contain- 
ing the phenyl group and a group similar to those contained in the 
basic triphenylmethane dyes, for example, phenylazobis-p-dimethy]- 
aminotriphenylmethane, NPh:NPh(C,H,°NMe,),._These substances 
with equal definiteness decomposed, with the formation of free 
radicles. It is very remarkable that bis-p-dimethylamino- and 
tri-p-dimethylamino-triphenylmethyl are scarcely more intensely 
coloured than triphenylmethyl itself. The radicles and their 
peroxides are very unstable. The observations are considered to 
bring important confirmation of the quinonoid structure of the 
triphenylmethane dyes. 

The following compounds do not appear to have been described 
previously. p-Chlorophenylazotri-p-tolylmethane, from  tri-p-tolyl 
chloromethane and ~yp-chlorophenylhydrazine and _ subsequent 
oxidation of the product with bromine water, intensely yellow 
crystals, decomp. 116°. Phenylhydrazotri-p-anisylmethane, colour- 
less prisms, m. p. 154° (decomp.). Phenylazotri-p-anisylmethane, 
fom the preceding compound and silver oxide, large yellow 
prisms, m. p. 106° (decomp.). Phenylhydrazobis-p-dimethylamino- 
triphenylmethane, colourless crystals, m. p. 170° (decomp.). 
Phenylazobis-p-dimethylaminotriphenylmethane, a golden-yellow, 
crystalline powder, m. p. 120° (decomp.) Bis-p-dimethylamino- 
triphenylmethyl peroxide, a colourless, amorphous solid which 
rapidly darkens and resinifies. p-Chlorophenylhydrazobis-p’-di- 
methylaminotriphenylmethane, colourless crystals, m. p. 124-5°. 
p-Chlorophenylazobis-p’-dimethylaminotriphenylamethane, _ slender, 
golden-yellow needles, decomp. 116°. Phenylhydrazotri-p-dimethyl- 
aminophenylmethane, needles, m. p. 172° (decomp.). Phenylazotri-p- 
dimethylaminophenylmethane, m. p. 150° (decomp.). p-Chloro- 
phenylhydrazotri-p’-dimethylaminophenylmethane, plates, m. p. 178° 
(decomp. ). p-Chlorophenylazotri-p’-dimethylaminophenylmethane, 
golden-yellow prisms, decomp. 142°. Phenylhydrazotri-p-aminol 
phenylmethane, colourless needles, m. p. 200° (decomp.) Pheny- 
aotri-p-aminophenylmethane, small, golden-yellow needles, m. p 
195° (decomp.). p-Chlorophenylhydrazotri-p’ -aminophenylmethane, 
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colourless leaflets, m. p. 204° (decomp.), which is dehydrogenated 
with difficulty. H. W. 


Diazo-compounds. ANGELO ANGELI (Atti R. Accad. Lincei, 
1922, [v], 31, i, 283—293).—The author criticises a number of 
statements made by Hantzsch and Reddelien (‘‘ Die Diazover. 
bindungen,” 1921), especially from the point of view of priority, 
and states that no mention is made of some of his own work. 

(em A 


The Azo-ester Reaction of Amines and Enols. Orto 
Diets (Ber., 1922, 55, [B], 1524—1528; cf. Diels and Fritzsche, 
A., 1911, i, 957; Diels and Paquin, A., 1913, i, 839; Diels and 
Fischer, A., 1914, i, 989; Diels, A., 1921, i, 280).—Azodicarboxylic 
ester unites with amines to give additive compounds of three 
distinct types: (1) compounds in which the azo-ester is united 
to the aromatic nucleus [naphthylamine type], (2) compounds 
which are stable in themselves but are only attacked by reagents 
after fission into amine and azo-ester [aniline type], and (3) com- 
pounds which are decomposed by acids with production of formalde. 
hyde, hydrazo-ester and secondary base [dimethylaniline type]. 
The initial product in every case appears to have the constitution 
NHR-N(CO,Et)-NH-CO,Et, and reaction stops at this point 
with the aniline type. With the naphthylamine type, on the 
other hand, a sufficiently activated double bond or hydrogen atom 


appears to be present to enable the azo-ester to unite with the 
nucleus, thus giving, for example, NH,°C,,H,*N(CO,Et)-NH-CO,Et. 
The constitution of the additive products derived from tertiary 
amines cannot yet be decided definitely ; thus the compound with 
dimethylaniline may be formulated 


/NOO,Et 
NMePh-CH,-N(CO,Et)‘NH-CO,Et, NMe,Ph 


oO 
hoon 

CH,.-NMePh-N(CO,Et)-NH-CO,Et. 
The hypothesis that the azo-ester action depends on the additive 
power of a sufficiently activated double bond or on the mobility 
of a hydrogen atom is greatly strengthened by the observation 
that enols, apparently without exception, combine with azo-esters. 
Thus methyl azodicarboxylate and ethyl acetoacetate yield the 
compound COMe-CH(CO,Et)-N(CO,Me)-NH-CO,Me, m. p. 113°, and 
ethyl azodicarboxylate reacts readily with acetylacetone in the 
presence of potassium acetate, giving y-NN’-dicarbethoxyhydrazino- 
acetylacetone, CH(COMe),.*N(CO,Et)‘NH-CO,Et, colourless, lustrous 
prisms, m. p. 123°. 

The previous hypothesis that azo-esters react only with aromatic 
amines is now abandoned owing to the observation that ethyl 
f-aminocrotonate combines with methyl azodicarboxylate to give 
the compound NH,-CMe:C(CO,Et)*N(CO,Me)-NH-CO,Me, m. p. 140°. 
‘The communication is of a preliminary nature, the full experi- 
mental details being promised for a subsequent paper. HH. W. 
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Decomposition of Benzyl Azide in Indifferent Media and 
in Malonic Ester. THEopoR Curtius and Gustav EHRHART 
(Ber., 1922, 55, [B], 1559—1571).—Benzyl azide is decomposed 
when heated in xylene, but the stable residue, CH,Ph-N:, unlike 
that derived from benzenesulphonazide, is unable to combine with 
the hydrocarbon, which itself takes no further part in the chemical 
changes. Addition, however, does occur with substances such as 
ethyl malonate and ethyl methylmalonate, with production of 
ethyl benzylaminomalonate, CH(CO,Et),-NH°CH,Ph, and ethyl 
benzylmethylaminomalonate. 


che, A modified process for the preparation of benzyl azide, 
and § b. p. 82°5°/16°5 mm., from benzyl chloride and sodium azide, is 
ylic § described in detail, the yield being 90% of that theoretically possible. 
wee § Benzyl azide decomposes very slowly in the presence of boiling 


xylene, and the action is therefore effected under pressurein aspecially 
designed glass autoclave at 170—180°. Dibenzylbenzoamidine, 
(H,Ph-N°CPh-NH-CH,Ph, a microcrystalline, feebly anisotropic 
substance, m. p. 106°, separates from the solvent [the corresponding 
sulphate, C,H 9N.,H,SO,, coarse, colourless plates, m. p. 233°, 
picrate, prisms, m. p. 254° (decomp.), and acetate, coarse platelets, 
m. p. 299° (decomp.), are described]; the constitution of the sub- 
stance is deduced from its hydrolysis by aqueous barium hydroxide 
solution at 120° to benzylaminé and benzoic acid. The filtrate 


om § from the dibenzylbenzoamidine is distilled with steam, whereby 
he § tribenzylamine, m. p. 91°, is volatilised ; the residue contains tetra- 
m henylpyrazine, NC CERUPRN and diphenylbenzylpyrrodiazole 
7 pheny!pyt: coe: \CPh-CPhZ’ pheny ypy , 
: “2 
(H,Ph:-NZ , m. p. 229°. In a second experiment, in which 
aa es . 


the excess of xylene was immediately distilled and the total residue 
treated with steam and dissolved in ether, it was found possible 
to isolate benzylbenzylideneamine, CHPh:N-CH,Ph, b. p. 230°/20 
mm., whilst, on another occasion, the mother-liquors from the 
tetraphenylpyrazine and diphenylbenzylpyrrodiazole yielded a 
very small quantity of a substance, small needles, m. p. 186°, 
which gave benzaldehyde when gently warmed with acids and 
appeared to be a polymeric benzylbenzylideneamine, although the 
quantity of substance available was insufficient for an extended 
investigation. In the presence of boiling cymene, the decomposi- 
tion of benzyl azide follows much the same course, but tetraphenyl- 
pyrazine is produced in rather larger quantity. In the presence 
of dimethylaniline at 170—180°, tetraphenylpyrazine is not pro- 
duced, but more diphenylbenzylpyrrodiazole is obtained; the for- 
mation of dibenzylbenzamidine is not observed. The hypothesis is 
advanced that the initial decomposition of benzyl azide results in 
the production of the radicles CH,Ph:N: and (by loss of hydrazoic 
acid) Ph-CH:. Immediate union of these leads to the formation 
of benzylbenzylideneamine; addition of the residue, CH,Ph-N:, 
to the latter results in the production of dibenzylbenzamidine, 
ee2 
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The occurrence of diphenylbenzylpyrrodiazole seems to be coupled 
with that of tribenzylamine and can be explained in the follow; 
manner. The radicle CH,Ph-N: passes into its imino-forn, 
CHPh:NH, which loses two atoms of hydrogen, these being utilised 
in the reduction of two PhCH? residues. A new radicle, C-PhiN. 
thus arises from which the unsaturated residue, -CPh?N-N:CPh- 
is formed; combination of the latter with the radicle CH,PhN§* 
yields diphenylbenzylpyrrodiazole. Tribenzylamine is formed | in 
accordance with the scheme : 2°*CH,Ph-++-CH,Ph:N:—~N(CH,Ph),. 
The decomposition of benzyl azide in the presence of ethyl 
malonate at 170° differs from its reactions just described in that 
hydrazoic acid does not appear to be eliminated, and that com. 
plications caused by the occurrence of the radicle ‘CHPh are thus 
completely excluded. Reaction proceeds along simpler lines and 
results in the production of ethyl bénzylaminomalonate, which, 
however, could not be isolated in the homogeneous condition. The 
hydrolysis of the crude ester by aqueous potassium hydroxide 
gives benzylaminomalonic acid, m. p. 115° (decomp.), whereas it 
yields benzylaminoacetic acid hydrochloride when treated with 
hydrochloric acid at 110°. Similarly, benzyl azide and ethyl 
methylmalonate react to form ethyl benzylaminomethylmalonate, 
from which impure benzylaminomethylmalonic acid is derived (it 
evolves carbon dioxide at the ‘atmospheric temperature). The 
crude ester is transformed by concentrated hydrochloric acid at 
120° into «-benzylaminopropionic acid hydrochloride, pale yellow, 
coarse, rectangular, anisotropic plates. H. W. 


The Action of Sulphuryl Azide on p-Xylene. TxHeEopor 
Curtius and FRIEDRICH ScumipT (Ber, 1922, 55, [B], 1571—1581). 
—Sulphuryl azide is prepared in a not quite homogeneous con- 
dition by the action of sulphuryl chloride on finely divided, slightly 
moist sodium azide. In contrast to the azides of organic sulphonic 
acids, it is violently explosive, frequently without apparent cause. 
Its decomposition in p-xylene solution (83%) begins at about 70°, 
and is completed by very gradually raising the temperature of the 
solution during about a week and continuing the process until 
further evolution of gas does not occur from the briskly boiling 
mixture. The unusual course of the change is indicated by the 
evolution of large quantities of sulphur dioxide. After removal 
of the p-xylene, the residue is made alkaline and distilled with 
superheated steam. The mixture of bases is separated and dis- 
tilled, when a solid base (C, see below) separates from the distillate. 
This is removed, and two further bases (A and B) are isolated in 
the form of the picrates from the filtrate, which also yields a neutral 
substance, D. The work is rendered unusually difficult by the 
danger of the operations, the minimal yields of well-defined products 
and their close resemblance to one another. The actual substances 
isolated are the following. Base A, y-aylidine, C,H,,N, a liquid 
with an odour of pyridine, which gives a very hygroscopic hydro- 
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thloride, a picrate, m. p. 152°, moderately soluble in alcohol or 
water, two platinichlorides, pale yellow crystals, m. p. 148°, and 
dark yellow crystals, m. p. 181°, respectively; a liquid base B, 
(,H,N, with pyridine-like odour, yields a non-hygroscopic hydro- 
1B chloride, m. p. 212—-213°, a picrate, m. p. 239°, which is sparingly 
“§ soluble in alcohol or water, and a platinichloride, plates, m. p. 260°; a 


‘“-8 solid, odourless, crystalline base, C, C,H,N, m. p. 112°, which gives 


anon-hygroscopic hydrochloride, m. p. 218°, a picrate, m. p. 218°, 
and two platinichlorides, pale yellow cystals, m. p. 242°, and dark 
yellow crystals, m. p. 181°: a neutral substance D, C,H,N, m. p. 85°. 
The constitution of the compounds C and D has not been eluci- 
“Bdated. For the structure of A and B, the following hypothesis 
is advanced. Sulphury]l azide 

decomposes initially into 

nitrogen and the _ residue 

-N-SO,°N: ; the latter then com- 

bines with two molecules of 

p-xylene, giving the compound 

(annexed formula I). This is, 

however, unstable, and loses 

sulphur dioxide, with the production of the univalent radicle 
(annexed formula II). Two such radicles are unable to unite with 
me another to yield a ditertiary hydrazine, and re-arrangement 
of hydrogen atoms consequently occurs between them in accordance 
CMe CMe with Wieland’s rule, thus leading 

to the production of the two 

HC/\ CH of \CH cisiaaeiia A and B (annexed 
HNC | HNC, formule III and IV). The con- 
\ stitution of the compound poorer 
wai og er in hydrogen cannot be regarded as 
(IIL) (IV.) established definitely, since it is 

' possible that the methyl groups 
play a part in the formation of the new ring; this possibility 
appears to be excluded in the case of w-xylidine (III) by the 
observation (Schmidt, following abstract) that a completely 
malogous y-aniline is produced from benzene under com- 
parable conditions. The addition of an imino-group to the 
benzene nucleus with the production of a three- and seven- 
membered ring has been observed previously in the case of nor- 
caradienecarboxylic acid. Additional evidence of the existence 


of the re" ring in w-xylidine is adduced from the observation 
that the substance is gradually decomposed by repeated evaporation 
with hydrochloric acid, with formation of ammonium chloride. 


=. We 


Action of Sulphuryl Azide on Benzene. FRIEDRICH 
Scxmipt (Ber., 1922, 55, [B], 1581—1583 ; cf. Curtius and Schmidt, 
preceding abstract)—Sulphuryl azide decomposes extremely 
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slowly when dissolved in boiling benzene, so that continuoy 
ebullition must be maintained for weeks to ensure the decompogi. 
tion of any considerable proportion of material. This drawback 
-has been overcome by the construction of an autoclave of glass 
without any metallic contact which permits the boiling point of 
the solution to be raised to the requisite extent. The product is 
worked up in the manner described by Curtius and Schmidt in 
their observations with p-xylene. Unexpectedly, the base obtained 
from the brown, humus-like product of the reaction is uniform: 
it has the composition C,H,N, and is termed y-aniline. It is quite 
distinct from the isomeric picolines. The yields are minimal, s 
that a complete examination of the new base is impossible. The 
observation that ammonium chloride is produced when it is re. 
peatedly evaporated with hydrochloric acid indicates the presence 
N 


of the iY ring. The mechanism of the change is less obvious 


than in the case of p-xylene, since it has not been possible to isolate 
the “anti-substance ’’ poorer in hydrogen. 
y-Aniline picrate has m. p. 163°. H. W. 


The Molecular Rearrangement of s-Bistriphenylmethyl- 
hydrazine. Jvuxius Stiecuitz and Ratpxn L. Brown (J. Amer. 
Chem. Soc., 1922, 44, 1270—1292).—The authors have repeated 
and extended the work of Stieglitz and Senior (A., 1917, i, 97). In 
addition to aniline, which was again isolated after hydrolysing 
the products of rearrangement of bistriphenylmethylhydrazine 
caused by heating the substance with anhydrous zinc chloride 
at 300°, benzophenone was isolated and identified. Triphenyl- 
methylamine could not be found, but this substance itself under- 
goes decomposition when heated with zinc chloride, giving ammonia, 
phenyldiphenylenemethane, and triphenylmethane, and all these 
compounds were isolated from the material resulting from heating 
bistriphenylmethylhydrazine with zinc chloride. These results 
are taken as supporting the following scheme for the rearrangement 
of the hydrazine under the experimental conditions, 
CPh,-NH-NH-CPh;—~CPh,-NH,+CPh,‘N ; CPh,-N—->CPh,-NPh, 
the phenyliminobenzophenone thus formed being hydrolysed to 
aniline and benzophenone. Quantitative estimations showed that 
the amount of ammonia or triphenylmethylamine formed is of 
the order demanded by the above scheme. This series of changes 
is discussed from the electronic point of view, in which it is con- 
sidered that the rearrangement is the result of an intramolecular 
oxidation-reduction which involves a migration of electrons from 
the methyl carbon to the nitrogen. At the same time, a thermal 
decomposition proceeds, which is also an intramolecular oxidation- 
reduction, involving the migration of electrons from the nitrogen 
to the methyl carbon atom. 

It was found that when the rearrangement reaction was carried 
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out in air, phenol was obtained in quantity, but none was found 
when the action was carried out in an atmosphere of carbon dioxide. 
Tentatively, it is suggested that the formation of phenol is due 
to the capture of oxygen by escaping migrating phenyl radicles, 
and in support of this view it was found that the sum of the aniline 
and the phenol obtained was roughly equal to the amount of 
ammonia formed. Further, it was observed that when bistri- 
phenylmethylhydrazine is heated with zinc chloride in the absence 
of air there is no rearrangement to an aniline derivative, and there 
js thus a possibility that the rearrangement described above is 
the result of an oxidation reaction in which the oxygen of the air 


takes part. 


Hydrazines. XXV.- A New Class of Ditertiary Aromatic 
Hydrazines. Hrtnrich WIELAND and ALBERT WECKER (Ber., 
1922, 55, [B], 1804—1815).—p-Phenylenediamines of all types are 
converted by oxidation in acid solution to quinonedi-immonium 
salts; the corresponding free bases which have a hydrogen atom 
attached to the imino-group are reduced by silver oxide or lead 
dioxide to the di-imines. The reaction is observed, not only with 
p-phenylenediamines but, in principle, with benzidines also. It has, 
however, been observed by Albert (Diss., Munich, 1916) that N.N’- 
diphenylbenzidine behaves in a different manner, giving a product 
which resembles in composition but differs in molecular weight and 
properties from the di-imine. This reaction has now been studied 
nore fully and extended to various substituted diphenylbenzidines. 
Itis shown that, as in the case of diphenylamine, the primary product 
isa radicle with bivalent nitrogen which immediately polymerises 
toa hydrazine : 


NHPh-C,H,"C,H,NHPh 
QNPhC,H,’C,H,NPh —-» 


NPh:C,H,°C,H,yNPh 


NPh-C,H,’°C,H,"NPh 
The products of the reaction represent a new class of ditertiary 
aromatic hydrazines; in bromoform solution, they have the simple 
molecular weight corresponding with the formula, but are poly- 
merised in benzene solution. They are reduced by zine dust and 
glacial acetic acid to the benzidines. The colourless bishydrazines 
dissociate in solution to the coloured radicles, and in this connexion 
the substituent in the para-position in the benzene nucleus exerts 
the same influence on the stability of the compound as was observed 
previously in the case of the tetra-arylhydrazines. Nitric oxide 
"fs absorbed readily by the coloured solutions. The radicles, when 
exposed to a high temperature for some time, exhibit the inter- 
molecular dissociation characteristic of substances containing 
bivalent nitrogen; the diarylamine is re-formed, whereas the sub- 
"ff stance poorer in hydrogen has not been identified. 
[With T. J. AtsEert.|—NWN’-diphenylbenzidine is oxidised by 
solid potassium permanganate in the presence of acetone or by 


silver oxide in the presence of pyridine to bisdiphenyldibiphenylene- 
ee* 
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hydrazine, a colourless solid which could not be caused to crystallise, 
It dissociates in boiling xylene into intensely coloured, brownish. 
red radicles which re-unite when the solution is cooled. Protracted 
heating leads to the production of amorphous substances which 
have not been investigated closely and NWN’-diphenylbenzidine, 
When dissolved in hot pyridine, it combines with nitric oxide, yield. 
ing diphenylbenzidinebisnitrosoamine, NO-NPh-C,H,°C,H,-NPh'NO, 
m. p. 158—160° (decomp.), which loses nitric oxide when heated 
in boiling xylene and regenerates the radicle, which suffers further 
change to diphenylbenzidine. 

Phenyl-p-tolylamine is converted by sulphuric acid and sodium 
dichromate in glacial acetic acid solution and treatment of the 
product with bisulphite into NN’-di-p-tolylbenzidine, leaflets, m. p, 
233°, which is transformed into the bishydrazine, an amorphous 
compound, m. p. 205° (indefinite). The latter exhibits strongly. 
marked dissociation in boiling toluene, in which it ultimately 
becomes converted into di-p-tolylbenzidine. The addition of 
triphenylmethyl could not be effected. On the other hand, the 
substance unites readily with nitric oxide in the presence of pyridine 
at 90°, giving the dinitrosoamine of di-p-tolylhydrazine, slender, 
yellow needles, m. p. 188—191° (decomp.). Elimination of nitric 
oxide and production of di-p-tolylbenzidine occurs in the same 
manner as with the derivative of diphenylbenzidine. 

NN’-Di-p-anisylhydrazine, lustrous crystals, m. p. 226°, is most 
conveniently oxidised by silver oxide to the corresponding bis- 
hydrazine, an amorphous, pale-grey powder, m. p. 200° (indefinite). 
It dissociates more readily than the similar substances described 
above, thus giving an intensely green solution in warm benzene. 
At a moderate temperature, it adds nitric oxide with the formation 
of the bisnitrosoamine, Co,H 0,N,, small, yellow needles, m. p. 160° 
(decomp.) which loses nitric oxide when heated in boiling toluene. 

p-Chlorodiphenylamine, m. p. 74°, is prepared from p-chloro- 
acetanilide, bromobenzene, potassium carbonate, and copper 
powder in boiling nitrobenzene solution, and is converted in the 
usual manner into NN’-di-p-chlorophenylbenzidine, lustrous leaflets, 
m. p. 205°. Dehydrogenation of the latter by potassium per- 
manganate in the presence of acetone gives the corresponding 
bishydrazine, an amorphous substance, m. p. 230° (indefinite). 
Dissociation of this substance occurs in boiling toluene with the 
production of a brownish-red solution. The radicle is converted 
by nitric oxide into the bisnitrosoamine, pale yellow needles, m. p. 
193° (decomp.). 

[With Fru. E. HAas.]—Quinobenzidine (annexed formula) is con- 
verted by silver oxide in the presence of pyridine and anhydrous ether 


ae \ /-\ ME into the corresponding bishydr- 


_ ” saa y— azine, a colourless, amorphous 
HCC > — a CH, powder, m. p. 172° (indefinite). 
H,C CH, 


The substance dissociates with 
difficulty ; its solutions in boil- 
ing xylene are colourless, but coloured solutions are formed i 


citri 
cino: 


pyri 
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ise, boiling ethyl benzoate. It is reduced by zinc dust and concentrated 
ish-{ hydrochloric acid in the presence of glacial acetic acid to quino- 


benzidine. H. W. 


Physico-chemical Studies on Biological Reactions. 
Il. Spectro-chemical Investigations on Amino-acids and 
Polypeptides. Pavt Hirscu and Rupoir Kunze (Fermentforsch., 
1922, 6, 30—55).— By means of the Pulfrich refractometer and the 
léwe interferometer, the authors have investigated the refrac- 
tions of a number of amino-acids and polypeptides with the view of 
obtaining data by means of which scission of polypeptides or 
proteins into their constituent amino-acids, as well as the reverse 
reactions, may be investigated. ee @ 


The Natural Proteins. I. Behaviour of Chlorine Dioxide 
towards Organic Substances. Ericu Scumipt and Kar. 
BraunsporF (Ber., 1922, 55, [B], 1529—1534; cf. Schmidt and 
Graumann, A., 1921, i, 912; Schmidt and Duysen, this vol., i, 206). 
—The behaviour of substances closely allied to the natural proteins 
towards chlorine dioxide has been investigated by the method 
described previously (Schmidt and Graumann, loc. cit.) except that 
it has been found advisable to alter the order of addition of the 
reagents in the final titration, 3 c.c. of 2-N-sulphuric acid, followed 
by 1:5 c.c. of 2-N-aqueous potassium iodide solution and 2—3 c.c. 
of water being run into the liquid in the given sequence. The sub- 
stances are considered to be stable towards the reagent when the 
chlorine dioxide content of the solution is not diminished by more 
than 2°, after periods of twenty-four, forty-eight, or seventy-two 
hours. ‘The following substances are stable : amino-acids and their 
derivatives (urethane, glycine, glycine hydrochloride, ethyl amino- 
aetate hydrochloride, aminoacetonitrile sulphate, glycineamide 
hydrochloride, phenylaminoacetic acid, hippuric acid, betaine, 
betaine hydrochloride, creatine, alanine, phenylalanine, valine, 
leucine and its hydrochloride, aspartic acid, asparagine, glutamic 
aid, serine, hydroxyproline, taurine, glycylglycine hydrochloride, 
lucylglycine, triglycine); amines and their derivatives (tetra- 
methylenediamine hydrochloride, pentamethylenediamine hydro- 
chloride, a-aminopropane-f-ol oxalate, guanidine hydrochloride, 
tettramethylammonium chloride, choline hydrochloride); amides 
and their derivatives (acetamide, chloroacetamide, propionamide, 
phenylacetamide, s-dimethyloxamide, carbamide, biuret, hydan- 
toin); imides (glutarimide, phthalimide); polyhydroxy-alcohols 
(thylene glycol, glycerol, mannitol, carbohydrates, inositol) ; 
mono- and poly-basic acids, esters (acetic acid, chloroacetic 
acid, stearic acid, benzoic acid, oxalic acid, adipic acid, trilaurin, 
tistearin, «-crotonic acid, maleic acid and its anhydride, 
fumaric acid); hydroxy-acids, esters (ethyl lactate, tartaric, 
tittic, and quinic acids); nitriles (acetonitrile, benzonitrile, suc- 
tnonitrile); cyclic compounds (benzene, naphthalene, cyclohexane, 
pyridine sulphate, quinoline hydrochloride, piperidine hydro- 

ee*2 
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chloride, 8-nitroanethole). The following substances are attackedfi 
by chlorine dioxide: amino-acids and. derivatives (tyrosine 
N-benzoyltyrosine, 3 : 4-dihydroxyphenylalanine, tryptophan, hist. 
idine hydrochloride, cystine) ; mono- and poly-hydroxyphenols; up. 
saturated carbon compounds (cyclohexene, ally! alcohol, anethole, 
cinnamyl alcohol, cinnamaldehyde, oleic acid, triolein, uric acid, 
furfuraldehyde, indole, $-methylindole); carbon-sulphur com. 
pounds (mercaptans, dialkyl disulphides, compounds such 4; 
thiocarbamide). 

Histologically, a solution of chlorine dioxide in acetic acid isfi 
found to be very useful for the removal of stains due to melanins 
from tissues without in the least affecting their anatomical features, ffi 

H. W. 


Yeast-nucleic Acid. III. H. Sreuprn and E. Prism 
(Z. physiol Chem., 1922, 120, 292—-295).—-Guanylic acid can be 
obtained from yeast-nucleic acid when the sodium salt of the latter 
is treated with dilute sodium hydroxide solution. The guanylic acid: 
portion of the molecule can thus be completely removed if the 
reaction takes place at the ordinary temperature. No guanylic 
acid is removed when the manipulation is carried out at 0°. 


8. 8. Z, 


The Dissolution of Gelatin. Frep FArRBROTHER and Enocu 
Swan (T., 1922, 121, 1237—1244). 


The Sol-Gel Equilibrium in Protein Systems. Rozzrr 
Herman Bocue (J. Amer. Chem. Soc., 1922, 44, 1313—1322). 
—Viscosity-plasticity relations of solutions of gelatin of different 
concentrations and over a temperature range from 25° to 60° have 
been studied by measurements with a MacMichael torsional vis. 
cometer. The results indicate that gelatin in aqueous solution 
follows the laws of viscous flow at the higher temperatures and has 
the properties of plastic flow at lower temperatures. The transi- 
tion between the sol and gel form does not take place at any definite 
temperature, but extends throughout a rather indefinite period of 
temperature. Further it was found that, at a given temperature, 
the increase or decrease in viscosity with time was dependent on 
the hydrogen-ion concentration, the nature of the inorganic ions 
present, and the amount of hydrolysed protein in the system. It 
is considered that the viscosity of pure gelatin at any given 
hydrogen-ion concentration is inversely proportional to some 
function of the temperature, and that, at equilibrium, there 
will be some viscosity which will correspond with every point of 
temperature. W. G. 


The Structure of Elastic Gels. Rosert Herman Bocvt 
(J. Amer. Chem. Soc., 1922, 44, 18343—1356; cf. preceding ab- 
stract and Chem. Met. Eng., 1920, 23, 61).—The author restates 
his theory as to the catenary or fibrillar structure of gelatin—water 
systems and quotes further work and contemporary investigations 
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in support of this hypothesis and further postulates. According 
to this theory, the sol consists of slightly hydrated or swollen 


ist. molecules united into short chains. When the temperature falls 


lite threads increase in length and number, and their power of 
water absorption increases, resulting in an increase in viscosity. 
A solid jelly results when the relative volume occupied by the 
‘Aywollen molecular threads has become so great that freedom of 
motion is lost, and the adjacent heavily swollen aggregates cohere. 
The rigidity is dependent on the relative amount of free solvent 
in the interstices of the aggregates, and on the amount of sol- 
vent that has been taken up by the gelatin in a hydrated or 

imbibed condition. The resiliency or elasticity is dependent on 
Hihe length and number of the catenary threads. Solution is the 
reverse of gelation and the swelling is determined by osmotic forces 
and the Donnan equilibrium. 

The results of a study of the influence of electrolytes, of varying 
hydrogen-ion concentration, and of the valency of the combining 
ion on several of the characteristic properties of gelatin, namely, 
swelling, viscosity, jelly consistency, foam, turbidity, and alcohol 
number, give additional support to the theory. Smith’s data on 
mutarotation (cf. J. Ind. Eng. Chem., 1920, 12, 878) are in accord 
with the theory, as is Loeb’s occlusion theory. W. G. 


Action of Alum on Animal Glue. A. Gursier, E. Saver, 
sand F. Scuenxiine (Kolloid Z., 1922, 30, 376—-395).—-Treatment 
of glue by alum brings about two actions, a strong increase in the 
viscosity without any visible change and at a higher temperature 
in faintly acid solutions the formation of a precipitate. The addi- 
tin of alum to both bone and leather glue immediately reduces 
the colour. The sensitiveness of glue to alum varies with the 
different varieties, thus the viscosity of leather glue is increased 
by very small concentrations of alum, whilst very large concen- 
trations are necessary to give a noteworthy increase of viscosity 
with bone glue. At higher temperatures, in the case of leather 
glue there is a continuous decrease in the viscosity, depending on 
the concentration of the alum and the time during which the two 
substances have been in contact. Bone glue is much more stable 
than leather glue to high temperatures and to alum. The basic 
aluminium compounds and aluminium hydroxide which are present 
in colloidal form in alum solution have a specific action on glue, 
and, further, the hydrogen ion, due to hydrolysis, also has a specific 
action. Glue jellies mixed with alum on dialysis allow all the other 
constituents of the alum to be removed, but hold the aluminium 
back quantitatively. The precipitates produced during the clari- 
fication of glue by alum and phosphoric acid contain both glue and 
aluminium in varying proportions, and belong to the group of 
adsorption compounds; they have a considerable surface energy 
and consequently possess a great clarifying power. The more 
rapidly the precipitate forms, the greater is its clarifying power. 
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After a correctly carried out clarification, the glue contains on} 
small quantities of aluminium, but it contains the whole of the 
acid added. ‘The clarification of glue is accompanied always by a 
deterioration, as shown by the decrease in the viscosity. This 
is not due directly to the clarification process, but to secondary 
reactions. The acid added and the prolonged heating bring about 
hydrolysis which yields substances that are not glue-like. Leather 
glue is more sensitive than bone glue in this respect. J. F.S. 


The Composition of Silk Fibroin and its Structure, 
Emit ABDERHALDEN (Z. physiol. Chem., 1922, 120, 207—213)— 
One hundred parts of ash-free silk fibroin yielded 25 of d-alanine, 
2-5 of l-leucine, 1-5 of phenylalanine, 1-8 of J-serine, and 1 of 
l-proline. Altogether 86-4% of the amino-acids were accounted 
for. The examination of products in the intermediate stages of the 
process of hydrolysis showed the presence of considerable quantities 
of d-alanyl-glycine anhydride m. p. 240—247°, [a], —5-02°, small 
quantities of glycyl-l-tyrosine anhydride, and a compound containing 
serine, d-alanine, and glycine. 8.8. Z. 


The Protamines. R. EBEerHarD Gross (Z. physiol. Chem., 
1922, 120, 167—184).—When clupeine is heated for eighty minutes 
with 4 vol. % sulphuric acid at 160°, it loses the property of giving 
the biuret reaction. The hydrolysed product contains arginine, 
and monoamino-acids as well as a dipeptide-like compound consisting 
of a combination of at least two arginine molecules. By precipitat- 
ing with phosphotungstic acid in alcoholic solution, it is possible to 
separate free arginine from the arginine peptide. The author 
confirms Nelson-Gerhardt’s deduction (A., 1919, i, 503) that in 
clupeine the monoamino-acids are linked together. 8.8. Z. 


The Poisonous Substance of Toads. HztnricH WIELAND 
and Ricuarp Auuzs (Ber., 1922, 55, [B], 1789—1798 ; cf. Wieland 
and Weil, A.,1913,i,1343).—Further attempts to isolate the poisonous 
material from the skin of the toad have led to an unexpected result, 
since a more careful repetition of methods that were previously 
successful did not lead to the isolation of bufotalin. It now appears 
that this is not present as such, but is a product of the decomposition 
of the actual poison, bufotoxin, CygH™.0,,N,, m. p. 204—205° 
(decomp.). The isolation of the latter from the extract of the skins 
and from the secretions of the glands is described in detail. Bufo- 
toxin is readily reduced by hydrogen in alcoholic solution in the 
presence of palladium black to hydrobufotoxin, CyyH40,,N, slender 
needles, m. p. 187°. Bufotoxin is readily hydrolysed by mineral 
acids to bufotalein and suberylarginine ; the latter could not be 
caused to crystallise, but its composition is established by hydro- 
lysing it with more concentrated acid to suberic acid and arginine. 
The constitution of bufotoxin may be resolved as follows : 


tities 
small 
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AcO: }C,,H3,°0-CO-[CH,],-CO‘NH-C-NH -[CH,],°CH 
(HO)HC: | | 
HO-C< NH CO,H 


ls conversion into bufotalin is expressed by the scheme: 


in accordance with the equation: C,,)H,.0,,N, — 

bufotalein) +-C,,H,,0;N,-+-CH,-CO,H +H,0. 

Acetylbufotalin is converted by concentrated hydrochloric acid 
into acetylbufotalein, C,,H3,0,, which is identical with the product 
obtained by Wieland and Weil (loc. cit.) by the acetylation of 
bufotalein. Catalytic hydrogenation of acetylbufotalein in the 
presence of platinum black leads to the formation of acetylbufo- 
talan, CogH 904, aggregates of needles, m. p. 165°. H. W. 


Physico-chemical Studies on Biological Reactions. I. 
PauL Hirscuw (Fermentforsch., 1922, 6, 27—29).—The author is 
proposing to employ physico-chemical methods, particularly optical 
methods, for the investigation of the problems of enzymes and 
immuno-chemistry. i. H. P. 


Dependence of the Action of Succinodehydrogenase on 
Hydrogen-ion Concentration. Erik Ontsson (Skand. Arch. 
Physiol., 1921, 41, 77—100 ; from Chem. Zentr., 1922, i, 58 (cf. 
this vol., i, 792, and Widmark, A., i, 600).—Succinodehydrogenase 
prepared from horse muscle has as optimum conditions Py 8-7 and 
4°, Higher temperatures depress activity. The enzyme is inactive 
it55°. The velocity of reaction is independent of the concentration 
ofthe reacting substances, provided they are present in minimal 


amount. G. W. R. 


The Reactions of the Arsines. II. Condensation of Aro- 
matic Primary Arsines with Aldehydes. CuHarRLzes SHaTTuUcK 
PatMER and Roger Apams (J. Amer. Chem. Soc., 1922, 44, 1356— 
1382; cf. A., 1921, i, 70)—Primary arylarsines and aldehydes 
= in three ways, depending on the conditions of the reaction, as 
dllows :— 


(1) ASH,Ph + 2R°CHO == AsPh(CHR-OH),. (2) AsH,Ph + 
RWCHO = PhAsC Onrpg >AsPh + 2CH,R-OH. (3) 2AsH,Ph + 
2RCHO = AsPh:AsPh + 2CH,R-OH. 

Aromatic primary arsines and aliphatic aldehydes condense in the 
presence of concentrated hydrochloric acid at room temperature 
fo give compounds of the type AsPh(CHR-OH),. With aromatic 
ildehydes, it is best to use dry hydrogen chloride, with or without 
‘solvent. 

Details are given for preparing phenylarsinic acid and phenyl- 
arsine on a large scale, and from the latter the following compounds 
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are prepared. Phenylarsine has d3 1-349, n> 1-6082. Phenyl. 
di-a-hydroxyethylarsine, AsPh(CHMe-OH),, has b. p. 175—176°/2 
mm., d3 1-252, n§ 1-5619, giving a platinichloride, m. p. 169~ 
170°. Phenyldi-«-hydroxy-n-propylarsine, b. p. 196—197°/24 mm, 
d= 1-176, n® 1°5425 giving a platinichloride, m. p. 148—149° 
Phenyldi-«-hydroxy-n-butylarsine, b. p. 187°/10 mm.,d3 1:11, 
n> 1:5271 giving a platinichloride, m. p. 119—121°. Phenyl. 
di-«-hydroxyisovalerylarsine, b. p. 170°/6 mm., m. p. 62°, d3 1-079, 
n> 1:5202 giving a platinichloride, m. p. 84—85°. Phenylii. 
a-hydroxy-n-heptylarsine, b. p. 263—264°/2 mm.,d% 1-069, 1% 
1-4650. Phenyldi-«-hydroxy-p-chlorobenzylarsine, m. p. 164°, 
Phenyldi-«-hydroxy-p-methoxybenzylarsine, a yellow oil. Phenyldi-2. 
hydroxy-o-carbomethoxybenzylarsine, m. p. 145—147°. 

[With W. A. Caroruzrs.]}—p-Chlorophenylarsine, m. p. 30:5~ 
30°7°; b. p. 116°/33 mm., 159°/200 mm.; d 2 1-507, nF 1-6143 gives 
p-chlorophenyldi-«-hydroxybenzylarsine, m. p. 218—218-5°, and 
p-chlorophenyldi-«-hydroxyethylarsine, b. p. 183°/23 mm.; d% 
1-336 ; n> 1-5728. 

[With E. E. Parks.]—vo-Chlorophenylarsine, b. p. 206°, d 2 1-519, 
n> 1-6250, obtained from o-chlorophenylarsinic acid, m. p. 186— 
187°, gives o-chlorophenyldi-a-hydroxybenzylarsine, m. p. 146—-147°. 

[With G. O. Burr.}—p-Tolylarsine, b. p. 113°5°/44 mm., m. p. 
20°, d 1-295, n> 1-5891, gives p-tolyldi-«-hydrorybenzylarsine, 
m. p., 208° and p-tolyldi-«-hydroxyethylarsine, b. p. 176—177° /22 mm., 
di} 1-2331, nf 1-5570. 

[With J. 8. Prercz.}|—-o-7'olylarsine, b. p. 121°/93 mm., d 3 1-301; 
n> 1-5925, gives o-lolyldi-«-hydroxybenzylarsine, m. p., 140° and 
0-tolyldi-«-hydroxyethylarsine, b. p. 165°/21 mm., dB 1-244, nj 
1-5573. 

Many of these compounds oxidise slowly in the air with the 
formation of an arsinic acid and aldehyde. The process is more 
rapid in the presence of a solvent such as carbon tetrachloride. 
With oxidising agents, halogens, phosphorus pentachloride and 
phenylarsenious chloride these compounds behave exactly as if 
they were a mixture of phenylarsine and aldehyde. The aliphatic 
derivatives may be titrated quantitatively in ethereal solution with 
iodine, the following reaction occurring: CgH;As(CHR-OH),+ 
21, —> AsPhI,+2HI-+2R-CHO. 

The compounds form unstable additive products with halogen 
acids and stable additive compounds with chloroplatinic acid. 
They are decidedly stable towards reducing agents and towards 
certain dehydrating agents. They do not react with Grignard 
reagents. With certain dehydrating agents such as acetyl chloride, 
acetic anhydride, or even anhydrous hydrogen chloride, they react 
to give tetrahydro-1:4:2:5-dioxadiarsines as shown in equation (2) 
above. These compounds are also obtained directly from primary 
aromatic arsines and aldehydes by leaving the mixture for two days 
in the presence of anhydrous hydrogen chloride ; the following are 
described. 2: 5-Diphenyltetrahydro-1:4 : 2: 5-dioxadiarsine, b. p., 215 
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—216°/9 mm., d3 1-547, n> 1-6522. 2:5-Diphenyl-3 : 6-dimethyl- 
tetrahydro-1 : 4:2: 5-dioxadiarsine, b. p. 257°/10 mm., dZ 1-369, np 
16332, giving a platinichloride,m. p. 130—131°, and a cuprichloride, 
m. p. 150—-152°. 2: 5-Diphenyl-3 : 6-diethyltetrahydro-1 : 4: 2 : 5-dioxa- 
diarsine, b. p. 212°/2 mm., d% 1-336, n$1-6217. 2:5-Diphenyl-3:6-di- 
n-propyltetrahydro-| : 4: 2 : 5-dioxadiarsine,b.p. 241——242°/2 mm., dz 
1-297, n® 1°5856. 2:5-Diphenyl-3:6-di-isobutyltetrahydro-1 : 4:2: 5- 
diovadiarsine, b. p. 240°/16 mm., dZ 1-296, nF 1-5869, giving a 
platinichloride, m. p. 76—77°, and a cuprichloride, m. p. 78—79°. 
2:5-Diphenyl-3:6-difuryltetrahydro-1:4:2:5-dioxadiarsine. The tetra- 
hydrodioxadiarsines oxidise in the air to give arylarsine oxides and 
aldehydes. With iodine and phosphorus pentachloride, products 
are obtained which might be expected from a mixture of arylarsine 
and aldehyde. 

The reaction of type (3) given above occurs when a mixture of 
an aromatic primary arsine and an aromatic aldehyde is left at room 
temperature without a catalyst or if the mixture is heated with or 
without a catalyst. W. G. 


Physiological Chemistry. 


Surface Reactions in Living Cells. O. Warsure (Z. Elek- 
trochem., 1922, 28, 70—75).—:The processes of breathing and assimi- 
lation by living cells has been investigated in the case of red blood- 
corpuscles, and bacterial and plant cells in various circumstances. The 
rate of oxidation of cystine, and that of assimilation, in the presence 
of narcotics has been investigated, and the quantity of narcotic 
determined, in the case of alcohols, urethanes, ketones, nitriles, and 
substituted carbamides, which is necessary to reduce the assimila- 
tion by 50%.° The quantity of narcotic decreases rapidly from 
member to member in an homologous series, thus a solution of 
methyl alcohol containing 5 mols. per litre cuts down the breathing 
and assimilation by 50%, whilst 0-045 mol. per litre of amyl alcohol 
has the same effect. The following hypothesis of the surface action of 
living cells is put forward. The surface of the solid cell constituents 
is to he regarded as a mosaic of regions poor in iron and rich in iron, 
of which those poor in iron are the most abundant. Both the 
metal-containing and metal-free areas adsorb dissolved substances 
from the cell fluids, and in general to the same extent. Hydro- 
cyanic acid, on account of its aftinity for the heavy metals, is mainly 
adsorbed on the metal-containing areas. Consequently the seat 
of the chemical processes, breathing and assimilation, is the iron- 
containing surface. When hydrocyanic acid is brought into a 
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living cell, its effect is to displace the reacting substances from the 
iron-containing regions and so stop assimilation and breathing. 
Very little hydrocyanic acid is sufficient to achieve this, since the 
metal-containing areas constitute only a small fraction of the whole 
surface. For the same reason, the displacement from the metal. 
containing areas leads to no noticeable reduction in the total amount 
of adsorbed substance. Consequently, tHe action of hydrocyanic 
acid depends on specific adsorption and displacement. Narcotics 
displace the reacting substances from both regions and to the same 
extent, and so stop breathing and assimilation, but in this case the 
whole surface must be covered with the displacing substance. The 
quantity of narcotic necessary to produce the same effect on assimi- 
lation and breathing is therefore extremely large in comparison 
with the amount of hydrocyanic acid. Hence it may be stated 
that the cause of the acceleration of reactions in living cells is the 
adsorption in iron-containing parts of the surface. J. FS. 


The Réle of Vitamins in the Chemistry of the Cell. 
W. R. Hess (Z. physiol. Chem., 1922, 120, 277—280).—Polemical 
in reply to Abderhalden (this vol., i, 607). 


The Action of Whole Blood on Acids. Ernust Laurence 
KenNNAWAY and JAMES McIntosn (Biochem. J., 1922, 16, 380— 
386).—If sulphuric acid (0-01) containing 0-9% of sodium chloride 
be shaken with whole blood, and the mixture centrifuged, about 
80% of the acid is removed, so that it is no longer titrable in the | 
fluid. If acid be added to plasma, the amount neutralised is 
approximately constant for a given amount of plasma, and does 
not vary with the amount of acid used. On the other hand, the 
resulting Py, in the two cases is approximately the same for a 


given ratio of acid to blood, the plasma showing a rather greater § s 


acidity. Laked blood does not appear to neutralise so efficiently | 
as whole blood, and so the action of the latter seems to be due to | 


some form of adsorption, dependent on the structure of the cor- | 


puscles. W. O. K. 


Carbonic Acid Compounds and Hydrogen-ion Activities | 
in Blood and SaltSolutions. Erik Jonan WarBura (Biochem. | 
J., 1922, 16, 153—-340).—This comprehensive paper deals with the 
equilibrium of dissolved substances in homogeneous and hetero- 
geneous media, with particular reference to the theories of Bjerrum 
and of Donnan. The general theoretical results are applied to 
elucidate the carbon dioxide equilibrium and the hydrogen-ion 
concentration in blood and also the development of a modified 
Henderson-Hasselbach equation. For the mathematica] and ex- 
perimental investigations and results, the original must be con- 


sulted. The paper includes valuable reviews of previous “pag 
W. O. K. 


Calcium in the Blood of various Species of Animals. 


P. Mazzocco (Anal. Asoc. Quim. Argentina, 1921, 9, 313—325).—- 
The method of Halverson and Bergeim (A., 1918, i, 50) is modified 
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by using trichloroacetic acid (cf. Lyman, A., 1917, ii, 271) instead 
g sodium picrate to precipitate albumins. An improved method 
of washing the precipitate of calcium oxalate by decantation is 
described. Data are given for the calcium content of entire blood, 
jlasma, corpuscles, and serum for different species of animals. The 
alcium content of the blood constituents of the same animal species 
svery constant. Calcium occurs, although in small amounts, equally 
innucleated and non-nucleated red corpuscles. The calcium content 
if plasma is practically identical with that of serum. G. W. R. 


Does Cyanic Acid Exist in the Blood ? Mauricz Nictoux 
ad GEORGES WELTER (Compt. rend., 1922, 174, 1733—1735).— 
The authors find no indication of the presence of cyanic acid either 
in blood or lymph in the normal state. W. G. 


Blood Sugar. II. Alimentary Hyperglycemia under 
Normal and Pathological Conditions. Max RosEnBERG (Arch. 
apt. Path. Pharm., 1922, 93, 208—240).—A comparative analysis 
of the type of curves obtained by estimating the sugar of the blood 
at intervals after the oral administration of 100 grams of dextrose 


in normal individuals, in diabetes and in hyperthyroidism. 
C. R. H. 


Creatine and Creatinine Metabolism. IV. The Question 
of the Occurrence of Creatinine and Creatine in Blood. 
JEANETTE ALLEN Berure and Stantey R. Benepict (J. Biol. 
Chem., 1922, 52, 11—33).—In the estimation of creatinine in 
blood filtrates by Folin’s method (A., 1914, ii, 505) the coloration 
produced with picric acid is due to a substance which differs from 
creatinine in two respects; it is not adsorbed by kaolin from acid 
lutions, neither is it destroyed by boiling with alkalis. The 
amount of chromogenic substance present in the blood increases 
when the kidney function is impaired, and, in this case, it is to some 
extent adsorbed by kaolin and destroyed by alkalis. Nevertheless, 
1 it was found impossible to isolate creatinine from such bloods, 
ithough small quantities of added creatinine were recovered 
amost quantitatively in the form of the zinc chloride compound. 
It is thus improbable that creatinine is present in blood in more 
7 than minute amounts. 

The creatine content of blood is best estimated by a method 
similar to that used for urine (A., 1914, ii, 688). The preliminary 
conversion into creatinine must not be effected by heating with 
picric acid, since, under these conditions, picric acid reacts with 
blood to give a product yielding colour on addition of alkali. The 
7 blood of dogs with impaired kidney function showed a high 
creatine content; this suggests that blood creatine is a waste 
product which is eliminated by the kidney in the form of creatinine 
or of some other substance. E. 8. 


The Relation of Salivary to Gastric Secretion. TomoIcui 
Nakagawa (Biochem. J., 1922, 16, 390—393)—Boiled potato 
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starch inhibits the action of the pepsin and accelerates the action 
of the rennin of the natural gastric juice, but not after being 
acted on by fresh human saliva. Saliva has a delaying action of its 
own on the clotting of milk. 


Intestinal Intoxication. I. The Presence and Significance 
of Histamine in an Obstructed Bowel. R.W. GERARD (J. Biol, 
Chem., 1922, 52, 111—124).—The presence of histamine in the 
fluid contained in closed loops of the large and small intestine 
of dogs was indicated qualitatively by its depressant action when 


injected intravenously in dogs, and by its action on strips of the | 


intestine of a guinea pig. Estimations by the method of Hanke 
and Koessler (A., 1920, ii, 784) gave average values corresponding 
with 2 to 3 mg. of the dihydrochloride per 100 c.c. of fluid. Evi- 
dence was also obtained of the presence of a histamine derivative 
of a peptide nature. No histamine was found in the sterile secre- 
tion of jejunum, although it was present in the sterile mucosa. 
Loop fluid and mucosa also contain histidine. E. S$. 


The Oxidising Enzymes in the Phenomena of Life in its 
Normal and Pathological States. G. Marinesco (Bul. Soc. 
Chim. Romania, 1922, 4, 3—12).—A more detailed account of work 
already published (A., 1920, i, 130). W. G. 


Decomposition of Proteins of Organs. K.THomas (Festschr. 
K. Wilhelm Ges. Ford. Wiss. Zehnjahrigen Jubilawm., 1921, 205— 
207; from Physiol. Absir., 1922, 7, 187).—Organ protein undergoes 
in the body changes which are different from those undergone by 
protein introduced in the food. For example, arginine is regularly 
formed from organ protein during minimum nitrogen excretion, 
whereas it is not formed from food protein. The amino-acids in 
the organ protein can apparently undergo chemical changes without 
cleavage of the peptide linking. W. O. K. 


Origin and Destiny of Cholesterol in the Animal 
Organism. XIII. The Autolysis of Liver and Spleen. Joun 
ADDYMAN GARDNER and WILLIAM Fox (Proc. Roy. Soc., 1922, 
[B], 93, 486—492).—The autolysis under aseptic conditions of 
liver and spleen is not accompanied by increase in the amount of 
cholesterol present. It is unlikely therefore that either of these 
organs is concerned with the synthesis of cholesterol in the body. 

C. R. H. 


The Permeability of the Glomerulus Membrane for 
Stereoisomeric Sugars. H.J. Hampurcsr (Berlin Klin. Woch., 
1922, 1, 418; from Physiol. Abstr., 1922, 7, 192)—The permea- 
bility of the membrane is not related to the size of molecule of 
the sugar, but to its configuration; thus lactose goes through 
although its molecule is twice the size of that of dextrose, which 
does not; d-galactose consists of a- and §-modifications, one of 
which passes; the other does not. The same is true for a- and 
8-xylose. W .O. K. 
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The Influence of Adrenaline on the Permeability of the 
Limiting Membrane of Muscle Fibres. HERMANN LANGE 
(Z. physiol. Chem., 1922, 120, 249—266).—It has been ascertained 
by chemical and physiological methods that adrenaline possesses 
the property of diminishing the permeability of the limiting 
membrane of the muscle fibres of the frog. 8. 8. Z. 


Continuous Current and Permeability (in Muscle). II. 
Effect of Alkaloidal Salts and Other Organic Electrolytes. 
JosePpH VoRscHUTz (Pfliiger’s Archiv, 1921, 190, 54—65; from 


@ Chem. Zentr., 1922, i, 3).—A continuation of work on the electrical 


effect of substances on muscle. Strychnine, pilocarpine, codeine, 
and brucine salts are electrically indifferent: atropine, cocaine, and 
morphine salts react electronegatively. Quinine, optochin, and 
caffeine salts, and to a lesser degree cinchonine salts, develop a 
strong continuous current. These alkaloids, which are muscle 
poisons, probably exert their effect on muscle by means of the 
free bases liberated by hydrolysis. Salts of quaternary ammonium 
bases, sodium salts of the lower fatty acids, sodium salicylate, 
and sodium benzoate are almost without effect or react slightly 
electronegatively. The effect is independent of the length of the 
carbon chain. G. W. R. 


The Physiology of Creatine. Orro Rixssrer (Z. physiol. 
Chem., 1922, 120, 189—206).—Although the total creatine-content 
of the mixed skeletal muscles of the rabbit is always the same, 
those of the various muscles differ from one another by amounts 
depending on the rate of contraction. Parallelism exists between 
the creatine and the lactacidogen contents of the various muscles. 
This parallelism does not persist when the condition of the muscles 
isaltered by various factors. The author cannot confirm R. Kahn’s 
observations (Pfluger’s Archiv, 1919, 177, 294). 8. 8S. Z. 


The Effect of Cold Storage on the Carnosine Content 
of Muscle. Wrinirrep Mary Cuirrorp (Biochem. J., 1922, 16, 
341—343).—Using the colorimetric method previously described 
(Clifford, A., 1921, ii, 604), it has been found that the carnosine 
content of meat decreases during cold storage. W. O. K. 


Influence of Minute Concentrations of Acid and Alkali 
on the Blood-vessels and other Smooth Muscle. Pav. 
HeyMANN (Arch. expt. Path. Pharm., 1922, 90, 27—76).—The 
existing literature dealing with the physiological action of acid 
and alkali on smooth muscle is reviewed at some length. A long 
series of experiments, performed for the most part by the per- 
fusion of the blood-vessels of frogs or of surviving rabbits’ ears, 
is described. The effect on the rate of flow of the perfusion fluid 
caused by the addition of small amounts of acid and alkali was 
investigated, and some experiments were also carried out on 
isolated strips of smooth muscle. It was found that concentrations 
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of acid or alkali of the order of N/1000 cause marked vag. 
constriction; this is antagonised by sodium nitrite and by hype. 
tonic salt and sugar solutions. The effect was obtained both with 
Ringer’s solution and with serum as the original perfusion fluid, 
Simultaneously with the vaso-constriction, there appears marked 
cedema, the formation of which is, however, apparently dependent 
on the particular acid employed; those acids (sulphuric and phos. 
phoric) which have the weakest vaso-constrictor effect produce 
the greatest cedema. 

The constrictor effect of adrenaline is abolished or reversed 
during perfusion with acid fluids; it is unaffected by alkalis. 

In physiological salt solution (free from calcium), lactic acid and 
carbon dioxide cause vaso-dilatation. Isolated smooth muscle is 
stimulated by small and inhibited by large concentrations of acid 
and alkali. Alkalis act directly on the muscle alone; acids also 
act on the nervous apparatus, which they first stimulate and then 
inhibit. C. R. H. 


Action of Muscle Tissue on Fumaric, Maleic, Glutaconic, 
and Malic Acids. H. D. Dax (J. Biol. Chem., 1922, 52, 183— 
189).—By the action of muscle enzymes, fumaric acid is converted 
into J-malic acid and not into i-malic acid, as stated by Einbeck 
(A., 1919, i, 467). Maleic acid, under the same conditions, gives 
no trace of malic acid; glutaconic acid, however, is to a small 
extent converted into $-hydroxyglutamic acid. When i-malic 
acid is submitted to the action of muscle tissue, the levo-component 
is preferentially consumed and is converted, to some extent, into 
fumaric acid. The bisphenylhydrazide of i-malic acid, colourless 
prisms, m. p. 221—224° (uncorr.), has been prepared. E. 8. 


Spontaneous Reducing Effect of Muscle on Methylene- 
blue. Physiology of Dehydrogenases. GuNnNAR AHLGREN 
(Skand. Arch. Physiol., 1921, 44, 1—30; from Chem. Zentr., 1922, 
i, 58; cf. Widmark, A., i, 600).—By the agency of dehydrogenases 
occurring in muscle, hydrogen is abstracted from certain sub- 
stances, called hydrogen “ donators,” and added to methylene- 
blue, which is changed thereby to the leuco-base. Methylene-blue, 
acting as hydrogen acceptor, thus plays the same physiological 
rdle as oxygen. Substances which can act as hydrogen donators 
have specific dehydrogenases. The reducing power of muscle is 
estimated by determining the time required for decolorisation 
of known amounts of methylene-blue. The red muscle of rabbits 
and doves has greater reducing power than white muscle. Heart 
muscle has greater reducing power than skeletal muscle. Seasonal 
variation in reducing power of frog muscle was observed with a 
summer maximum and a winter minimum. Reducing power is 
greatest in mammalian muscle. The lowest reducing power is 
shown by the muscle of worms. G. W. R. 


_ Alligator and Crocodile Oils. Saémer KosayasHl 
(J. Chem. Ind., Japan, 1922, 25, 691—703)—An alligator oil 
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A ybtained from Alligator mississipiensis from North America is a 
. Blight yellow liquid of peculiar fishy odour (d;° 0°9285 and n” 1°4795). 


4rachidonic, clupanodonic, oleic, and palmitic acids, and a new 


Bicid of the C,H,, ,0, series were detected in the saponification 


product of the oil. The new acid, C,.H,,0,, has n” 1:4888 and 
iodine value 308°0, and on hydrogenation gives an acid of 
n. p. 76—76°5°. A crocodile oil obtained from Crocodilus niloticus 
from Africa is a solid fat at room temperature (d{° 0°8989, n® 1°4602, 
iodine value 60°3). It is mainly composed of almost equal amounts 
of oleic and stearic esters, a small amount of highly unsaturated 
acid esters being also present. 


The Dyes from Purpura aperta and Purpura lapillus. P. 
FRIEDLANDER (Ber., 1922, 55, [B], 1655—1658).—The dye obtained 
fom Purpura aperta appears to be identical with 6 : 6’-dibromo- 
indigotin in so far as elementary analysis, solubility, dyeing 
capacity, and absorption spectrum allow a judgment to be formed. 
Amore complete comparison of the natural and synthetic products 
was impossible by reason of the limited amount of dye available. 
The dye from Purpura lapillus appears to be identical with dibromo- 
indigotin, but the amount of material was too small to permit an 
elementary analysis. H. W. 


Comparative Spectroscopic Study of the Green Pigment 
of the Chetoptera and of the Chlorophyll of the Ulva. 
Marc Romtevu and FERNAND OBaTon (Compt. rend., 1922, 175, 
51—54).—The spectra of chetopterin, the green pigment of 
Chetoptera and of the chlorophyll of Ulva coincide almost exactly, 
and thus indicate the relationship of the two pigments. Chetop- 
tein is thus a pigment of extrinsic origin, which must be placed 
in the group of enterochlorophylls. W. G. 


The Origin of Creatine and Creatinine. H. STrevpeEr and 
R. FreisE (Z. physiol. Chem., 1922, 120, 244—248).—tThe intra- 
venous injection of the sodium salt of nucleic acid and of histidine 
in the dog did not alter the creatinine content of the urine. It 
was, however, observed in some of these experiments that the 
injection influenced the metabolic process. 8. 8. Z. 


Sulphohemoglobinemia. A. A. HIJMANS VAN DEN BERGH 
(Proc. K. Akad. Wetensch. Amsterdam, 1922, 23, 13892—1398).— 
In the blood of a certain percentage of healthy rabbits and in that 
of human beings suffering from intestinal stasis, spectroscopic 
evidence is obtained of the presence of sulphohemoglobin. Com- 
bined estimations of the available hemoglobin by Barcroft’s 
method and of the iron-content by the titanium method show 
that as much as 20% of the total hemoglobin may be in the form 
of the sulphur compound. Sulphohemoglobinzmia is not associated 
with the presence of demonstrable amounts of hydrogen sulphide 
in the blood serum. C. R. H. 
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The Composition of the Scales in Psoriasis. yp, 
ARDERHAILDEN and BERNHARD ZoRN (Z. physiol. Chem., 1922, 
120, 214—219).—On extracting 9-2742 grams of the dry scale 
with carbon tetrachloride in a Soxhlet apparatus 0-6894 gram 
was obtained of a fraction containing 0-00075 of phosphorus. The 
extracted residue contained 0-0233 of phosphorus. The moisture 
varied from 7-45 to 9-5%. The average ash content of dry scales was 
found to be 1-185%. The following amino-acids were established 
in the substance :—Alanine 45%, serine 0-78%, cystine 1-85%, 
valine 3-25%, leucine 5-25°%, glutamic acid 65%, phenylalanine 
2:32%, tyrosine 3-25°%, and proline 3-05%. 8. 8. Z, 


The [Physiological] Action of Mercury. Wut11AM Saray? 
and NATHANIEL Kixerrman (J. Pharm. Expt. Ther., 1922, 19, 
315--330).—-Mercury salts produce in animals a sudden fall of 
blood-pressure and depression and paralysis of respiration, and 
in some cases profound cardiac disturbances. W. O. K. 


Pharmacological Studies on Acetone. Wuiiiam Satanr 
and NATHANIEL Kierrman (J. Pharm. Expt. Ther., 1922, 19, 293— 
306).—The pharmacological action of acetone is considerable, 
especially in inhibiting the respiration and heart-beat, and in pro- 
ducing fall of blood-pressure. It is particularly potent when a 
number of just active doses are given. W. O. K. 


Toxicity of Scatole. Wmitam Satant and NATHANIEL 
Kuierrman (J. Pharm. Expt. Ther., 1922, 19, 307—313).---Scatole 
is a toxic substance, causing depression of the circulation and of 
the central nervous system. W. O. K. 


Chemistry of Vegetable Physiology and Agriculture. 


Effect of Sugar on the Production of Indole. R. 
APPELMANS (Compt. rend. Soc. Biol., 1921, 85, 725—-727; from 
Chem. Zentr., 1922, i, 52—53).—-The production of indole was 
studied in media with and without sugars; the sugars used being 
dextrose, maltose, sucrose, lactose, and mannitol. With Bacillus 
coli there is a general parallelism between the inhibition of indole 
production and gas formation; two exceptions were observed 
in the presence of sucrose. Similar results were obtained with 
Proteus vulgaris, Bacillus pseudodysentericus, cholera vibrio, and 
Vibrio septicus. The production of indole can occur when the 
fermentable material is used up. G. W. R. 
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Effect of Manganous Chloride on the Formation of 
Diphtheria Toxin. L. E. Watsum (Compt. rend. Soc. Biol., 
1921, 85, 619—620; from Chem. Zenir., 1922, i, 51).—Diphtheria 
pacilli are cultivated in bouillon with 1-5°% Witte peptone, 0-5% 
sodium chloride, and 0-2% invert-sugar. The formation of toxin 
js increased six-fold by the addition of 0-01 c.c. of N-manganous 
chloride to 1000 c.c. of the medium. Larger additions of manganous 
chloride decrease the formation of toxin. G. W. R. 


Effect of Different Metallic Salts on the Formation of 
Staphylolysin. L. E. Watsum (Compt. rend. Soc. Biol., 1921, 
85, 376—377; from Chem. Zentr., 1922, i, 51)—The addition of 
equivalent amounts of salts of magnesium, manganese, nickel, 
cadmium, gold, or platinum causes a decrease in the formation 
of staphylolysin ; salts of other metals, particularly calcium, exert 
an inhibitory effect. G. W. R. 


Nitrogen Nutrition of Yeast. FReprERIck K. Swopopa 


\LANT 
293— ff (J. Biol. Chem., 1922, 52, 91—109).—The effect of various sub- 
rable, | stances on the nitrogen nutrition of yeast was studied, the special 
| pro- ff feature of the experiments being the addition to the synthetic 
en a § media employed of a constant quantity of growth-promoting 
K. vitamin (‘‘ bios’). In a medium containing asparagine, succin- 
amide, succinimide, or aspartic acid, the growth is better in the 
‘NIEL ff presence than in the absence of ammonium sulphate. Of the 
atole § nitrogen contained in asparagine, the «-amino-group appears to 
id of ff stimulate nitrogen assimilation; the amide-group, however, in 
K. the presence of ammonium sulphate, also stimulates cell repro- 
duction. The nutrient value of edestin is increased by mild acid 
hydrolysis, but is decreased by continued acid hydrolysis and by 
alkaline hydrolysis. In the latter case, subsequent acid hydrolysis 
again improves its nutrient value. The effect of various amino- 
acids both in the presence and absence of hydrolysed edestin was 
also studied. E.8 
Fe. The Conditions Influencing the Formation of Fat by the 
Yeast-cell. Ipa SmEDLEY Mac iEan (Biochem. J., 1922, 16, 
R 370—379).—Ether extracts considerably more fat from yeast if 
‘ — the latter is first boiled with N-hydrochloric acid for two hours. 
‘om | This is because a large part of the fat is in some form of combina- 
oe tion in the plasma of the cell. Yeast grown under unfavourable 
Tes conditions shows a large increase in the fat content (up to 9%). 
ole Aeration, and a non-nitrogenous medium rich in carbohydrate 
d result likewise in increased fat-content, the increase being in the 
on combined fat. W. O. K. 
ind 


The Capacity of Yeast to Degrade Acid Amides. WALTER 
Dieter (Z. physiol. Chem., 1922, 120, 281—291).—Sterile experi- 
ments with a top fermentation pure culture yeast show that it 
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does not remove the amide nitrogen from asparagine and othe 
acid amides under conditions such that it ferments but does not 
grow. 8. 8. Z, 


The Destruction of Lactic Acid by Yeast-cells. Frm 
LigBEeN (Oesterr. Chem. Zeit., 1922, 25, 87—90).—Lactic acid js 
one of the products of the degradation of carbohydrates in muscle, 
and experiments were made in vitro to determine the ultimate 
fate of this substance under the influence of the ferments of the 
yeast-cell, which appear to be similar, at least, to the muscle en. 
zymes. It was found that the lactic acid disappeared to within 
3—5% in seven to eight hours under suitable conditions, and 
that about two-thirds of its carbon content appeared in the pro. 
ducts as carbon dioxide, either liberated, or remaining combined 
with sodium ; the remainder of the carbon was represented by an 
increase in weight of the yeast substance, and if calculated as 
C,H,,0;, practically accounted, with the carbon dioxide, for the 
whole of the lactic acid which had disappeared. It appears there. 
fore that both synthesis and degradation had occurred simul. 
taneously. No degradation products other than carbon dioxide 
could be detected. Similar experiments were made with vegetable 
acids and with amino-acids ; the former were not attacked, the latter 
were in part consumed by the yeast, but no degradation to carbon 
dioxide could be detected. G. F. M. 


Influence of Substances obtained from Yeast-cells and 
Organs on the Time Course of the Fission of Substrates 
by Polypeptidases, Carbohydrases, and Esterases. Emm 
ABDERHALDEN and ERNST WERTHEIMER (Fermentforsch., 1922, 6, 
1—26).—The substances obtained from yeast by extraction with 
alcohol or by autolysis accelerate the fission of dipeptides by 
pancreas extract; this action requires both the dialysed and non- 
dialysed portions of the yeast extract and is annulled by boiling 
the latter. Certain of the optones behave similarly. Neither 
animal charcoal, nor kaolin, nor kieselguhr, nor tale adsorbs the 
peptolytic enzyme from yeast maceration juice, but the charcoal 
greatly retards the hydrolysis of dl-leucylglycine probably by 
adsorbing the dipeptide. The action of sucrase is retarded by 
alcoholic yeast extract; the retarding agent is non-dialysable, 
the dialysate being without effect. Diastatic action is not appre- 
ciably influenced by yeast extract or by various optones, and yeast 
extracts made in different ways are without influence on the action 
of lipase. T. H. P. 


Influence of Hydrogen-ion Concentration on the Action 
of the Amylase of Aspergillus niger. G.L. Funke (Proc. XK. 
Akad. Wetensch., Amsterdam, 1922, 25, 6—8).—Aspergillus niger 
produces large quantities of amylase which diffuses into the sur- 
i rounding nutritive medium; at the same time, the fungus produces 
acids which give the medium a high hydrogen-ion concentration. 
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This appears to have no unfavourable action on the behaviour of 
the amylase, and in consequence it is concluded that the optimum 
action of amylase could not be at the same hydrogen-ion concen- 
tration as that of the ptyalin, which works best in a neutral or 
faintly acid solution. To test this point, the rate of hydrolysis of 
starch by amylase in the presence of buffer solutions has been 
investigated, and it is shown that there is no optimum concentra- 
tion of hydrogen-ions, but a region where the action is at a maxi- 
mum which lies between P,y=3-5 and P,=5-5. The results con- 
frm Michaélis’s view (A., 1911, i, 1052; ii, 577) that enzymes are 
ampholytes, and on this basis the dissociation constants of the acid 
and base are determined as k,=6-3-4-107 and k, =2-884x 10". 
Similar determinations with the amylase of malt yield a similar 
optimum region ; the values being k, =5-76 x 10™ and k, “<4 x 


Biological Signification of Alkaloids in Plants. G. 
(umictan and C. Ravenna (Biochem. terap. sperim., 1922, 9, 
3-29)—A summary of the work carried out by the authors on 
this subject since 1908. ve 


The Distribution of Anthocyanidins in the Coloured 
Organs of Plants. Sr. Jonresco (Compt. rend., 1922, 174, 1635— 
1637: cf. ibid., 1921,.173, 168, 426).—'The anthocyanidins, either 
asa coloured pigment or ir the free state, do not exist in all coloured 
tissues which contain anthocyanin. They appear to be character- 
istic of pure red organs, whilst in the blue, violet, or reddish-purple 
organs there occurs, in their place, a very intense, yellow pigment, 
and the anthocyanidins are entirely absent. This is shown to be 
the case for the violet-red leaves of beetroot, the violet flowers of 
Gladiolus and Cobea scandens, the reddish-purple flowers of Canna 
and of a cultured rose, and the blue flowers of Centaurea cyanus. 
This yellow pigment is not coloured red by warming with 20% 
hydrochloric acid. W. G. 


Saponin from Agave lechuguilla, Torrey. Cart O. 
Joxns, Lewis H. CuERNorr, and ARNO VIEHOEVER (J. Biol. 
Chem., 1922, 52, 335—347).—A saponin, C,,H,,0,., occurs in the 
ell-sap of Agave lechuguilla. It has been isolated in the form of 
an almost white, amorphous substance by extracting the air- 
dried rootstocks with 95% alcohol. It possesses hemolytic action 
and is toxic towards fishes. On partial hydrolysis it yields dex- 
trose and an amorphous pro-sapogenin, the latter being further 
hydrolysed to galactose and a sapogenin, C,.H,,0,, acicular crystals 
or prisms, m. p. 183-5°, which is identical with that obtained from 
the saponin of Yucca filamentosa (A., 1917, i, 191). E. S. 


Comparative Plant Chemistry. III. Campanula 
rotundifolia, L. FrirpRIcH SPRINGER (Monatsh., 1922, 43, 
13—20).—The stems and leaves of the plant were examined. The 
portion of the dried material soluble in light petroleum, including 


* 
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fats, chlorophyll, phytosterol, lecithin, and resinic acids, amountej 
to 609%. The crude fats gave an acid number 78-1, saponifica. 


tion number 130-8, iodine number 88-0, unsaponifiable 48-39 ff, 


The free fatty acids had m. p. 60—70°, but were insufficient jp 
quantity for further examination. The ether-soluble resins in the 
dried material amounted to 2-01% and the alcohol-soluble portion 
to 17-39°/,. From the alcohol extract was extracted with ether a 
substance which, after purification, including reduction with zinc 
and hydrochloric acid, had m. p. 214—215° and a composition and 
molecular weight corresponding with CygH4 9Q,. The substance 
is semi-crystalline, shows Liebermann’s cholestol reaction, and is 
dextrorotatory, {«]+-37-7 (mean). By oxidation with aqueous per. 
manganate it gives a product, m. p. 232°, showing Liebermann’ 
phytosterol reaction. There is a marked resemblance between 
the substance and Zellner’s resin alcohol, polyporo!l, obtained from 
fungi (A., 1913, i, 573). The alcoholic extract of the plant con. 
tained a considerable amount of tannin, and when this had been 
precipitated with lead acetate, the filtrate contained invert-sugar 
in which levulose predominated, indicating the presence of inulin, 


The water-soluble portion of the dried plant, 24-87°/, contained 


a small amount of inulin. The insoluble portion contained 12-89%, 
of pentosans and 35-5% of fibre; total ash 4-43%. The milky sap 


is probably responsible for the rather high resin content of the f( 


plant. BE. H. RB. 


The Fatty Acids of Colza Oil. E. Raymonp (Bull. Soc. 
chim., 1922, [iv], 31, 414—419).—-In the mixture of fatty acids 
obtained from the saponification of a sample of Indian colza oil, 
the author has identified the following fatty acids: erucic, linoleic, 
or linolenic giving soluble bromides, palmitic, oleic, stearic, and 
small amounts of linoleic or linolenic giving insoluble bromides. 

W. G. 

Effect of Cocaine on the Growth of Lupinusalbus. Davi 
I. Macut and Maraverite B. Livineston (J. Gen. Physiol., 1922, 
4, 573—584).—-Experiments were made on the inhibiting effect 
of cocaine and its products of hydrolysis (ecgonine, methyl alcohol, 
and benzoic acid) on the growth of the young roots of Lupinus 
albus. The results show that cocaine and ecgonine are relatively 
very much less toxic to the plant than to animals, whilst sodium 
benzoate, which is practically non-toxic to animals, is highly toxic 
to the plant. C. R. H. 


Effect of Nitrogenous Fertilisers on the Alkaloid Content 
of Lupines. Vocret and E. Weser (Z. Pflanz. Diing., 1922, 
[A], 1, 85—95).—The alkaloid content of blue and yellow lupines 
respectively varies according as the plants receive their nitrogen 
through the medium of nitrogen fixing bacteria in root nodules, 
or from nitrogenous fertilisers. Smaller contents of alkaloid were 
observed in the latter than in the former type of nitrogen nutrition. 
The effect of certain materials for artificial inoculation was examined. 


anted 
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‘Azotogen”’ and “nitragin” gave satisfactory results. “ Azo- 


jifica. Fyutrin’? was less satisfactory, whilst “‘legumin”’ was quite in- 


fective. A method for the estimation of alkaloids in lupines is 
described (cf. Mach and Lederle, A., 1921, ii, 718).° G. W. R. 


Comparative Plant Chemistry. I. Lythrum Salicaria, L. 
Jouvs ZELtNUR (Monatsh., 1721, 42, 453—458).—The stems and 
leaves without the flowers were examined, and their composition 
showed nothing of special interest. The dried plant contained 
369% soluble in light petroleum, 1-73% in ether, and 16-36% in 
95% alcohol ; phlobaphen 1-86%, tannin 5-65%, dextrose 4:55%, 
total water-soluble 31-27%, water-soluble mineral matter 5-18%, 


-Imucus 8-08% (giving mucic acid when oxidised with nitric acid), 


free acid 3-55°% (estimated by titration), total nitrogen 2-15%, 
ash 7°62%. No alkaloids or glucosides were found. As charac- 
teristic of the plant may be mentioned tannin, giving a blue colour 


I with iron, a carbohydrate of the pectin type and a relatively large 


proportion of calcium sulphate. In the petals, besides anthocyanin 
was found an amorphous polysaccharide containing dextrose or 
invert-sugar. E. H. R. 


The Presence of Melampyritol and Aucubin in the 
Foliated Stems of Melampyrum arvense,L. Marc BripELand 
(Mite) Marre Braxcke (J. Pharm. Chim., 1922, 25, 449—-457; cf. 
A.,1921, i, 840 ; this vol., i, 209).—-From the entire plant of Melam- 
pyrum arvense the authors have extracted the glucoside aucubin, 
and a hexahydric alcohol, melampyritol or dulcitol. In examining 
the amount of glucoside present at different stages of the plant’s 
growth, more than 2% of the glucoside was found in the plant after 
it had completed its life-cycle, when the stems were devoid of 
leaves. W.G. 


The Carbohydrate Content of Navy Beans. Marietta 
EICHELBERGER (J. Amer. Chem. Soc., 1922, 44, 1407—1408).—-The 
author directs attention to results obtained by herself in 1919 which 
are in fairly close accord with those of Peterson and Churchill (A., 
1921, i, 643), for the composition of navy beans. W.G. 


The Constituents of the Pollen Grain of Pinus sylvestris. 
ALEXANDER KirsEt (Z. physiol. Chem., 1922, 120, 85—-90).—-The 
ripe pollen contains potassium >0-59%, calcium >0-12%, trace 
of guanine, adenine, 0-02%, little histidine, arginine 0-52°%, choline 
021%, little colamine, and sucrose. The unripe pollen yielded 
very little in the nuclein bases fraction, and traces of histidine, 
arginine, and choline. S.S. Z. 


The Presence of a Glucoside in the Stems and Roots of 
Sedum Telephium, L. Marc Bripet (Bull. Soc. Chim. Biol., 
1922, 4, 242250).—The stems and roots of Sedum Telephium, L., 
contain a glucoside which has been isolated in an amorphous form. 
It reduces Fehling’s solution slightly, has [«],—28°57°, and is 
hydrolysed"by sulphuric acid to dextrose and a substance possessing 
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an odour similar to that of terpineol. When hydrolysed by emu. 
sin, a rose-like odour is produced. From these facts it is suggested 
that the first product of hydrolysis is an olefinic terpene which, 
under the influence of acids, isomerises to a cyclic terpene. 


E. 8. 


The Proteins of the Seed of the Tomato, Solanum 
esculentum. CarL O. JoHNS and CHARLES E. F. Gersporgp 
(J. Biol. Chem., 1922, 54, 489—452).—The meal which remains 
after extracting ground tomato seeds with ether contains 37-28%, 
of protein (nitrogen x 6:25). By extraction with salt solution 
followed by fractional precipitation of the extract with ammonium 
sulphate, an «- and a §-globulin have been isolated. Analysis 
by Van Slyke’s method gave the following values for the basic 
amino-acids: «-globulin—cystine 1:28, arginine 13°97, histidine 
1°16, lysine 4°89°%%; 8-globulin—cystine 1:14, arginine 10°65, hist. 
idine, 3°80, lysine 6°35%. Qualitative tests were obtained for 
tryptophan and tyrosine in each case. Albumin and glutelin are 
absent from the seed. 


Relationship between Precipitation, Adsorption, and 
Charge on the Particles with particular reference to the 
HydroxylIons. Sanre Emm Marrson (Koll. Chem. Beihefte, 
1922, 14, 227—-316).—Using suspensions of quartz, clay, and humi- 
fied spagnum peat with particles of various sizes, the author has 
investigated the precipitating power of calcium salts in the presence 
of various concentrations of hydroxyl ions. The adsorpton and 
charge on the particles during the precipitation of soil constituents 
by calcium salts in the presence of hydroxyl ions has also been 
investigated. The results are considered in connexion with the 
fertilisation of arable land by calcium compounds. It is shown that 
the hydroxyl ions are strongly adsorbed by soil and effect a dis- 
charging of the particles ; in the presence of kations which have a 
weak or only moderately strong discharging effect they increase 
the action, since they facilitate the adsorption of the discharging 
kations. Precipitation is not only occasioned by the fact that 
the charge is reduced, since relatively strongly charged particles 
ean be made to precipitate if the number of adsorbed ions is very 
large. The adsorbed ions appear to act as connecting links between 
the particles, and this is visualised by assuming that the positive 
ion attaches itself to two negative particles and so brings them 
together. Hydroxyl ions are not, of themselves, injurious to soil, 
but their action depends on the nature of the predominant kation 
in the soil. The hydroxides and oxides of iron and aluminium are 
negatively charged in aqueous suspensions, and only become 
positively charged by the adsorption of positive ions during the 
preparation. The power of soil to adsorb hydroxy] ions influences 
the solubility of various compounds and explains the acidity of 
many kinds of soil. J.F.S. 


Organic Chemistry, 


Composition of Paraffin Wax. II. Francis FRANCIS, 
(yzrm Mercer Watkins, and REGINALD WILFRED WALLINGTON 
(T., 1922, 121, 1529—1535). 


Formation of Hydrocarbons from Carbon Monoxide and 
from Formates. M. G. Levi (Giorn. Chim. Ind. Appl., 1922, 
4 302).—Tropsch and Schellenberg’s criticisms (Brennstoff-Chemie, 
Feb., 1922) of Vignon’s statements concerning the formation of 
methane in the water-gas process (A., 1921, i, 217) are in agree- 
ment with the results of Levi and Piva (A., 1914, i, 480; 1916, ii, 
525). 7. aes 


Preparation of Ethylene by Reduction of Acetylene. 
JosEpH-MARIE-ALPHONSE CHEVALIER and PavuLt Bourcer (F.P. 
526129 ; from Chem. Zentr., 1922, ii, 142).—-Purified acetylene is passed 
through a solution of chromous sulphate (obtained by electrolytic 
reduction of chrome alum) in the presence or absence of electro- 
lytically prepared hydrogen. The acetylene is rapidly absorbed 
with formation of ethylene which can be purified by repeated 
passage through chromous sulphate solution. G. W. R. 


The Action of Sodammonium on Hydrocarbons. P, 
LzpEAU and M. Picon (Compt. rend., 1922, 175, 223—225),— 
Sodammonium has no action on aliphatic hydrocarbons excepting 
on the true acetylenes, which are partly converted into sodium 
compounds and the remainder is reduced by the hydrogen thereby 
liberated. Benzene and its homologues are also unattacked except 
in so far as the side chain, if containing a :CH group, reacts like 
an open chain acetylene, or if containing a double bond adjacent 
to the nucleus it undergoes reduction, for example, styrene is 
converted into ethylbenzene. Terpinene, terpinolene, carvene, 
terebene, «-pinene, and menthene are not attacked. Polycyclic 
hydrocarbons react in various ways. Stilbene and anthracene 
give dihydro-derivatives, the two benzene nuclei in each case 
remaining intact. Hydrocarbons the nuclei of which have two 
atoms of carbon in common have one nucleus only reduced by 
sodammonium, naphthalene, phenanthrene, etc., giving tetrahydro- 
derivatives. Diphenyl and dimethylfluorene also give tetrahydro- 
derivatives. Certain hydrocarbons having an acidic methylene 
group, for example, fluorene and indene, give sodium derivatives. 
The mechanism of the reduction is apparently complex, although 
the result may be expressed by the equation (for example, with 
naphthalene) C,4H49+2NH,Na=C,,H,.+2NH,Na. Sodamide does 
not separate at low temperatures, however, but a red solution is 
formed, miscible with ether, which probably contains a sodammonium 
derivative of the hydrocarbon; this decomposes above —10° into 
sodamide and the reduction product. G. F. M. 
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The Mobility and Valency Demand of the Ethyl Group 
in the Pinacolin Transformation. Brrtm Nysercu (Ber, 
1922, 55, [B], 1960—1966).—Previous investigations have led 
Meerwein (A., 1919, i, 162) to the conclusion that the various 
alkyl groups exhibit little regularity in their mobility in the pinacolin 
transformation. An examination of the behaviour of s- and as. 
dimethyldiethylethylene glycols [yé-dimethylhexane-yé-diol and 
6-methyl-y-ethylpentane-fy-diol] shows that both alkyl groups are 
mobile; the former substance, however, yields mainly y-methyl-y- 
ethylpentane-$-one, whereas the latter gives chiefly ethyl tert. 
amyl ketone. It follows therefore that the ethyl group is actually 
much more mobile than the methyl radicle; but, on the other hand, 
the valency demand of the ethyl group does not appear to be so 
much less than that of the methyl group as Meerwein has sup. 
posed. The position of the ethyl group in comparison with that 
of other aliphatic residues is no longer unique; Meerwein’s view 
of the periodicity of the valency demand of aliphatic residues 
remains unaffected. as- and s-Dimethyldiethylethylene glycol are 
converted by concentrated sulphuric acid at —10° into a mixture 
of ethyl tert.-amyl] ketone, b. p. 150°5—152°, d® 0°8298, and y-methyl- 
y-ethylpentane-B-one, b. p. 153°5—154°, dj? 0°8389, which are 
separated in the form of their semicarbazones, m. p. 98° and 168°, 
respectively. The constitution of y-methyl-y-ethylpentane--one 
is deduced from the observation that it is oxidised by bromine 
and sodium hydroxide solution to bromoform, acetic acid, «-methyl- 
a-ethyl-n-butyric acid, and a crystalline acid, m. p. 82°, which in 
all probability is «-hydroxy-$-methyl-8-ethylpentoic acid. ~ 

H. W. 


«8’-Dichlorodiethyl Ether. V. GrignarRp and A. C. Purpy 
(Compt. rend., 1922, 175, 200—203).—«f’-Dichlorodiethyl ether 
was prepared by the condensation, at 0—10°, of ethylene chloro- 
hydrin (1 mol.) and paracetaldehyde (4 mol.) by means of dry 
hydrogen chloride. After separating the aqueous layer which is 
formed, the dried product is rectified, and the ether, which is a 
colourless, fuming liquid, distils at 55—57°/17 mm. It is rapidly 
decomposed by water and also on distillation under ordinary 
pressures, and decomposes slowly on keeping. It has d' 1-1823, 
and n\* 14497. A small amount of the corresponding acetal, 
8’p’’-dichlorodiethylacetal, CH,-CH(O-CH,°CH,Cl)., is also produced 
in the above reaction, and it may be obtained in 36% yield by 
condensing acetaldehyde (1 mol.) with ethylene chlorohydrin 
(2 mols.). It is a colourless liquid, distilling with partial decom- 
position at 196—198° under ordinary pressures, and at 106— 
108°/17 mm. It has d”® 1°1712, and nj§? 1°4532. On treatment 
with phosphorus pentachloride, it is converted into a mixture of 
«8’-dichlorodiethyl ether and ethylene dichloride. G. F. M. 


Catalytic Decomposition of Formic Acid on Surfaces of 
Platinum and Silver. Haroitp CaLvert TinGEy and CyRIL 
Norman HInsHELWooD (T., 1922, 121, 1668—1676). 
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The Catalytic Decomposition of the Lower Acids. 
AupoonsE MaILuHE (Bull. Soc. chim., 1922, [iv], 33, 681—687 ; cf. A., 
1909, i, 452).—The gaseous products obtained by heating acetic 
acid in the presence of copper—aluminium at about 600° are carbon 
monoxide, carbon dioxide, methane, and hydrogen. The same 
substances with the addition of other paraffins and of olefines 
are obtained from isobutyric, butyric, isovaleric, and m-nonoic 
acids. There appears to be little relation between the acids and 
their decomposition products, except in the case of zsobutyric 
and isovaleric acids. Equations are given showing the mechanism 
of formation of the products from the original material and the 
conclusion is drawn that ketones are formed as intermediate 
roducts. This is found to occur under the conditions of experi- 
ment and acetone, isobutyrone, butyrone, isovalerone, and nonylone 
have themselves been treated in a similar manner to the acids in 
order to verify the author’s inferences. With increasing molecular 
weight of the acid, decomposition products of higher molecular 
weight are obtained; this is marked in the case of n-nonoic acid 
which yields liquid unsaturated hydrocarbons. The latter, after 
hydrogenation, possess the properties of light petroleum. H.J. E. 


The Oxidation of Potassium Acetate to Potassium Oxalate. 
Witttam Luoyp Evans and Paut R. Hinzs (J. Amer. Chem. Soc., 
1922, 44, 1543—1546).—Potassium acetate may be oxidised to 
potassium oxalate with alkaline permanganate under certain 
definite conditions. The yield of oxalic acid is a function of the 
concentration of the reacting materials, the temperature, and the 
duration of the experiment. H. W. 


The Chromic Oxidation of the Homologues of Acetic Acid. 
L. J. Simon (Compt. rend., 1922, 175, 167—169).—Whilst within 
certain limits of temperature acetic acid is not attacked by a 
sulphuric acid-chromic acid mixture, it is completely converted 
into carbon dioxide by silver chromate under the same conditions. 
The homologues of acetic acid are likewise completely oxidised 
by silver chromate, but the chromic acid mixture leaves a non- 
combusted residue which for the homologues up to C, corresponds 
approximately with 1 atom of carbon, and increases slightly with 
the higher members, but never reaches 2. ‘This result is inter- 
preted by supposing that the acids are burnt atom by atom com- 
mencing with the carboxyl group, and the oxidation ceases when 
acetic acid is reached, thus : 

R-CH,°CO,H —> R-CO-CO,H —> R-CO,H+CO,, ete. 
Confirmation of this hypothesis is found in the oxidation of acetyl 
compounds and open-chain acids by lead chromate and sulphuric 
acid, where the evolution of gas accompanying the oxidation occurs 
in two well-defined stages, at a lower temperature corresponding 
with the more readily combustible part of the molecule, and at 
about 100°, the temperature at which acetic acid is oxidised by 
lead chromate. Methanesulphonic acid is not an intermediate 
product of chromic oxidation, as it is not oxidised even by silver 
chromate. G. F. M. 


ff2 
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Synthesis of Fats (Glycerides). C. AMBERGER and K. 
Bromic (Biochem. Z., 1922, 130, 252—266).—The use of a high 
temperature is inadmissible for the preparation of mixed glycerides 
of known constitution. Fischer and Pfahler’s process (A., 1920, j, 
807) has therefore been employed. «-Stearo-By-dipalmitin, m. p, 
63°5°, occurs in goose fat, and was prepared from «-monostearin#’ 
and palmityl chloride. §-Stearo-xy-dipalmitin, m. p. 59°1°, was’ 
prepared from «y-dipalmitin, m. p. 69°5°. The latter is prepared 


from y-dipalmitin-«-iodohydrin, m. p. 46°2°, by the action off. 


silver nitrite. «-Palmito-y-distearin, m. p. 63°2°, was prepared 
from «-monopalmitin and stearyl chloride. The isomeric $-palmito. 
ay-distearin, m. p. 67°9°, was prepared from «y-distearin, 
a-Palmito-By-diolein, prepared from «-palmitin, was an oil.  «-Olein, 
a pale yellow oil, yields «-oleo-8y-distearin, m. p. 42°. H. K. 


Acids of Montan Wax. H. Tropscu and A. Kruvurzm 
(Brennstoff-Chemie, 1922, 3, 177—180, 193—198, 212—215).—The 
small quantity of humic acids contained in montan wax can be 
extracted by treatment of the lignite with benzene or a mixture 
of benzene and alcohol. In 1852, Briickner isolated, from the 
lignite of Gerstewitz, an acid. (geocerinic acid), C,,H;,0,, m. p. 82°. 
Hell obtained this acid, m. p. 88—84°, by saponification of the 
refined wax with potassium hydroxide, etc., and assigned to it 
the formula C,,H;,0,. Montanic acid was first so named by von 
Boyen, in 1901. The raw wax on which the authors carried out 
their investigations had a melting point of 80°, an acid value of 
34°1, and a saponification value of 82°8. It was saponified, and the 
dried soap extracted with benzene. The residue consisted of the 
potassium salts of the acids in the wax. After purification, the 
acid had m. p. 84° and an equivalent weight of 420°2. On treat- 
ment with permanganate, however, the greater part of the pro- 
duct separated out and gave an equivalent weight of 416°5 and 
m. p. 80°. The acid was esterified, and the product fractionated 
under reduced pressure. From the fraction, b. p. 265—267°5°, 
an acid, C,,H;,0,, crystallising in bunches of needles, m. p. 82’, 
was obtained, and proved to be identical with an acid prepared 
from Chinese wax by Gascard (A., 1920, i, 470). This investi- 
gator showed that the acid which he had isolated was not 
identical with cerotic acid from beeswax. The authors give the 
name carboceric acid to the new compound. From the fraction 
of esters boiling between 260° and 275° small quantities of an 
acid, C,;H,;)»0,, m. p. 78°, were obtained, which is seemingly 
identical with the hyznic acid isolated by Carius from the fat 
of certain glands of the hyena. True montanic acid was isolated, 
and the formula C,,H;.0, confirmed. It crystallises in needles 
very similar to fir-tree branches, and has m. p. 865°. 


Synthesis of A’-Decenoic Acid. Ap. Grin and Tu. Wirti 
(Ber., 1922, 55, [B], 2206—2218).—The synthesis of A®%-decenoi¢ 
-acid from undecylenic acid and from suberic acid is recorded. The 
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‘B whstance is identical with the acid isolated by Griin and Wirth 
following abstract) from butter fat. 

Ethyl undecenoate is reduced by sodium and ethyl alcohol 
‘Mio undecenol, CH,:CH-[CH,],*CH,-OH, b. p. 250°/atmospheric 
‘Bi pressure, 122°/3 mm., m. p. —7°, which is converted by chloro- 

silphonic acid in dry ethereal solution into wndecenyl hydrogen 
‘sulphate (the barium salt, colourless leaflets, is described). Oxid- 
ation of the ester (or of the corresponding acetate) with chromic 
aid or preferably with permanganate leads to the isolation of 
rhydroxydecoic acid, OH-CH,[CH,],°CO,H, indistinct, transparent. 


ito. crystals, m. p. 75° (methyl ester, m. p. 34°5°, b. p. 154°/7 mm., 
‘Banyl ester, b. p. 179—180°/8 mm.). -Acetoxydecoic acid has b. p. 


213°/15 mm.; at 320°/atmospheric pressure it loses acetic acid, 
but the formation of the olefinic acid proceeds only siowly. 
Medhyl .-acetoxydecoate is a moderately mobile liquid, b. p. 175°/17 
um., 295—300°/atmospheric pressure. Amy .-acetoxydecoate, b. p. 
210°/15 mm., 310—312°/atmospheric pressure (when rapidly dis- 
tilled), decomposes more readily than the methyl ester into the 
unsaturated compound when it is heated. The derivatives just 
described are too stable to permit a ready transition from hydroxy- 
decoic to decenoic acid, but better results are obtained after the 
introduction of a heavier radicle. Thus, methyl .-stearoxydecoate, 
colourless, wax-like aggregates, m. p. 43°, decomposes readily 
when distilled under atmospheric pressure into stearic acid and 
methyl decenoate; the latter on hydrolysis gives decenoic acid, 
b. p. 143°/6 mm., whereas the product from butter fat has b. p. 
142°/4 mm. 

Methyl «-chlorodecoate, b. p. 153°/15 mm., could not be con- 
verted satisfactorily into methyl decenoate by loss of hydrogen 
chloride. 

The preparation of alkyl hydrogen sebacates by partial esteri- 
fication of sebacic acid cannot be satisfactorily accomplished, and 
the acid esters are obtained by partial hydrolysis of the normal 
compounds. Methyl sebacate crystallises in long, transparent 
prisms, m. p. 27—28° (literature, m. p. 36° and 38°), whereas the 
dhyl ester is a liquid, b. p. 172°/7 mm. Ethyl hydrogen sebacate 
forms colourless, indistinct crystals, m. p. 36°, b. p. 210°/18 mm. ; 
when distilled under atmospheric pressure it is decomposed into 
sebacic acid and ethyl sebacate. Potassium ethyl sebacate is 
reduced by sodium and boiling ethyl alcohol to .-hydroxydecoic 
acid. 

The iodine and acid numbers of A®-decenoic acid gradually 
diminish when the substance is preserved, thus indicating the 
formation of a lactone. Decenoic acid is converted by sulphuric 
acid (80%) at 90° into decalactone, C, 9H,,.0,, a liquid, b. p. 
153°/15 mm., which is saturated and neutral in character. It is 
hydrolysed by alcoholic potassium hydroxide solution with the 
production of a hydroxy-acid, leaflets, m. p. 44°, which gradually 
passes when preserved into water and the lactone. In all prob- 
ability the substances are y-decalactone and y-hydroxydecoic acid, 
but this is not regarded as established definitely. H. W. 
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A’-Decenoic Acid, a Previously Unknown Acid from Butter, 
Ap. Grin and Tu. Wiretu (Ber., 1922, 55, [B], 2197—2205)— 
Butter fat is treated with methyl-alcoholic hydrogen chloride 
(1°5%) and the methyl esters are submitted to fractional distillation 
whereby a portion, b. p. 100—140°/15 mm., iodine number 9% 
is obtained. The fraction is hydrolysed and a partial separation 
of the saturated and unsaturated acids is effected by systematic 
treatment of the corresponding lead salts in the usual manner. 
A mixture of approximately equal amounts of decenoic and decoic 
acids is thus produced which cannot be more completely separated 
by any of the ordinary methods. It is therefore esterified and the 
methyl esters are brominated in dry chloroform solution. The 
products are readily separated from one another by distillation 
under diminished pressure, whereby methyl dibromodecoate, b. p, 
185—186°/7 mm., is obtained. Treatment of the latter with 
5N-methyl alcoholic hydrogen chloride and zine yields methy| 
A®-decenoate, a colourless, mobile liquid, b. p. 115—116°/12 mm,, 
which is hydrolysed to A®-decenoic acid, CH,:-CH-[CH,],°CO,H, a 
colourless, fairly mobile liquid, b. p. 142°/4 mm., m. p. below 0°. 
The constitution of the acid is deduced from its conversion by 
ozone into azelaic and formic acids. This is the first instance 
on record of the isolation of an unsaturated acid of such low 
molecular weight or of one containing a terminal unsaturated 
bond, from a natural fat. H. W. 


China Wood Oil. K. H. Baver and K. Hersgerrs (Chem. 
Umschau, 1922, 29, 229—232).—China wood oil occupies a special 
position among the drying oils in containing practically no saturated 
acid and very little oleic acid, eleostearic acid, C,,H,.0,, having 
two unsaturated double bonds, being the characteristic acid. This 
acid, which forms large, colourless crystals, m. p. 48°, is designated 
a-eleostearic acid, whilst the $-form, to which it easily changes 
spontaneously, has m. p. 71°. Such transformation also takes 
place with the glyceride by exposure to light, or the catalytic 
influence of iodine, sulphur, etc. Since «-elewostearic acid on 
hydrogenation yields stearic acid, it is considered to be a straight 
chain fatty acid of the C,, series. From examination of the 
decomposition products of the ozonide of «-elwostearic acid, and 
from the results of oxidation by potassium permanganate, it is 
concluded that it has the constitution 

CH,*[CH,],°CH°CH-CH,°CH,°CH:CH-[CH,],-CO,H, 
as compared with its isomeride, linolic acid, 
CH,°[CH, ],;>CH:CH-CH,°CH:CH-[CH,],-CO,H, 

the melting points of the tetrabromides from these two acids being 
114° and 114°5°, respectively. Nicolet has proved their separate 
identity by the considerable lowering of melting point which occurs 
when the two are mixed. This has been confirmed by the authors, 
who debrominated the bromo-derivative of «-eleostearic acid by 
means of zinc dust in alcohol and obtained a product free from 
bromine having m. p. 68—70°, 8-elewostearic acid having m. p. 7I’, 
thus showing a transformation of the «-form into the $-form and 
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a distinction of the bromo-derivatives of both forms from that 
of linolic acid. By esterification of «-eleostearic acid with methyl 
alcohol in the presence of sulphuric acid, separation of the ester 
by distillation (b. p. 220°/35 mm.) and subsequent saponification 
and separation of the acid, 6-elewostearic acid alone, m. p. 69— 
70°5°, was found, the change from the «- to the 8-form being 
attributed, not to the action of the alkali used for saponification, 
but to the sulphuric acid used in esterification, a result some- 
what comparable with the observed obtainment of the §-glyceride 
by mere extraction of the seed with carbon disulphide. By saponi- 
fying the anhydride obtained by heating «-elwostearic acid with 
acetic anhydride and liberating the free acid, the original «-elzo- 
stearic acid was obtained with m. p. 46°. The authors conclude 
that the transformation of «-elzostearic acid into its B-isomeride 
is most probably not accounted for by the mere action of light, 
since exposure to light was as far as possible avoided and con- 
ditions maintained as equal as possible in the two experiments 
of esterification of «-eleostearic acid and saponification of its 
anhydride respectively. A. DE W. 


The Colouring Constituents of Montan Wax. J. Marcusson 
and H. Smeikus (Chem. Zig., 1922, 46, 701—702).—On extracting 
montan wax with ether in a Soxhlet apparatus, 23% of the wax 
dissolves and the solution, on being mixed with an equal volume 
of 96°, alcohol and cooled to —20°, yields 18% of low-melting 
wax which contains about 6% of hydroxy-acids. The ether- 
alcohol solution contains 9° of a resin having a dark brown colour 
and dissolving readily in benzene, chloroform, and pyridine. On 
heating with sulphuric acid the resin yields a green, insoluble 
compound containing 4% of sulphur; with fuming sulphuric acid 
a black mass containing 7-8°% of sulphur and slowly soluble in 
water is formed, whilst nitric acid gives a characteristic cyclic 
nitro-compound. 

The residue of the original wax insoluble in ether contains about 
10% of a brownish-black, unsaponifiable substance soluble in 
benzene, whilst the remainder consists of esters of a mixture of 
hydroxy-acids. These acids form a dark brown, friable mass, 
which contains 3-1°% of sulphur, is soluble in benzene, chloroform, 
and amyl alcohol, has a saponification value of 94, acid value 58, 
iodine value 13, and on reduction with sodium in amyl alcohol 
solution yields a mixture of fatty acids. No humic acids could 
be detected in the mixture. The potassium salts are soluble in 
50% alcohol, benzene, and hot water. A. R. P. 


Some Derivatives of Ethyl Hydrogen Diethylmalonate. 
PuitipPpr DumesniL (Bull. Soc. chim., 1922, [iv], 33, 687—689; cf. 
A., 1921, i, 391)—The following substances have been prepared 
from ethyl hydrogen diethylmalonate. thyl diethylmalonyl 
chloride, COCI-CEt,*CO,Et, a colourless mobile liquid, b. p. 102°/20 
mm., which gives the usual reactions of acid chlorides. Ethyl 
diethylmalonic anhydride, O(CO-CEt,*CO,Et),, a colourless liquid, 
b. p. 210°/24 mm., which reacts with ammonia, yielding the corre- 
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sponding amide; attempts at esterification were unsuccessful, 
Ethyl diethylmalonamide (cf. Conrad and Zart, A., 1905, i, 754) 
formed by the action of ammonia on both the acid chloride and 
the anhydride; the diethylamide, NEt.*CO-CEt,°CO,Et, a colour. 
less liquid, b. p. 170°/28 mm., by the action of diethylamine on 
the acid chloride; benzyl ethyl diethylmalonate, from the acid 
chloride and benzyl alcohol, a colourless liquid, b. p. — °/22 mm, 
_ Jd. E. 


Some Derivatives of n-Butylmalonic Acid. Arruur W. 
Dox and Lester Yoper (J. Amer. Chem. Soc., 1922, 44, 1578— 
1581)—A number of new derivatives have been prepared from 
ethyl n-butylmalonate. Of chief interest among these is 5-ethyl. 
5-n-butylbarbituric acid, which is a powerful hypnotic. The 
substitution of a phenoxy-group for either of the alkyl] radicles 
in this substance destroys its physiological activity. 

Ethyl n-butylmalonate is converted by concentrated aqueous 
ammonia into n-butylmalonamide, slender, hair-like needles, 
m. p. 200°, and by aqueous methylamine (33%) into n-butyl- 
NN’-dimethylmalonamide, colourless, glistening needles, m. p. 
184°. n-Butylmalonanilide, colourless needles, m. p. 193°, is pre- 
pared by heating a mixture of aniline and ethyl n-butylmalonate 
at its boiling point; the similarly prepared n-butylmalono-o-tolu- 
idide crystallises in colourless needles, m. p. 202°. 5-n-Butyj- 
barbituric acid, m. p. 214°, is converted by bromine in methyl- 
alcoholic solution into 5-bromo-5-n-butylbarbituric acid, colourless 
needles, m. p. 114°. Ethyl bromo-n-butylmalonate, a colourless 
liquid, b. p. 152—153°/20 mm., 252—253° (decomp.)/737 mm., 
dy, 1-238, is obtained by the addition of bromine, containing a 
trace of iodine as catalyst, to ethyl n-butylmalonate; it is trans- 
formed by an alcoholic solution of sodium phenoxide into ethyl 
phenoxy-n-butylmalonate, a viscous liquid, b. p. 170—173°/8 mm., 
d;; 1-063. The latter ester is converted by carbamide and ethyl 
alcoholic sodium ethoxide solution at 105° into 5-phenoxy-5-n-butyl- 
barbituric acid, small, colourless needles, m. p. 167°. Ethyl ethyl- 
butylmalonate, b. p. 243—-245°/755 mm., is converted in a similar 
manner into 5-ethyl-5-n-butylbarbituric acid, m. p. 125°. 


H. W. 


Action of «-Bromoisobutaldehyde on Sodiomalonic Ester. 
AvoLF FRANKE and GERALD GROEGER (Monatsh., 1922, 43, 56— 
60).—The reaction between ethyl sodiomalonate and «-bromoiso- 
butaldehyde takes an unexpected course, yielding the ethyl ester 
of y-isobutylidenemalonolactone, transparent crystals, m. p. 68°, 
b. p. 177—178°/25 mm., which, on oxidation by cold alkaline 
permanganate, gives «$-dihydroxy-y-isohexolactone, m. p. 97°. 
Condensation of the same aldehyde with ethyl sodioacetoacetate 
gives a substance, C,9H,,0,, b. p. 1835—140°. C.K. L 


A New Class of Active Racemic Substances. Pu. LANDRIEU 
(Bull. Soc. chim., 1922, 33, 667—672; cf. Délépine, A., 1921, 
ii, 567)—A compound of d-tartaric acid with inactive tartaric 
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essfyl, f acid was prepared, containing one molecule of each acid with two 
, 754), §f molecules of water of crystallisation, the rotatory power of which 
le and gis equal to half that of the active acid. In order to prove that 
colour. | the substance was a compound and not a mixture, its equilibrium 
ne on @ with the mother-liquor from which it was crystallised was studied 
- acid fat a temperature of 13-5°, and the conditions under which either 
> mm, fof the acids or the compound of the two could be deposited were 
E. ascertained. The equilibrium diagram is given and a similar 
curve was obtained from l/-tartaric acid and the inactive form. 
7 W. B The conclusion is drawn that it should be possible to obtain a 
578— Hf triple compound of these acids which should be regarded as a 
from § compound of ricemic acid with the inactive form. The author 
thyl- Bf considers that, in order to obtain molecular compounds of optically 
The ff active substances, it is not necessary that the activity of those 
icles f substances should be of opposite sign. H. J. E. 
1eous @ Preparation of Methylenecitric Acid. C. Gastatp1 (Boll. 
dies, | Chim. Farm., 1922, 61, 353—357).—When 40 grams of crystallised 
utyl. citric acid and 6 grams of paraformaldehyde are heated together 
pg 145° in a sealed tube of 90 c.c. capacity, methylenecitric acid 
pre. § is formed in 74% yield. ao 
nate Synthesis of the Polyacetic Acids of Methane. VII. 
tolu- § isoButylene-«yy’-tricarboxylic Acid and Methanetetra-acetic 
uyl- § Acid. CHRISTOPHER KeELK “INcoLtD and Lewis CHARLES 
nad Nickous (T., 1922, 121, 1638—1648). 
ae Methylated Saccharic Acid and Methylated Mucic Acid. 
m. OE KaRRER and J. Preyer (Helv. Chim. Acta, 1922, 5, 577—581).— 
g a § Potassium saccharate was methylated first with methyl sulphate 
ans. @ 2 alkaline solution, and when the partly methylated product had 
thyl been freed from inorganic salts, methylation was completed by 
m., @ oiling with methyl iodide in presence of silver oxide. Purified 
hy! methyl tetramethylsaccharate, CO,Me-[CH-OMe],°CO,Me, crystallises 
tyl- from ether in stout needles or plates, m. p. 68°, [«]}} -+8-88° to 
yI- 10:26°. T'etramethylsaccharodiamide, prepared by the action of 
‘lar 4 *4monia on a cold concentrated aqueous solution on the above 


compound, forms colourless, apparently rhombic plates, m. p. 
237°; [a]i} --12-22° in water. Mucic acid, when methylated in 
a similar manner to saccharic acid, gives methyl tetramethylmucate, 
crystallising in monoclinic or rhombic tablets, m. p. 103°. A second 
product, isolated in small quantity, is probably methyl trimethyl- 


$0 mucate, m. p. 165—166°. Tetramethylmucodiamide forms small, 
ter § tabular crystals, m. p. 276°. Barium tetramethylsaccharate crystal- 
8°, ff lises in long needles, very soluble in water; the silver salt forms 
~ avery soluble,{white powder. E. H. R. 


The Alcoholic Fermentation of Formaldehyde. Hans 
Mituer (Helv. Chim. Acta, 1922, 5, 627—628).—To account for 
the alcoholic fermentation of formaldehyde by osmium, E. Miiller 
supposed the intermediate formation of a compound, H,CO,, 
containing sexavalent carbon (this vol., i, 110). On account of 
the widespread nature of Cannizzaro’s reaction in eye 


i. 810 ABSTRACTS OF CHEMICAL PAPERS. 


change, it is interesting that in this case also it will explain the 
observed facts. Assuming that 2 mols. of formaldehyde give 
1 mol. of methyl alcohol and 1 mol. of formic acid, the last can 
also behave as an aldehyde and by the same reaction give 0-5 mol, 
of formaldehyde and 0-5 mol. of carbon dioxide. The formalde. 
hyde thus regenerated starts the cycle again. The products of §j 
fermentation, methyl alcohol and carbon dioxide, are thus produced 
in the molecular ratio 2:1, in agreement with the experimental 
results. K. H. R. 


Asymmetric Synthesis. J. Prax (Biochem. Z., 1922, 130, 
76—79).—The combination of sodium hydrogep sulphite and 
acetaldehyde and subsequent addition of potassium cyanide was 
carried out slowly in the circularly polarised light from a metal 
filament lamp of 250 candle power or from a mercury lamp. The 
cyanohydrin was converted into lactic acid. The latter was 
invariably inactive, even in presence of molybdic acid. H. K. 


The Preparation of Aldehydes from Tertiary Alcohols. 
R. Locguin and Sune Wovusenea (Compt. rend., 1922, 175, 100— 
102).—It has previously been shown (this vol., i, 710) that tertiary 
alcohols of the type HO-CRR’-CH:CH, are readily converted by 
acids into primary alcohols of the type CRR’°CH:CH,°OH, and it 
is now shown that, if these tertiary alcohols are acted on by 
chromic acid mixture, they give aldehydes of the type 

CRR’:CH-CHO. 


Thus this oxidation process is not necessarily a means of differentiat- 


ing a primary from a tertiary alcohol. W. G. 


Preparation of Ketones from Secondary Alcohols. Szru 
Buss Hunt (F.P. 523108; from Chem. Zentr., 1922, ii, 142).— 
Secondary alcohols in the state of vapour are mixed with oxygen 
and an indifferent gas in the presence of metallic catalysts, pre- 
ferably copper or copper alloys, at 475—800°. Acetone is thus 
prepared from an alcoholic mixture containing principally isopropyl 
alcohol (from petroleum hydrocarbons). The alcohol, heated at 
65°, is mixed with sufficient air for its oxidation and the mixture 
is passed over a copper catalyst at 500°. The yield of acetone 
amounts to 75° of the theoretical yield. G. W. R. 


Catalysis. XVI. The Inversion of Sucrose by Hydrogen 
Ion. THomas Moran and Wiriu1am CupMmMorE McCu Laci 
Lewis (T., 1922, 121, 1613—1623). 


Methyl Ethers of Xylan. Emi, Hervusrr and WILHELM 
Rupre (Ber., 1922, 55, [B], 2084—2088; cf. Heuser, Braden, and 
Kirschner [this vol., i, 113]).—The presence of two hydroxy] groups 
in xylan has been shown by the formation of a diacetate and 
dibenzoate, and is now further confirmed by the production of a 
dimethyl ether. 

Although xylan is very readily soluble in solutions of alkali 
hydroxides, it cannot be converted by methyl sulphate in these 
media into methylated products containing more than 1—l‘5 
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methoxy! groups for each C;H,O, complex. The products thus 
obtained are freely soluble in cold water, but the solutions become 
turbid when they are warmed owing to separation of methyloxylan. 
Better results are obtained with silver oxide and methyl iodide. 
Xylan, pre-methylated with sodium hydroxide and methyl sulphate, 
js almost completely methylated by these reagents boiling under 
jightly increased pressure, and is completely converted into 
dimethylaylan, a brittle mass which softens at 65—70°, when 
similarly treated under pressure at 100°. H. W. 


Constitution of Polysaccharides. I. Xylan and its Acetyl 
Derivatives. I. Sniceru Komatsu and Kozo Kasuima (Mem. 
(oll. Sct. Kyoto Imp. Univ., 1922, 5, 307—314).—The isolation of 
xylan from wheat straw and corn cobs is described in detail. It 
is noteworthy that xylan prepared from the latter source yields 
sarcely any acetyl derivative by the action of acetic anhydride 
and acetyl chloride with or without catalytic agents, whereas that 
derived from wheat straw easily yields acetyl compounds. 

Monoacetylxylan, [«]j, —202° 6’ when dissolved in chloroform 
(f. Bader, T., 1896, 70, 1335), is prepared from xylan and acetyl 
chloride, or in better yield from xylan, and glacial acetic acid and 
aetic anhydride containing chlorine and sulphur dioxide. Its 
molecular weight in boiling chloroform solution corresponds with 
the formula (C,H, 0;)5. Diacetylxylan (cf. Bader, loc. cit.) is 
prepared by treating xylan with acetyl chloride and pyridine, 
acetic anhydride, chlorine, and sulphur dioxide, or acetic anhydride 
and zinc chloride; it has [«]j)* —135° 9’ in chloroform solution. 

The hydrolysis of xylan and its acetates by N /5-benzenesulphonie 
aid has been investigated. H. W. 


Galactosan. Amf& Picret and Henry VERNET (Helv. Chim. 
Aca, 1922, 5, 444—448).—-Galactosan is difficult to separate from 
its polymerisation products. When galactose is dehydrated at 
180°/15 mm., the molecular weight of the product corresponds 
with (C5H,,0;)3; at 145°/15 mm. the product corresponds with 
((,H,50;), whilst at 135°/2 mm. the product, which is very hygro- 
scopic, appears to be a mixture of galactosan and digalactosan. 
The galactosan was partly purified by extraction with boiling 
alcohol, in which it is more soluble than its polymerides. In its 
chemical behaviour it is similar to glucosan, and is undoubtedly 
an anhydride of the «-series. It polymerises slowly at the ordinary 
temperature; in the hot, polymerisation is accelerated by zinc 
chloride, which brings about, at 170°, the formation of a mixture 
of tetra- and penta-galactosan. 

With cold hydrochloric acid, galactosan forms galactosy] chloride, 
but the product is contaminated with polygalactosides, through 
the polymerising action of the acid. The impure «-galactosyl 
chloride forms a transparent, brown, amorphous residue from 
alcohol. Condensed with dextrose and sodium in alcoholic solu- 
tion, it forms a disaccharide, probably glucose-«-galactoside, giving 
an osazone, yellow needles, m. p. 158°. This osazone is not identical 


ff*2 
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with that of glucose-$-galactoside prepared by Fischer and 
Armstrong (A., 1902, i, 746). E. H. R. 


Sublimation Experiments with Carbohydrates. P. Karri 
and J. O. RosensBere (Helv. Chim. Acta, 1922, 5, 575—576)—] 
was shown by Pictet and Sarasin (A., 1918, i, 59) that when starch 
was distilled under reduced pressure, levoglucosan could be identified 
in the distillate. The same compound has now been obtained as q 
sublimate by heating potato starch at about 220° in a very thin 
layer, having a cold condensing surface within 2 mm. of the heated 
starch, at atmospheric pressure. Levoglucosan was obtained ina 


similar manner from «-tetra-amylose at 220°, and with rhamnose at o9. 


120°/12 mm. the sugar itself was sublimed. E. H. R. 


Viscosity of Cellulose in Cuprammonium Hydroxide 
Solution. I. Determination of the Viscosity. Rxcrvazp 
ARTHUR JOYNER (T., 1922, 121, 1511—1525). 


Constitution of Polysaccharides. V. The Yield of Glucose 
from Cotton Cellulose. Jamres CorquHoun IRVINE and 
Epmunp Lanetry Hirst (T., 1922, 121, 1585—1591). 


Oxidation of Lignin and Lignosulphonic Methyl Ethers. 
Emit Hevser and Sicurp SAMUELSEN (Cellulosechem., 1922, 3 
78—83).—Hitherto it has not been possible, by the oxidation of 
lignin or lignosulphonic acid, to obtain products intermediate 
between the original complex and oxalic acid. It was thought, by 
analogy, that the complete methoxylation of the lignin might 
stabilise the molecule and lead to oxidation products having a 
direct constitutional relationship to the original lignin. Both 
lignosulphonic acid and lignin isolated by Willstatter and Zech- 
meister’s method were completely methoxylated by six successive 


treatments with methyl sulphate and sodium hydroxide at 70° Bits 


The methoxyl value of the sulphonic acid was thus increased from 
13°07 to 25-43% and that of the lignin from 14°15 to 26-05%, 
These products were then oxidised by alkaline permanganate at 
90° and by alkaline peroxide, but no product other than oxalic 
acid could be isolated. The volatile acids, calculated as acetic, 


amounted only to 0°9°% of the methyl-lignin oxidised. A statisticalff).pj 


account of the oxidation of methyl-lignin by alkaline permanganate 
showed 44°76% of the original carbon in the form of carbon dioxide 
and 10°69% in the form of oxalic acid; thus only 55°65°%, of the 
total carbon oxidised has been accounted for. J. F. B. 


The Effect of Dakin’s Hypochlorite Solution on certain§x 
Organic Substances. N. O. Enoreipt (Z. physiol. Chem., 1922, 
121, 18—61).—The action of Dakin’s hypochlorite solution, con 
taining 0°5% of sodium hypochlorite, 0°5°% of sodium carbonate, 
and 0°45% of sodium hydrogen carbonate, on carbohydrates, fats, 
soaps, and glycerol, proteins, amino-acids, ammonia, and aldehydes, 
has been investigated. The general method is to treat a givenfj 
amount of the substance with the hypochlorite solution for a givel 
time at a given temperature, and to estimate the amount of hypo 
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chlorite left by treatment with an iodide and estimation of the iodine 
gt free. Fats, soaps, and glycerol react only to a small extent; 
most of the other substances investigated react much more com- 
pletely and rapidly. In particular, hippuric acid is found to be 
attacked, yielding benzoic acid, formaldehyde, and ammonia, in 
opposition to the results of Langheld (A., 1909, i, 138, 557) and 
Dakin. W. O. K. 


Optically Active Amine Oxides. III. Jaxop MEIsEN- 
nEIMER (Annalen, 1922, 428, 252—253).—A general introduction 


to the accompanying papers (cf. following abstracts, and this vol., 
j, 822). i ae & 


Optically Active Amine Oxides. III (i). Methylethylpropyl- 
amine Oxide. J. MEISENHEIMER and HERMANN BERNHARD 
(Annalen, 1922, 428, 254—268).—The optical resolution of this 
oxide was not accomplished although the d-bromocamphorsulphon- 
ate,d-tartrate, and d-camphornitronate were fractionally crystallised. 

Methylethylpropylamine, prepared from propyl bromide and 
methylethylamine, has b. p. 91—92°, yields a hydrochloride, m. p. 
I77—179°, a picrate, m. p. 94—95°, and a platinichloride, m. p. 
‘Hl76—177°. The ozide is extremely hygroscopic, and yields a 
hydrochloride, m. p. 58—56°, a picrate, m. p. 106—107°, a platini- 
chloride, m. p. 204—216°, a d-bromocamphorsulphonate, m. p. 89— 
91°, a d-tartrate, m. p. 99—100°, and a d-camphornitronate, m. p. 
§2—83°. C. K. I. 


Optically Active Amine Oxides. [III (ii). Methylethylallyl- 
amine Oxide. J. MEISENHEIMER and ARTUR LOHSNER (Annalen, 
“$1922, 428, 269—278)—NMethylethylallylamine oxide has been 
resolved into its optical antipodes by fractional crystallisation of 
‘Bits d-bromocamphorsulphonate. 

Methylethylallylamine, prepared from methylethylamine and allyl 
‘Bbromide, has b. p. 88—89°, forms a picrate, m. p. 90°, and an ozide, 
which gave a dl-picrate, m. p. 184—135°. The d-bromocamphor- 
sulphonate of the l-amine oxide, which was crystallised from ethyl 
acetate, crystallises with 1H,O, has m. p. 66—68°, and yields the 
lpicrate, having m. p. 133—134° and [«], —2°6°. The d-bromo- 
camphorsulphonate of the d-amine oxide, which was purified with 

, crystallises with 2H,O, 
and gives the d-picrate, m. p. 183—134°, [a], +2°9°. 


Proteinogenous Amino-alcohols and Cholines. II. P. 
Karrer, M. Gister, E. Hortacuer, F, Locuer, W. MAprEr, and 
H. Taomann (Helv. Chim. Acta, 1922, 5, 469—489).—In a previous 
“Bpaper (A., 1921, i, 228) the preparation was described of a number 
of amino-alcohols and cholines from naturally occurring amino- 
acids. On account of their close crystallographic, chemical, and 
physiological relation to one another and their possible occurrence 
in the plant and animal organism, the study of these compounds 
has been extended. In most cases the racemic forms only were 
"Bprepared, 
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Alanine-choline was prepared in the following stages. «-Brompo. 
propionic acid was condensed with dimethylamine, and the crude 
product esterified with ethyl alcohol, giving ethyl «-dimethylamin. 
propionate (N-dimethylalanine ethyl ester), a pale yellow oil, b, D. 
150°/740 mm. This was reduced with sodium and alcohol, givin 
N-dimethylalaninol, a pale yellow oil, b. p. 140—141°/738 mm, 
With methyl iodide, this readily gives alanine-choline iodide, 
OH-CH,-CHMe-NMe,I, m. p. 296°. Free alanine-choline is similar 
to the base of ordinary choline and very hygroscopic. Its auri. 
chloride, CgH,,ON,AuCl,, has m. p. 247°. The platinichloridc, 
(C,H,,ON),PtCl,, m. p. 228°, erystallises in stout, rhombic prisms, 
a:6:c=0°7072:1:0°5689; d”1:863. The picrate of alanine. 
choline forms golden-yellow crystals, m. p. 265°. 

Valinol, CHMe,°CH(NH,)-CH,°OH, was prepared by the reduc. 
tion of valine ethyl ester (ethyl «-aminoisovalerate); it forms a 
colourless oil with a strong odour, b. p. 181—186°/720 mm.; the 
hydrochloride, m. p. 114°, is very hygroscopic. Valine-choline was 
synthesised as follows: «-Bromoisovaleric acid was condensed 
with dimethylamine, and the product ethylated, giving ethyl 
a-dimethylaminoisovalerate, b. p. about 160°. This was reduced 
with sodium and alcohol to dimethylvalinol, which with methy! 
iodide gave valine-choline in the form of its iodide, m. p. 195°. 
The aurichloride, CgHjON,AuCl,, forms yellow leaflets, m. p. 225°; 
the platinichloride, brownish-red prisms, m. p. 210—211°. Atten. 
tion is directed to the hindering effect of the isopropyl group on 
the condensation of «-bromoisovaleric acid with dimethylamine. 

Attempts to reduce the esters of N-acetyl-l-tyrosine and N-acetyl- 
O-methy]-l-tyrosine to amino-alcohols were unsuccessful. N- Acetyl. 
l-tyrosine forms white crystals, m. p. 165°; by methylation with 
methyl sulphate it gives N-acetyl-O-methyl-l-tyrosine, white needles, 
m. p. 147—148°. When hydrolysed in acid solution this gives 
O-methyl-l-tyrosine, white, glistening leaflets, m. p. 243°; its ethyl 
ester forms a hydrochloride, fine, white needles. dl-Tyrosine-choline 
and its O-methy] ether were prepared as follows: «-Bromo--p-anisyl: 
propionic acid was condensed with dimethylamine and the product 
esterified, giving O-methyl-N-dimethyltyrosine ethyl ester, an oil of 
unpleasant odour, b. p. 165°/4 mm. By reduction this gave 
O-methyl-N-dimethyliyrosinol, a nearly colourless oil, b. p. 133° /4 mm. 
The corresponding choline, O-methyltyrosine-choline, forms a crystal: 
line iodide, m. p. 1837—-139°; the aurichloride forms large, flat leaves 
or rosettes of yellow needles, m. p. 112—115°; the platinichloride, 
orange-yellow leaflets, m. p. 204°. By demethylation of the above, 
tyrosine-choline was obtained ; its iodide forms small, white needles, 
m. p. 176°; the chloride, small leaflets. 

The acetyl derivatives of the synthetic cholines show similar 
pharmacological behaviour, for instance, in their action on al 
isolated frog’s heart, to ordinary acetylcholine, but greater col- 
centrations are required. When injected intravenously they are 
much less active than ordinary acetylcholine. ; 

|-aa-Dimethyl-leucinol was obtained by the action of magnesiull 
methyl iodide on I-leucine ethyl ester. It is an oil of unpleasant 
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odour, b. p. 187—190°/720 mm.; its hydrochloride forms white 
needles, m. p. 166°, and its sulphate, m. p. 237°. 

The stearic and palmitic esters of the synthetic cholines show a 
similar hemolytic behaviour to those of ordinary choline (cf. Four- 
neau and Le Page, A., 1914, i, 938). These esters generally show 
the phenomenon of a double melting point, first melting to oily 
drops which adhere to the walls of the tube and then becoming 
fuid at a higher temperature with decomposition. The esters 
were prepared by the action of the acid chlorides on the choline 
iodides and chlorides. 1-Leucinecholine iodide stearate, fine needles, 
m. p. LOS—110° and 138—140°; the corresponding chloride forms 
white needles, m. p. 100° and 120°. 1-Lewcinecholine iodide 
palmitate, m. p. 105° and 113—115°; corresponding chloride, 
m. p. 100° and 110°. dl-Phenylalaninecholine iodide stearate, 
groups of needles, m. p. 124—125°; corresponding chloride, 
crystal aggregates, m. p. 147° and 172°. dl-Phenylalaninecholine 
iodide palmitate, m. p. 125°; corresponding chloride, m. p. 147° 
and 172°. K. H. R. 


Direct Synthesis of Carbamide starting from Carbon 
Dioxide and Ammonia. Kennetu C. BatLey (Compt. rend., 
1922, 175, 279—281).—A yield of 14% of carbamide calculated on 
carbon dioxide was obtained by passing this gas with an excess of 
ammonia through a quartz tube, heated to redness, and traversed 
by a concentric glass tube through which cold water was circulated. 
The carbamide was deposited on the cool walls of the latter, and 
by using alumina or thoria as catalysts the yield was increased to 
19%. By recirculation of the unused carbon dioxide, the yield was 
further raised to 50% or more. Above 500°, no carbamide was 
formed, and at 450° only small quantities. As the experiments 
were conducted at atmospheric pressures and the product was 
always accompanied by a small amount of ammonium cyanate, 
ammonium carbamate cannot be considered as an intermediate 
product of the reaction, which probably takes the course represented 
by the equations following: (1) CO,+NH,—H,0+ HO-C:N ; 
(2) HO-CIN == HN:CO; (3) HN:CO+NH,=(NH,),CO; (4) 
HO-CN-+-NH,=NH,OCN. G. F. M. 

Halogenation. XXI. Some Derivatives of Carbamic 
Esters. Chlorine as a Simultaneous Oxidising and Condens- 
ing Agent. Rastk Lat Datra and Brsuu CHARAN CHATTERJEE 
(J. Amer. Chem. Soc., 1922, 44, 1538—1543).—When chlorine 
is passed into a solution of a carbamic ester in methyl alcohol, 
the latter is oxidised to formaldehyde, which then condenses with 
two molecular proportions of the ester, giving a methylenedi- 
carbamic ester. A similar reaction occurs in benzyl-alcoholic 
solution. With ethyl alcohol, simultaneous chlorination and 
oxidation of the alcohol occurs, with ultimate production of a 
dichloroethylidenecarbamic ester. With substituted urethanes 
containing an aromatic nucleus, the latter also undergoes chlorin- 
ation. Condensations of this type do not occur with secondary 


alcohols. 
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The following compounds have been prepared. Ethyl methylene. 
dicarbamate, colourless, silky needles, m. p. 131°; the methy| 
ester, CH,(NH-CO,Me),, slender needles, m. p. 124° (cf. Conrad 
and Hock, A., 1903, i, 607); the propyl ester, colourless, silky needles, 
m. p. 113°; the isobutyl ester, slender needles, m. p. 115°; the 
isoamyl ester, a colourless, microcrystalline powder, m. p. 80°, 
Ethyl benzylidenedicarbamate, CHPh(NH-CO,Et),, silky needles, 
m. p. 175°; ethyl dichloroethylidenedicarbamate, 

CHCI,-CH(NH:-CO,Et),, 
slender needles, m. p. 122°; methylenedi-p-chlorodiphenyldiurethane, 
CH,[N(C,H,Cl)-CO,Et],, colourless needles, m. p. 87°; methylenedi. 
tetrachloro-a-naphthyldiurethane, CH,[N(C,9H,Cl,)*CO,Et],, colour. 
less needles, m. p. 160—161°. 

Urethane in aqueous solution is converted by chlorine into 
monochlorourethane, which is hydrolysed slowly by cold water to 
ethyl 4-chloromethylcyclomethylenehydrazineimide-| : 3-dicarboxyl- 
ate, CH,Cl-CH< NicoeEN > NE, colourless needles, m. p. 143— 
144° (cf. Datta and Gupta, A., 1915, i, 122). The constitution 
of the substance is established by the isolation of the corresponding 
acetyl derivative, colourless, granular crystals, m. p. 117—118° 
and imide chloride, CH,Cl-CH(N-CO,Et),NCI, unstable, granular 
crystals, m. p. 75—76°. 

Methyl dichlorocarbamate is obtained as a yellow liquid by the 
action of chlorine on an aqueous solution of methyl carbamate. 


H. W. 


Amide Formation from Esters of Secondary Alkylmalonic 
Acids. ArtHur W. Dox and Lester YoprER (J. Amer. Chem. 
Soc., 1922, 44, 1564—-1567).—Fischer and Dilthey’s observations 
(A., 1902, i, 169) on the difference in the rate of amide formation 
from ethyl esters of mono- and di-alkylmalonic acids and Meyer's 
observation (A., 1906, i, 358) on the difference in rate of amide 
formation from methyl and ethyl esters of dialkylmalonic acids 
have been extended to include the methyl and ethyl esters of 
sec.-alkylmalonic acids. With respect to amide formation, the 
secondary alkylmalonic esters are found to resemble the dialkyl- 
malonic esters. 

isoPropylmalonamide, rhombohedra, m. p. 260°, is prepared by 
agitating methyl isopropylmalonate with aqueous ammonia 
(28°%) at the atmospheric temperature. Methyl sec.-butylmalonate, 
b. p. 217—218°/748 mm. (prepared by the action of methyl alcohol 
and a little sodium methoxide on the corresponding ethyl ester, 
b. p. 234—236°/755 mm.), is transformed similarly into sec.-butyl- 
malonamide, m. p. 242°. On the other hand, the ethyl esters 
of isopropyl- and sec.-butylmalonic acids only give small quantities 
of the corresponding amides after protracted treatment with a 
large excess of concentrated aqueous ammonia, the greater part 
of the esters remaining unchanged. Methyl cyclohexylmalonate, 
b. p. 121—122°/6 mm., d3} 1-0737, is prepared in poor yield by 
the action of ethyl-alcoholic sodium ethoxide solution on methy]! 
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malonate and cyclohexyl bromide; it is converted by concentrated 
ammonia into cyclohexylmalonamide, scaly crystals, m. p. 305°, 
and a product, needles, m. p. 169°, which is probably the imide. 
Methyl phenylmalonate gives phenylmalonamide, m. p. 233°. 

The ethyl sec.-alkylmalonates have been transformed into the 
corresponding sec.-alkylbarbituric acids by treatment with carb- 
amide and an excess of sodium ethoxide at about 105°; 5-sec.- 
butylbarbituric acid, pearly scales, m. p. 199°, 5-cyclohexylbarbituric 
acid, m. p. 254—256°, and 5-cycloheryl-2-thiobarbituric acid, small, 
flat, pale yellow needles, m. p. 188—189°, are described. H. W. 


Tautomerism of Dyads. I. Detection of Tautomeric 
Equilibria in Hydrocyanic Acid. Epirn Hizpa UsHERwoop 
(T., 1922, 121, 1604—1612). 


The Action of Organomagnesium Compounds on Nitriles. 
Franz Barrts (Bull. Soc. chim. Belg., 1922, 31, 184—192).—A 
study of the action of Grignard’s reagent on propionitrile in order 
to determine whether the latter yields condensation products 
similar to those obtained from acetonitrile (cf. Bruylants, Bull. 


Acad. Belg.) and also ketones according to Blaise’s reaction (A., 


1901, i, 133). With magnesium ethyl bromide, after treatment 
with water, two substances are obtained from the nitrile, termole- 
cular cyanoethane, (EtCN),, and diethyl ketone, the latter in much 
larger proportion. In addition, a considerable quantity of triethy]l- 
carbinol and bimolecular cyanoethane, (EtCN),, is formed in the 
reaction. The bimolecular polymeride, which is the major product 
in the case of acetonitrile, is in this case about 25°, of the total. 
The formation of the polymerides is explained on the hypothesis 
that the nitrile acts as a pseudo-acid and schemes are suggested 


to account for the formation of these and other products. 
H. J. E. 


Butenonitriles. P. Bruyiants (Bull. Soc. chim. Belg., 1922, 31, 
175—184).—The preparation of $-butenonitrile (vinylacetonitrile) 
from allyl iodide and cuprous cyanide (Henry, A., 1916, i, 549) need 
not be carried out under pressure; the reaction tukes place with 
equal ease in the case of allyl bromide, and, in addition, the yield is 
quantitative. The following physical constants for the substance are 
given: b. p. 118°-4—118°6°/760°5 mm.; m. p. (after solidification in 
liquid air) 84°; ny, 140297; nj} 140602; nif, 141170; d? 0°83409. 
An isomeride may be obtained by gently heating y-chlorobutyronitrile 
and also from the corresponding bromo-compound. Decomposition 
into the unsaturated nitrile and the halogen acid takes place, but 
in the latter case $-bromobutyronitrile is formed simultaneously. 
This isomeride, crotononitrile, may also be obtained from viny]l- 
acetonitrile by addition of gaseous hydrochloric or hydrobromic 
acid and subsequent treatment with potassium hydroxide or 
pyridine. It consists of a mixture of the two possible stereo- 
isomerides, which can only be separated after repeated fraction- 
ation. Physical constants have been determined as follows :— 
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Fraction b. p. 107:-6—107‘8°, n#, 1:41503; n® 1:41821; nil 
1-42650; d? 0°8244; fraction b. p. 120°3—120°5°, nit, 1:41835: 
ny 142161; nig 142985; d? 08239; and it is on the evidence 
afforded by these that the author bases his views as to the space 
configuration of the substances, as chemical methods of investi. 


gation have not, as yet, given any trustworthy indication. 
H. J. E. 


Possible Asymmetry of Aliphatic Diazo-compounds. I], 
P. A. Levene and L. A. Mrxesxa (J. Biol. Chem., 1922, 52, 485— 
494).—The diazosuccinic ester previously obtained (A., 1921, i, 233) 
was converted into malic, chlorosuccinic, and bromosuccinic esters, 
In each case the products had small rotations, thus indicating the 
existence of optically active diazosuccinic esters. Further work, 
however, is necessary completely to solve the problem (cf. also 
Marvel and Noyes, A., 1921, i, 15). E. 8. 


Preparation of Allylarsinic Acid. F. Horrmann—La Rocur 
& Co., Axt.-Gus. (Swiss Pat. 89055; from Chem. Zentr., 1922, ii, 201. 
Additional to E.P. 167157).—Allylarsinic acid, 

CH,:CH-CH,*AsO(OH),, 
forms colourless needles or stout prisms, m. p. 129—130°. The 
white silver salt is soluble in dilute nitric acid. The acid decolorises 
bromine water, and permanganate solution made alkaline with 
sodium carbonate. ‘The primary sodium salt, which forms lustrous 
leaflets, is not hygroscopic and melts partly at 87—88° in its water 
of crystallisation. The aqueous solution is weakly acid to litmus 
and can be heated to 120° without decomposition. The hygro- 
scopic secondary sodium salt has an alkaline reaction. The acid 
is decomposed by minerai acids with the separation of arsenious 


oxide. The zinc, lead, copper, cobalt, and iron salts are insoluble. 
G. W. R. 


Preparation of Hydrocarbons. Herman Ptavuson and 
Grore v. TiscHENKO (D.R.-P. 346065; from Chem. Zentr., 1922, 
ii, 442)—Carbides which on treatment with water give acetylene, 
ethylene, or methane are treated, either singly or mixed with 
steam, at 500—700°. The carbides of calcium, aluminium, man- 
ganese, cerium, lanthanum, and uranium are used. With calcium 
carbide, a mixture of hydrocarbons containing more than 60% 
of benzene is obtained. A mixture of calcium and aluminium 
carbides at 600° in a vacuum gives pentinene, whilst at higher 
pressures polymerised hydrocarbons, for example, terpenes, are 
obtained. G. W. R 


The Réle of Mercuric Nitrate in the ‘‘ Catalysed” 
Nitration of Aromatic Substances. II. Nitration of 
Naphthalene. TrNNuy L. Davis (J. Amer. Chem. Soc., 1922, 
44, 1588—1591; cf. A., 1921, i, 338).—Since naphthalene is very 


easily nitrated, concentrated nitric acid, even in the presence © 
mercuric nitrate, converts it promptly into nitronaphthalenes 
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and the amount of nitronaphthols which is formed is exceedingly 
small. The best conditions for the production of the latter directly 
from naphthalene are moderately dilute acid and moderately low 
temperature. In addition to nitronaphthalenes, 2 : 4-dinitro-c- 
naphthol and probably 2-nitro-«-naphthol are produced. The 
unexpected formation of derivatives of «-naphthol renders the 
interpretation of the course of the action a matter of considerable 
difficulty. -H. W. 


Preparation of «-Chloronaphthalene Derivatives. KALLE 
& Co., AKt.-Gres. (D.R.-P. 343147; from Chem. Zentr., 1922, 
ii, 143—144).—Nitronaphthalene-«-sulphonic acids or naphtha- 
sultone-«-sulphonic acids are treated with chlorine or chlorinating 
agents. The sulphonic acid group is thereby replaced by chlorine 
and chloronitronaphthalenes or chloronaphthasultones are formed. 
1-Nitronaphthalene-8-sulphonic acid gives, by the action of 
chlorine, hydrochloric acid and sodium chlorate, or a hypochlorite, 
8-chloro-1-nitronaphthalene. Similarly, from 2-nitronaphthalene- 
4;8-disulphonic acid, 4 : 8-dichloro-2-nitronaphthalene is obtained ; 
it forms yellow needles, m. p. 132°. By reduction, 4 : 8-dichloro- 
2-aminonaphthalene is obtained; it has m. p. 133°. Chlorination 
of 1-chloro-5-nitronaphthalene-4-sulphonic acid gives | : 4-dichloro- 
5-nitronaphthalene. 1: 5-Dichloro-4-nitronaphthalene is _ similarly 
obtained. Sodium naphthasultone-4-sulphonic acid gives in the 
same way 4-chloronaphthasultone, m. p. 181—183°. It yields 
4-chloro-1-hydroxynaphthalene-8-sulphonic acid by warming with 
dilute sodium hydroxide solution. This compound gives by hydro- 
lysis 4-chloro-l-hydroxynaphthalene. The products are used in 
the preparation of colouring matters. G. W. R. 


Preparation of Naphthasultonesulphonyl Chlorides. KALLE 
& Co., Axt.-Gres. (D.R.-P. 343056; from Chem. Zenir., 1922, 
ii, 144—145).—Naphthasultone or its sulphonic acids are treated 
with chlorosulphonic acid. In the case of naphthasultone, a 
sulphonyl chloride group enters the 5-position, whilst in that of 
the sulphonic acids the sulpho-group is chlorinated. The products 
are very reactive, and may be used in the preparation of colouring 
matters. With ammonia or amines, the sultone ring is broken 
with formation of sulphonamides or amide-substituted sulphon- 
amide derivatives of the corresponding «-naphthalenesulphonic 
acids. By heating sodium naphthasultone-3-sulphonate with 
chlorosulphonic acid at 40—100°, naphthasultone-3-sulphonyl 
chloride is obtained; it forms crystals, m. p. 185°. The corre- 
sponding anilide has m. p. 212—213°. Naphthasultone-5-sulphonyl 
chloride, similarly prepared, forms crystals, m. p. 194°. The 
anilide has m. p. 146—147°. Naphthasultone-3 : 6-disulphonyl 
chloride forms needles, m. p. 163°. G. W. R. 


Hydrogenation of 1: 6-Dimethylnaphthalene. FRITz 
Maver and THERESE ScHULTE (Ber., 1922, 55, [6], 2164—2167).— 
1:6-Dimethylnaphthalene is reduced by sodium and _ boiling 
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amyl alcohol to 1 : 6-dimethyl-A®’-5 : 8-dihydronaphthalene, b. p. 
118°/10 mm., d® 0°9700; the §8’-position of the double bond 
in the hydrogenated nucleus is established by the observation 
that the substance yields a liquid dibromide which regenerates 
1 : 6-dimethylnaphthalene when it is distilled in a vacuum. If 
the dihydro-compound is reduced by hydrogen in aqueous alcoholic 
solution in the presence of palladium, 1 : 6-dimethyl-5 : 6:7 :8.- 
tetrahydronaphthalene, a colourless liquid, b. p. 110—111°/10 mm., 
d* 0:9487, is obtained which is stable towards bromine and is 
oxidised by nitric acid to benzene-1 : 2 : 3-tricarboxylic acid. On 
the other hand, if 1 : 6-dimethylnaphthalene is reduced at 240° 
and 20—25 atmospheres pressure in the presence of a nickel 
catalyst, it gives a mixture (b. p. 108—110°/10 mm., d'* 0°9504) 
of 1: 6-dimethyl-1 : 2:3: 4-tetrahydronaphthalene and 1 : 6-di- 
methyl-5 : 6 : 7 : 8-tetrahydronaphthalene which is oxidised by 
nitric acid to a mixture of benzene-1:2:3- and -1: 2: 4-tri- 
carboxylic acids. H. W. 


Constitution of Carbonium Dyes. Halochromism. Hvco 
KaurrMann (Ber., 1922, 55, [B], 1967—1968).—In reply to 
Hantzsch (this vol., i, 24), the author maintains his priority in 
the formulation of the triphenylmethane dyes and other halochromic 
compounds as complex salts. His formulation of carboxylic acids 
antedates that of Hantzsch by six years. 


The Nature of Carbonium Salts. A. Hanrzscu (Ber., 1922, 
55, [B], 2043—2048).—A reply to the criticisms of Fierz (this vol., 
i, 445), Kehrmann (this vol., i, 331) and Dilthey (this vol., i, 668) 
(cf. Hantzsch, this vol., i, 24). H. W. 


The Fluorene Series. VII. Dibenzofulvene. A. Srecuitz 
and H. Jassoy (Ber., 1922, 55, [B], 2032—2040)—Attempts to 
transform fluorenyl-9-methylurethane, CH(C,H,).*CH,-NH-CO,Et, 
into fluorenyl-9-methylamine have met with considerable difficulty 
(cf. A., 1921, i, 791), and the further conversion of the latter by 
Hofmann’s degradation into dibenzofulvene, C(C,H,)s:CH,, ap- 
peared not to be realisable. Unexpectedly, it is now found that 
the urethane can be converted directly into the desired hydro- 
carbon in small yield. 

Dibenzofulvene is prepared by the distillation of fluorenyl-9- 
methylurethane with calcium oxide in a current of hydrogen under 
20—30 mm. pressure. It crystallises in long, colourless needles, 
m. p. 46—48° (51° was observed on one occasion). In substance 
and in solution it becomes rapidly converted into amorphous 
products of high melting point. It is oxidised to fluorenone. 
The corresponding picrate, stable, orange-red crystals, and a 
colourless, resinous, polymeric dibenzofulvene, m. p. 290° after 
softening at 255°, are described. 

Attempts to prepare 2 : 7-dibromodibenzofulvene by an analogous 
method were unsuccessful; the following series of substances was 
incidentally prepared. Lthyl 2: 7-dibromo-9-hydroxyfluorene-9- 
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acetate (annexed formula), from 2: 7-dibromofluorenone, ethyl 
bromoacetate, and zinc, colourless leaflets, 

VAN ee m. p. 106—107°, which is reduced by zinc 
Br | | Br @nd hydrochloric acid to 2 : 7-dibromofluor- 

WW “ty V4: ene-9-acetic acid. 2: 7-Dibromo-9-hydroxy- 

, \ cr jluorene-9-acetic acid,small, colourless needles, 
me m. p. 205—206°. Ethyl 2 : 7-dibromodi- 
benzofulvene-w-carboxylate, from the hydroxy-ester at 100°/18 mm., 
m, p. 172—173°. 2: 7-Dibromofluorene-9-acethydrazide, colourless 
needles, m. p. 247—248°, and the corresponding acetonehydrazone, 
colourless needles, m. p. 234—235°, and benzaldehydehydrazone, 
colourless needles, m. p. 256—257°. 2: '7-Dibromofluorenyl-9- 
methylurethane, colourless needles, m. p. 191—192°. The latter 
when distilled with calcium oxide did not appear to yield the 
corresponding amine or unsaturated hydrocarbon. 

In a further series of experiments, 2 : 7-dibromofluorenone was 
converted by magnesium and methyl iodide in the presence 
of ether into 2 : 7-dibromo-9-hydroxy-9-methylfluorene, colourless 
prisms, m. p. 162—163°, which was transformed by concentrated 
hydrochloric acid in the presence of glacial acetic acid into 9-chloro- 
2: 7-dibromo-9-methylfluorene, slender, colourless needles, m. p. 
182—183°. The latter gave 2: 7-dibromo-9-methylfluorene when 
distilled under diminished pressure, but was rapidly converted in 
boiling glacial acetic acid into 2 : 7-dibromodibenzofulvene, slender, 
colourless needles, m. p. 205—206°, which may be preserved 
unchanged for some days in a vacuum. It did not appear to 
yield a picrate. In a similar manner, 2 : 7-dibromo-9-hydroxy-9- 
ethylfluorene, colourless rodlets or coarse prisms, m. p. 133—134°, 
was transformed successively into 9-chloro-2 : 7-dibromo-9-ethyl- 
fluorene, colourless, lustrous needles, m. p. 171°, and 2 : 7-dibromo- 
w-methyldibenzofulvene, C(C,H,Br).-CHMe, colourless, woolly needles, 
m. p. 130—131°, which can be preserved indefinitely. 2: 7- 
Dibromo-9-hydroxy-9-n-propylfluorene crystallises in small, colourless 
plates, m. p. 150—151°. 

2 : 7-Dibromo-9-hydroxyfluorene, colourless needles, m. p. 168°, is 
prepared by the reduction of 2 : 7-dibromofluorenone by aluminium 
amalgam in the presence of moist ether. 

2: 7-Dibromofluorene, which has been shown previously (Sieglitz, 
A., 1920, i, 605) to be an excellent reagent for a series of aromatic 
acids, can also condense readily with aldehyde acids. Thus, with 
o-phthalaldehydic acid it yields 2 : 7-dibromo-9-benzylidenefluorene- 
2'-carboxylic acid, small, yellow needles, m. p. 224° after softening 
at 218° (ethyl ester, matted, yellow needles, m. p. 140°), and with 
opianic acid it gives 2: 7-dibromo-9 : 3’ : 4'-dimethoxybenzylidene- 
fluorene-2’-carboxylic acid, dull yellow, microscopic rodlets, m. p. 
249—250° after previous softening (ethyl ester, large, dark yellow 
crystals, m. p. 135°; corresponding dihydro-ester, colourless needles, 
m. p. 90°). H. W. 


Chlorination of p-Iododimethylaniline. Grorce Sacus and 
Lupwie Lrorotp (Monatsh., 43, 1922, 49—53).—Direct chlorination 
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of p-iododimethylaniline in chloroform solution at —12° yields 
0-chlorodimethylaniline-p-iododichloride hydrochloride, a _ yellow, 
amorphous powder, decomp. 78—85°, which, on reduction b 
hydrogen sulphide, gives o-chloro-p-iododimethylaniline, b. p. 159— 
161°/18 mm., 276—278°/760 mm. (partial decomposition). More 
vigorous reduction of the iododichloride with zinc dust and hydro. 
chloric acid gives o-chlorodimethylaniline. C. K. I. 


Preparation of N-Nitroso-derivatives of Secondary Amines, 
Erich Scumipr and Hernricu Fiscuer (D.R.-P. 343249; from 
Chem. Zentr., 1922, ii, 202; cf. A., 1920, i, 727—728).—Tetra- 
nitromethane is allowed to react with a boiling alcoholic solution 
of pyridine and a tertiary amine. o-Tolylmethylnitrosoamine is 
prepared from o-tolyldimethylamine, diethylnitrosoamine from 
triethylamine, and diphenylnitrosoamine from diphenylmethyl- 
amine. Diphenylnitrosoamine forms light yellow crystals, m. p. 
66-5°. Nitroform, obtained as a by-product, may be reconverted 
into tetranitromethane. G. W. R. 


Optically Active Amine Oxides. III (iii). Benzylmethyl- 
ethylamine Oxide. J. MriseNHEIMER and ArTuR LOHSNER 
(Annalen, 1922, 428, 278—285).—Benzylmethylethylamine oxide 
has been resolved by means of its d-bromocamphorsulphonates. 

Benzylmethylethylamine, prepared from methylethylamine and 
benzyl chloride, has b. p. 85—87°/10 mm., forms a picrate, m. p. 
113°, and an oxide, which gives a dl-picrate, m. p. 106—107°. 
1-Benzylmethylethylhydroxylammonium — d-bromocamphorsulphonate 
has m. p. 149—151°, and yields a 1-picrate, m. p. 100—101°, 
[«]p —0-25°. d-Benzylmethylethylhydroxylammonium d-bromocam- 
phorsulphonate has m. p. 141—143°, and gives a d-picrate, m. p. 
101—103°, [a], +-0-25° (cf. this vol., i, 813). C. K. I. 


1 : 8-Naphthasultam-4-sulphonic Acid and certain of its 
Derivatives. W. K6nic and J. Kem (Ber., 1922, 55, [B], 
2149—2155).—The preparation of 1 : 8-naphthasultam-4-sulphonic 
acid and several of its derivatives is described. The sulphonic 
acid and its anilide are much less reactive towards diazo-compounds 
than the unsubstituted naphthasultam or «-naphthol-4-sulphonic 
acid. The tendency towards the formation of o0-sulphamino- 
dyes is considerably less than towards the formation of the 
analogous p-derivatives and very much less than towards the 
production of o-hydroxyazo-dyes. 

1 : 8-Naphthasultam-4-sulphonic acid, pale pink needles which 
are very freely soluble in water, is obtained by the action of 
phosphoryl chloride on potassium «-naphthylamine-4 : 8-disul- 
phonate at 145° or by the action of sulphuric acid monohydrate 
on 1:8-naphthasultam alone or in the presence of glacial acetic 
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intensely yellow crystals with green fluorescence (-++ H,O) ; secondary 
barium salt, C,9H,O,NS,Ba,4H,O, and secondary calcium salt, 
(\pH,O;NS,Ca,H,O, are described. 1 : 8-Naphthasultam-4-sulphonyl 
chloride crystallises in small, almost colourless leaflets, decomp. 
above 185°. The corresponding anilide forms colourless plates, 
decomp. above 230°, whilst the «-naphthalide crystallises in pale 
brown leaflets, m. p. about 240° (decomp.). Secondary potassium 
naphthasultam-4-sulphonate couples very slowly with p-nitro- 
benzenediazo hydroxide solution with the formation of 2-p’-nitro- 
henzeneazo-1 : 8-naphthasultam-4-sulphonic acid, long needles, decomp. 
280° (the potassium salt is described). 2-0'-Methoxybenzeneazo- 
1:8-naphthasultam-4-sulphonic acid crystallises in dark violet leaflets 
which have no distinct melting point (the potassiwm salt is described). 


H. W. 


a-1-Naphthylethylamine. 1. Samur.tsson (Svensk Kem. 
Tidskr., 1922, 34, 7—9).—Naphthy]l methyl ketones were prepared 
in 75% yield by the Friedel-Crafts’ reaction; from 50 to 70% of 
the substance consisted of the «-isomeride, regardless of the tem- 
perature of preparation (0O—50°). In no case was the product 
the pure «-compound, but when the reaction took place in nitro- 
benzene, the pure $-form was obtained. «-Naphthyl methyl 
ketoxime has m. p. 135°, and appears to exist in isomeric forms 
(cf. Betti and Poccianti, A., 1914, i, 550). «-Naphthylethylamine 
is a colourless liquid, b. p. 153°, d!® 1-063; the 8-isomeride is a 
colourless liquid, b. p. 157°. Resolution of the «-isomeride was 
effected by means of camphoric acid. The d-form was not 
obtained pure; the /-form had [«] —80-8°; and in ethyl alcohol 
[a] —62-5°. The hydrochloride and oxalate were prepared. 

CHEMICAL ABSTRACTS. 


The 2-Hydroxy-1-arylnaphthylamines. A. Wau and R. 
Lantz (Compt. rend., 1922, 175, 171—174).—The halogen atoms 
in «-chloro- and «-bromo-@-naphthol react readily with aromatic 
amines with the formation of hydroxyarylnaphthylamines. These 
are crystalline substances, insoluble in water, soluble in alkali 
hydroxides, and forming crystalline hydrochlorides, which are 
dissociated by water. §-Hydroxyphenyl-x-naphthylamine was 
obtained by boiling «-chloro- or «-bromo-8-naphthol with aniline. 
It forms white needles, m. p. 155—156°. §-Hydroxy-«-o-tolyl- 
naphthylamine, m. p. 114—115°, 8-hydroxy-«-p-tolylnaphthylamine, 
white prisms, m. p. 1388—139°, 8-hydroxy-«-0-anisylnaphthylamine, 
white needles, m. p. 110°, and £-hydroxy-«-(o-methoxy-m-tolyl)- 
naphthylamine, white needles, m. p. 118°, were also prepared in 
asimilar way. The methyl ethers of hydroxyphenylnaphthylamine 
and hydroxy-p-tolylnaphthylamine are also described. The former 
gu white prisms, m. p. 82—83°, and the latter, needles, m. p. 

Ps G 


Preparation of 1-Arylamino-4-hydroxynaphthalenes. 
Katte & Co., Akt.-Ges. (D.R.-P. 343057; from Chem. Zentr., 
1922, ii, 145).—1 : 4-Dihydroxy- or 1-amino-4-hydroxynaphthalene 
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is heated with aromatic amino-compounds. 1-Amino-4-hydroxy. 
naphthalene or its hydrochloride, heated at 180° with aniline, 
gives 1-anilino-4-hydroxynaphthalene; this forms colourless crystals, 
m. p. 92°. When dissolved in dilute sodium hydroxide solution 
and exposed to air naphthaquinoneanil (Euler, A., 1906, i, 369) 
separates. The hydrochloride forms colourless prisms. The methyl 
ether, Ci 9H,,(OMe)-NHPh, crystallises in platelets, m. p. 139°. 
1-op-Dichloroanilino-4-hydroxynaphthalene, prepared from 1 : 4-di. 
hydroxynaphthalene and 2: 4-dichloro-l-aminobenzene, forms 
colourless needles, m. p. 73°. 1-p-Chloroanilino-4-hydroxynaphthalen 
(from p-chloroaniline) has m. p. 96°. 1-p-Tolwidino-4-hydrozy. 
naphthalene, m. p. 109°, is prepared from p-toluidine. 1-Anilino. 
4-hydroxynaphthalene-2-carboxylic acid (from anthranilic acid) has 
m. p. 247—249°. When benzidine is heated with 1 : 4-dihydroxy. 
naphthalene, it gives 4-amino-1 : 4’-hydroxynaphthylaminodiphenyl. 
The products are used in the preparation of colouring matters, 
By the oxidation of their alkaline solutions coloured compounds 
of the quinoneanil type are formed. G. W. R. 


Preparation of a Derivative of 2-Amino-5-hydroxynaphth- 
alene-7-sulphonic Acid. Katte & Co., Axt.-Gus. (D.R.-P. 
342733; from Chem. Zenir., 1922, ii, 202—203).—2-Amino-5. 
hydroxynaphthalene-7-sulphonic acid (2 mols.) is heated with 
p-phenylenediamine (1 mol.) in the presence of sodium hydrogen 
sulphite. For example, by heating at 105° in the presence of sodium 
hydrogen sulphite and sodium hydroxide for twelve hours and 
cooling, crystalline condensation products separate which are freed 
from sodium hydrogen sulphite by heating with hydrochloric acid. 
1 : 4-Di(5'-hydroxy-7'-sulpho-2'-naphthylamino)benzene is formed with 
elimination of ammonia. This compound differs from 2-4’. 
aminophenylamino-5-hydroxynaphthalene-7-sulphonic acid in that 
it does not form a crystalline sodium salt or give a coloration with 
a nitrite and alkaline resorcinol solution. G. W. R. 


Auto-oxidation. Anti-oxygens, and Various Phenomena 
Related Thereto. II. Cuartes Movureu and CHARLES 
DuFRAIssE (Compt. rend., 1922, 175, 127—132).—As previously 
recorded (this vol., i, 250), the auto-oxidation of many substances 
is checked by the presence of traces of certain compounds, notably 
phenols, to which the name anti-oxygens was given. Quantitative 
experiments have now been made to compare the inhibitive effect 
of proportions of phenols varying from 1 in 10 to 1 in 1,000,000 
on the rate of the absorption of oxygen by acraldehyde. The 
measurements were made by observing the rate of the ascension 
of the mercury column in barometer tubes charged with the 
reagents, and comparing with a control containing only acr- 
aldehyde and oxygen. Quinol was the most effective phenol in 
suppressing auto-oxidation, as little as 1 in 100,000 having a 
very marked effect. Slightly less active were pyrogallol and 
catechol, followed by resorcinol and 1:3: 4-trihydroxybenzene. 
At a concentration of 1 in 400, phloroglucinol has a maximum 
retarding effect, but at certain concentrations it actually accelerates 
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Y-§xidation. Attention is directed to various well-known phenomena 
:Byhich may be attributed to anti-oxygens, for example, to the 


action of sulphurous gases in preventing the luminescence of 
phosphorus in dilute oxygen, the action of benzyl alcohol, glycerol, 
henol, ete., in retarding the oxidation of sulphite solutions, the 
pevention of the oxidation of synthetic caoutchouc by phenols, 
the improved keeping property of essential oils as such, compared 
with that of the auto-oxidisable substances they contain, when 
isolated in a pure condition, etc. G. F. M. 
Chemistry of Terpenes, Phytosterols, and Resins. I. 
Extraction of Amyrin. K. ALB. VESTERBERG (Annalen, 1922, 
428, 243—-246).—Historical and bibliographical. C. K. I. 


Chemistry of Terpenes, Phytosterols, and Resins. II. 
Separation of «- and #-Amyrin. Preparation of «-Amyrilene. 
K. ALB. VESTERBERG and S. WESTERLIND (Annalen, 1922, 428, 
47—251).—Details are given for the preparation of crude amyrin, 
(sgH OH, for its separation into «- and $-amyrin by fractional 
crystallisation of the benzoates, and for the preparation of 
wamyrilene, Cy9H,,, by the action of phosphorus pentachloride 
on a-amyrin. C. K. I. 


The Reduction of some Aromatic Compounds by means 
of Sodium and Absolute Alcohol. Hrrvfi DE POMMEREAU 
(Bull. Soc. chim., 1922, 33, 689—697; cf. A., 1921, i, 567; 
Bouveault and Blanc, A., 1903, i, 673).—As a result of the reduc- 
tion of ethyl benzoate, benzyl alcohol, benzaldehyde, nitrobenzene, 
ethyl «-naphthoate and «-naphthylcarbinol in order to study the 
elect of substituents in the ring on the reaction, the author shows 
that the benzene ring is easily reduced to hexahydrogenated de- 
tivatives when it is directly united to a carboxyl group, and that 
when that group is esterified the reduction is incomplete, some 
tetrahydrogenated compounds being produced. On the other 
hand, reduction of naphthalene derivatives takes place readily, as 
does that of a primary alcohol group directly attached to the 
aromatic nucleus. The following have been prepared: tetra- 
hydrobenzyl alcohol is a colourless liquid, b. p. 188°/760 mm. ; 
«naphthyl acetate has b. p. 175°/18 mm.; di-«-naphthyl ether 
forms small, white crystals, m. p. 118°. H. J. E. 


The Decomposition of Proteinogenous Cholines into 
Alcohols of the Cinnamyl Alcohol Type. P. Karrer and 
E. HorwacHEer (Helv. Chim. Acta, 1922, 5, 571—575).—The de- 
composition of the proteinogenous cholines containing an aromatic 
nucleus in the 8-position to the ammonium group (cf. A., 1921, 
l, 228, and this vol., i, 813) proceeds with formation of an alcohol 
of the cinnamyl type and trimethylamine. The course of the 
reaction is different, therefore, from the decomposition of ordinary 
choline (Meyer and Hopff, A., 1921, i, 851). Thus phenylalanine- 
choline gives, by simply shaking in aqueous solution with silver 
oxide, cinnamyl alcohol, whilst; p-methoxyphenylalaninecholine 
gives p-methoxycinnamyl alcohol, a pleasant-smelling substance, 
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m.p.73°. The reaction takes place by merely warming the aqueous 
solution of the choline, the instability of which is probably due to 
the aromatic nucleus in the 8-position to the ammonium group, |; 
is significant that the naturally occurring alcohols of the type, such 
as cinnamyl alcohol itself, coniferyl alcohol, and syrengenin, ar 
all closely related to the naturally occurring amino-acids, from 
which they may be formed through the cholines. Fresh support 
is thus given to the hypothesis of choline formation in the plant 
organism. 


Identity of Xanthosterol with Lupeol. A. J. Utrée (Bull, 
Jardin Bot. Buitenzorg, 1922, [iii], 4, 315; cf. Dieterle, this vol, 
i, 652).—The phytosterol isolated by Dieterle (A., 1920, i, 42) 
from Xanthoxylon Budrunga has been re-obtained, and proves to 
be identical with lupeol as already suggested by Goodson (A., 1921, 
i, 488). 

Oestling’s phytosterol (Ber. Deut. Pharm. Ges., 1914, 24, 308) 
from Fagara xanthoxyloides, Lam. (X. senegalense, DC.) is also 
lupeol. 


Bromotrinitromethane. I. Erich Scumipt, Watt 
BaRTHOLOME, and ALFRED LUBKE (Ber., 1922, 55, [B], 2099— 
2107).—The bromine atom can be introduced into the aromatic 
nucleus of certain compounds, for example, dimethyl-o(or m-). 
toluidine by the action of an alcoholic solution of bromotrinitro. 
methane. Addition of alkyl hypobromite at the olefinic bond is 
effected by the action of bromotrinitromethane on a series of 
unsaturated substances in the presence of the requisite alcohol: 
OBr 
NO,). — 
In general, the solution of one molecular proportion of bromotti- 
nitromethane is added gradually to a molecular proportion of the 
unsaturated compound dissolved in the same solvent; the mixture 
is preserved in ice water or if necessary heated under a reflux 
condenser until the smell of bromotrinitromethane disappears, 
after which it is poured into water and extracted with ether after 
addition of saturated sodium chloride solution. The ethereal 
solution is subjected to protracted mechanical agitation with 
sodium hydroxide solution (15%) and twice subsequently with 
potassium hydroxide solution (15%), to which ultimately a yellow 
colour must not be imparted; it is then washed with water, and 
dried over sodium sulphate, after which the desired product is 
isolated by distillation under diminished pressure. (A second 
method of operating in the presence of pyridine will be described 
subsequently.) 

The following compounds have been prepared. In so far as they 
have been described previously their constitution is known, but 
otherwise more attention has been directed to the applicability of 
the reaction than to the precise constitution of the products: 
8-Bromo-«-methoxypropylbenzene (from propenylbenzene), a colout- 
less liquid, b. p. L1O—111°/12 mm. 8-Bromo-«-ethoxypropylbenzene, 


N- 
—CH:CH—-+R:-OH+0< ( —CH(OR):CHBr—-+-CH(NO,),. 
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a colourless liquid, b. p. 119—120°/13 mm. . 0-Methoxy-f-bromo- 
x-methoxypropylbenzene, OMe-C,H,*CH(OMe)-CHBrMe, an almost 
colourless liquid, b. p. 100°/0-2 mm. o0-Methoxy-8-bromo-a-allyl- 
oxypropylbenzene, OMe-C,H,-CH(O-C,H;)-CHBrMe, a pale yellow 
liquid, b. p. 113°/0:33 mm. p-Methoxy--bromo-«-methoxypropyl- 
benzene, an almost colourless liquid, b. p. 105°/0-21 mm.; 108°/0-31 
mm. p-Methoxy-B-bromo-«-ethoxypropylbenzene, b. p. L0— 
112°/0-21 mm. p-Methoxy-B-bromo-«-allyloxypropylbenzene, a pale 
yellow liquid, b. p. 126—127°/0:3 mm. 3: 4-Methylenedioxy- 
3-bromo-a-methoxypropylbenzene, a pale yellow liquid, b. p. 108— 
110°/0-14 mm. 3 : 4-Methylenedioxy-8-bromo-«-ethoxypropylbenzene, 
b. p. 119—120°/0-2 mm. (if light petroleum or glacial acetic acid is 
used as solvent, an unstable additive product, C,,H,)O,N,Br, of 
isosafrole and bromotrinitromethane is obtained; it has decomp. 
100—101°). Bromocyclohexyl methyl ether (from cyclohexene), a 
colourless liquid, b. p. 78—79°/12 mm.; xj 1-4910, dj? 1-3400. 
Bromocyclohexyl ethyl ether, a colourless liquid, b. p. 84—85°/10 mm., 
ni 14818, di81-2751. Bromocyclohexyl allyl ether, a colourless 
liquid, b. p. 100—101°/11 mm. Bromomethoxy-p-menthan-8-ol 
(from terpineol), an almost colourless liquid, b. p. 110—111°/0-42 
mm. Dibromodimethoxy-p-menthane (from lI-limonene), an almost 
colourless liquid, b. p. 136°/0-3 mm. Methyl bromomethoxystearate, 
b. p. 192°/0-37 mm. Bromomethoxytetrahydronaphthalene (from 
Al.dihydronaphthalene), a colourless liquid, b. p. 101°/0-31 mm. 
Bromomethoxytetrahydronaphthalene (from A?-dihydronaphthalene), 
a colourless liquid, b. p. 115°/0-8 mm. H. W. 


Reaction of Carbonyl Chloride with Benzene and m-Xylene 
in the Presence of Aluminium Chloride. Ropert E. WILSON 
and Everett W. Futuer (J. Ind. Eng. Chem., 1922, 14, 406— 
409).—Carbonyl chloride reacts with benzene in the presence of 
anhydrous aluminium chloride, yielding benzoyl chloride and 
benzophenone, but no trace of anthraquinone is produced. The 
reaction takes place in two stages with the intermediate formation 
of the compound C,H,*COCI,AICI,, which can be hydrolysed to 
give benzoic acid; this compound then reacts rapidly with a further 
quantity of benzene, and the final product is almost entirely benzo- 
phenone, irrespective of change of temperature, method of mixing, 
ratio of reactive substances, etc. When carbon disulphide is used 
as a diluent a large proportion of the product can be obtained as 
benzoic acid; this seems to be due to the slight solubility of the 
intermediate compound in the carbon disulphide, so that it is 
removed before it can react with more benzene. Reaction between 
carbonyl chloride and m-xylene yields a dixylyl ketone having at 
least two of the methyl groups in the ortho-position to the carbonyl 
group; attempts to convert this ketone by oxidation into a deriv- 
ative of anthraquinone have, so far, not been successful. 


W. P.S. 


Preparation of n-Butyl p-Aminobenzoate. Sociktk 
CHIMIQUE DES UstnEs pu RHONE (Swiss Pat. 90590; from Chem. 
Zentr., 1922, ii, -202).—p-Aminobenzoic acid is esterified with 
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n-butyl alcohol, for example in the presence of hydrogen chloride, 
and heated. On cooling, the hydrochloride of the ester crystallises, 
By addition of alkali hydroxide to an aqueous solution, the free 
n-butyl p-aminobenzoate is precipitated. It has m. p. 59°, b. p, 
173—174°/8 mm. (cf. A., 1921, i, 26). G. W. R. 


y-Dibutylaminopropyl p-Aminobenzoate. O. Kamm and 
R. Apams (Can. Pat. 217486).—p-Nitrobenzoyl chloride dissolved 
in benzene and y-dibutylaminopropyl alcohol are heated and the 
reaction mixture is shaken with excess of tin and hydrochloric 
acid at a temperature maintained at 50°. The mixture is diluted 
and the tin removed with hydrogen sulphide. When the aqueous 
layer is made alkaline, y-dibutylaminopropyl p-aminobenzoate (a 
local anesthetic) is precipitated. CHEMICAL ABSTRACTS. 


Preparation of Benzyl p-Aminobenzoate. SocreTy ror 
CHEMIcAL INDUSTRY IN BASLE (Swiss Pat. 90587; from Chem. 
Zentr., 1922, ii, 202)—Compounds containing a p-nitrobenzoy| 
group are benzylated and the resulting benzyl p-nitrobenzoate is 
reduced. For example, dry hydrogen chloride is passed into a 
benzyl alcoholic solution of p-nitrobenzoic acid, or p-nitrobenzoates 
are warmed with benzyl chloride in aqueous solution, or p-nitro- 
benzoyl chloride is heated with benzyl alcohol under a reflux con- 
denser. Benzyl p-nitrobenzoate is crystalline. It gives, by reduc- 
tion with iron and dilute hydrochloric acid, benzyl p-aminobenzoate 
(cf. Shonle and Row, A., 1921, i, 341), which forms white needles, 
m. p. 90°, and acts as a local anesthetic. G. W.R. 


The Reduction of Ethyl «-Naphthylacetate and the 
a-Naphthylethanols by Sodium and Absolute Alcohol. Hervé 
DE PomMMEREAU (Compt. rend., 1922, 175, 105—106).—Ethyl 
a-naphthylacetate on reduction with sodium in absolute alcohol 
yielded two products, namely, tetrahydronaphthylethanol, 

C,9H,,°CH,°CH,°OH, 
b. p. 187°/25 mm., giving a phenylurethane, m. p. 91°, and ethyl 
tetrahydronaphthylacetate, from which the free acid, m. p. 131°, 
was prepared. Primary «-naphthylethanol, when similarly re- 
duced, gave a dihydronaphthylethanol, C,gH,*CH,°CH,°OH, b. p. 
190°/22 mm., giving a phenylurethane, m. p. 106°, and secondary 
a-naphthylethanol gave ethyldihydronaphthalene, b. p. 240° /760 » 
W. G. 


Fission of ««-Diphenylethyl-f-urethane. <A. Siecitz (Ber., 
1922, 55, [B], 2040—2042).—The unexpected, direct conversion 
of fluorenyl-9-methylurethane into dibenzofulvene (Sieglitz and 
Jassoy, this vol., i, 820) has led the author to investigate the 
behaviour of the closely similar ««-diphenylethyl--urethane under 
analogous conditions. This substance gives the corresponding 
amine in the usual manner, the unsaturated hydrocarbon not 
appearing to be produced. 

[With Hans Spirzer.|}—Ethyl £8-diphenylpropionate is con- 
verted by hydrazine hydrate into the corresponding hydrazide, 
colourless, lustrous leaflets, m. p. 127—128° (anisylidene compound, 


~~ a ee 
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colourless needles, m. p. 196°) which is transformed further into 
the azide. The latter is converted by boiling absolute ethyl alcohol 
into aa-diphenylethyl-p-urethane, CHPh,°CH,-NH-CO,Et, colourless 
needles, m. p. 69° (if aqueous alcohol is used diphenylethylcarbamide, 
dender, colourless needles, m. p. 198°, is also obtained). The 
wethane is decomposed by distillation with calcium oxide under 
12 mm. pressure in an atmosphere of hydrogen into $$-diphenyl- 
ethylamine (hydrochloride, m. p. 253°; picrate, m. p. 212—213°); 
the presence of the hydrocarbon, CPh,-CH,, in the non-basic 
portion of the distillate could not be established. H. W. 


Effect of Attached Groups on the Ease of Formation of 
the cycloPentane Ring. JvuAN Prpice CHARLES CHAND- 
RASENA and CHRISTOPHER KeELK INGoLD (T., 1922, 121, 1552— 


1555). 


A New Example of Hemihedral Forms not Conforming 
to the Sign of the Optical Activity. A. Durrour (Compt. 
wnd., 1922, 175, 109—112).—The author records the case of a 
sample of abietic acid recently isolated by Dupont from the Aleppo 
pine (cf. A., 1921, i, 510) the goniometric measurements of which 
conform with those of an abietic acid obtained by Mach from rosin. 
The specimen was, however, an enantiomorphic form, but did not 
show opposite optical activity. W.G 


Abietic Acid. A. Mapinavertia (Anal. Fis. Quim., 1922, 20, 
183—189; cf. Sureda Blanes, A., 1915, i, 493).—The author’s 
analyses lend support to the formula C,,H,,0, for abietic acid. 
The nucleus of the molecule must be retene, since it is obtained 
by the catalytic dehydrogenation of abietene. The result of 
hydrogenation of the ethylene linkings by the Willstitter method 
renders it probable that the carboxyl group in abietic acid is linked 
to a tertiary carbon atom, and the formula 


CHMe,-C-—CH,° CH-CH-CH- CH-CH,-CHMes oy 
CH-CH,°CH —C(CO,H)—CH, 
is suggested. G. W. R. 


Higher Terpene Compounds. V. Conversion of Abietic 
Acid into Methylretene. L. Ruzicka and Jutes Meyer (Helv. 
Chim. Acta, 1922, 5, 581—593).—When abietic acid, C.9H 3 0p, 
is heated with sulphur it is converted into retene (l-methyl-7- 
isopropylphenanthrene), C,,H,,, dehydrogenation being accom- 
panied by loss of a carboxyl group and another carbon atom. 
Abietic acid is probably therefore a methyldecahydroretenecarb- 
oxylic acid, and experiments have been made with the object 
of determining the orientation of the two groups removable by 
sulphur. The position of the double linking in abietic acid is 
unknown, but it is found that dihydroabietic acid also gives retene 
when heated with sulphur. This practically excludes the possi- 


bility of the grouping (>CH=CH, in abietic acid, the alternative 
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C 
combination for a mobile carbon atom being CSC—CH,, The 

C 
methyl ester of abietic acid and the corresponding alcohol, abietinol, 
likewise give retene when heated with sulphur. When abictino| 
is treated with phosphorus pentachloride, a new hydrocarbon, 
CypHg9, which may be called methylabietin, is obtained which, 
when dehydrogenated with sulphur, gives a methylretene. Since 
the methyl group which has replaced the carboxyl group in abietic 
acid is no longer removable, it is argued that the carboxyl group 
is not attached to a tertiary carbon atom of the phenanthrene 
nucleus. Methylretene is oxidised by chromic acid to methyl. 
retenequinone. Assuming that the abietic acid skeleton consists, 
like all known mono- and sesqui-terpene compounds, of isoprene 
residues (cf. this vol., i, 560, 562), and taking into account the 
above facts, the only possible positions for the carboxy] and methyl 
groups under discussion in the phenanthrene nucleus of abietic 
acid are 2:12, 3:11, and 4:11. 

Abietinol, Cy 5H,,0, prepared by reduction of methyl abietate 
with sodium and alcohol, has b. p. 169—172°/0:2 mm., d}’ 1:0305, 
ni; 1:5487. Dihydroabietinol, hy reduction of abietinol with 
hydrogen in presence of platinum black, forms a colourless, viscous 
mass, b. p. 169—171°/0°5 mm. Methylabietin, CyyHy9, is a viscous, 
colourless oil, b. p. 147—-152°/0°8 mm., d}’ 0°9750, ni) 1:54435, 
tp +56°2°. It does not form a picrate. Methylretene, C,H,», 
forms colourless leaflets, m. p. 79°, and gives an unstable picrate. 
Methylretenequinone, C,,H,,0,, erystallises in red leaflets, m. p. 
147°, and with o-phenylenediamine it gives a quinozaline, m. p. 
165°. Retene styphnate has m. p. 142°. E. H. R. 


Preparation of o-, m-, and p-Nitrophenoxyacetic Acids 
and Various Nitrotolyloxyacetic Acids and their Derivatives. 
THomas HoskeR Minton and Henry Sreruen (T., 1922, 121, 
1591—1598). 


The Nitro- and Amino-derivatives of o- and p-Methoxy- 
benzoic Acids and of «-and 8-Methoxynaphthoic Acids. Victor 
FROELICHER and JULIUS BEREND CoHEN (T., 1922, 121, 1652— 
1660). 


Configuration of the Truxinic and Truxillic Acids. VI. 
R. STOERMER and F. Bacrs&r (Ber., 1922, 55, [B], 1860—1882).— 
Of the six theoretically possible truxinic acids, four (f-, 5-, ¢-, and 
neo-) have actually been isolated. The constitution IV has 
definitely been assigned to ¢-truxinic acid, since this is the only 
cis-acid of the series which is resolvable into its optical antipodes. 
The $-acid must have the configuration I or II, of which I is the 
more probable. Both formule represent meso-forms and, up to 
the present, it has not been found possible to resolve the (-acid 
by alkaloids. The configurations III, V, and VI are available 
for neo- and 6-truxinic acids, all of which represent resolvable 
racemic forms. Both acids have now been resolved into their 
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tical antipodes. The 6-acid is closely related to the ¢-acid 


The Meonversion of 6-acid into the anhydride or imide of {-acid; trans- 
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mation of ¢- into 6-acid in the presence of pyridine), so that 
the phenyl groups must be in the trans-position to one another 
in it, thus limiting the choice of the configuration to V or VI. 
Similarly, neotruxinic acid is related closely to the #-acid, and 
for it, as a trans-acid, only the configuration Lil is available. The 
ame configurations have been assigned to §-, 6-, and ¢-truxinic 
aids from considerations based on their formation by the poly- 
uerisation of the cinnamic acids on exposure to light. In the 
aithors’ opinion, the coincidence is accidental, and de Jong’s 
aguments are not founded on a sufficiently firm theoretical basis. 

It is remarkable that 5- and neo-truxinic acids occur in the 
optically inactive forms in the crude mixture of acids in which 
they are united to the optically active ecgonine. The technical 
treatment of the products is not such as would be likely to cause 
recemisation of the (actually very stable) optically active acids. 

In a modified form, the possibility of fission into optically active 
components can be utilised in elucidating the configuration of the 
truxillic acids, for which the following formule are possible : 


Ge COO! P 4 Got COOH cow A 
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All these are forms which cannot be resolved into optical anti- 
podes. If dissimilarity is introduced into the carboxyl groups 
(by conversion of one of them into the ester, amide, anilide, etc.), 
the forms 1 and 2 become racemic and resolvable, whereas 3, 
4,and 5 remain non-resolvable. 


a- and y-Truxillic acid anilides 
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have actually been resolved into their active forms, and therefor 
must have the configurations 1 and 2. To the y-acid, which alone 
yields its proper, stable anhydride, the constitution 2 must lp 
assigned, thus leaving constitution 1 for the «-acid. 

Since «-truxillic acid is converted by magnesium phenyl bromic 
into a ditertiary alcohol, OH-CPh,°C,H,Ph,-CPh,-OH, which js 
readily converted into an oxide and by hydrogen bromide into q 
dibromide which can also be formed from the oxide, it is probable 
that it is a cis-form and not, as previously assumed, a trans-acid. 

The theoretical portion concludes with a lengthy reply to de 
Jong (this vol., i, 339) with regard to the nomenclature of the 
truxillic and truxinic acids. 

A more convenient process for the conversion of 8- into neo. 
truxinic acid than that used previously consists in heating the §-acid 
with concentrated ammonia solution at 170—190°, with water at 
215°, or alone at 215°. 2°1835 Grams of the acid are soluble in 
100 grams of glacial acetic acid at 20°. It is converted quanti- 
tatively by molten potassium hydroxide into the 46-acid and by 
acetic anhydride at 160° into the B-acid. The latter is conveniently 
identified as the amidic acid, m. p. 194°. The chloride, m. p. 3 
84°, and dianilide, m. p. 226—227°, of the neo-acid are described. 
Neotruxinic acid can be resolved by cinchonine in alcoholic solution; 
the alkaloidal salt of the d-acid [m. p. 216—217° (decomp.)] being 
the more sparingly soluble. d-Neotruxinic acid has m. p. 236— 
237°, [«]i} +52°63° in acetone. 1-Neotruxinic acid, m. p. 236— 
237°, [«}i} —53°95° in acetone is obtained by treating the acid 
residues from the resolution of the r-acid by cinchonine with 
quinine in alcoholic solution; quinine |-neotruxinate has m. p. 138°, 
The following derivatives of d-neotruxinic acid are described: 
chloride, m. p. 103—104°, [«]} —15°98° in acetone solution; di- 
anilide, m. p. 226—227°, [«]i} —53°23° in acetone; amide, m. p. 
260—261°; ethyl ester, slender needles, m. p. 53°, [«]j) + 18°33° 
in acetone; methyl ester, m. p. 100°, [aj +48°11° in acetone. 
l-Neotruxinic acid yields the following derivatives: methyl ester, 
m. p. 100—101°, [«]}i} —51°99° in acetone; ethylamide, m. p. 175°, 
[«]\; +30°30° in acetone; methylamide, slender, matted needles, 
m. p. 126—127°. 

Ammonium 6-truxinate, long, transparent prisms, m. p. 206—208° 
(decomp.) is converted at 215° into ¢-truxinimide, m. p. 168’, 
which is further identified by its transformation into the ¢-amidic] 
acid, m. p. 222°; the latter is re-converted by alcoholic potassium 
hydroxide into the é-acid. 68-Truxinie acid can be resolved by 
means of cinchonine in alcoholic solution; cinchonine 1-8-truxinale 
has m. p. 192°. 1-3-T'ruainic acid, slender needles, m. p. 158—159, 
[x] —8°3° in acetone, dissolves in glacial acetic acid to the extent 
of 17°89 parts in 100 at 20°, whereas only 10°38 parts of the r-acid 
dissolve under the same conditions. d-8-Truxinic acid is obtained 
from the residues of the above resolution by means of quinine. 
Quinine d-8-truxinate, m. p. 185° (decomp.), is described. 4-)- 
Truxinic acid, m. p. 157—158°, has [«]§ +8°06° in acetone. The 
following derivatives of dl-3-truxinic acid are described : chloride, 
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_p. 78°; diamide, colourless crystals, m. p. 224°; dianilide, 
m. p. 283°; 98-truxinalic acid, m. p. 225°. 1-6-7'ruxindiamide has 
m. p. 206°, [«]} -++33°5° in acetone. 

{-Truxinic acid is converted by pyridine and water at 195—205° 
into 6-truxinic acid, m. p. 175°. H. W. 


o-4’-Hydroxybenzoylbenzoic Acid and some of its Deriv- 
atives. W. K. OrnNnpvorrFF and Louise Kewiey (J. Amer. Chem. 
Soc., 1922, 44, 1518—1527).—0o-4’-Hydroxybenzoylbenzoic acid, 
which in the free condition probably has the lactonic constitution, 
HO-C,H,"¢(OH)-O,H. 

O—-—-CO 
(gas evolution). One hundred c.c. of water, ethyl alcohol (95%), 
methyl alcohol, and benzene dissolve, respectively, 0°0632, 36-00, 
11:58, and 0°0121 grams of the acid at 21°. The acid exhibits an 
abnormal absorptive power towards dry gaseous ammonia, of 
which it takes up 2°5 molecular proportions; when placed in an 
evacuated desiccator over concentrated sulphuric acid, the product 
loses ammonia slowly and reaches a constant weight when only 
one molecular proportion of the gas remains. The ammonium 
salt, sodium salt, C,,H,O,Na, colourless needles (also+1EtOH), 
the barium salt, large, six-sided, greenish-yellow crystals, m. p. 259° 
(decomp.) after softening at 245° (dihydrate and anhydrous), 
calcium salt, small, pale yellow, glistening needles, m. p. 262—263° 
decomp.) after softening at 252° (dihydrate and anhydrous), 
and zine salt, colourless crystals, m. p. 80—81° (anhydrous and 
+75H,O), are described. The diacetate, OAcCeH, a Te, 
prepared by boiling the acid with acetic anhydride and sodium 
acetate, has m. p. 162—163°. Ethyl o-4'-hydroxybenzoylbenzoate, 
0H-C,H,-CO-C,H,°CO,Et, colourless needles, m. p. 114—115°, is 
converted by dry gaseous ammonia into the sudstance, 
ONH,’C,H,°CO-C,H,°CO,Et, 

which, however, is not stable, since it loses a part of its ammonia 
when preserved in a vacuum over sulphuric acid. Methyl o-4’- 
hydroxybenzoylbenzoate, triclinic crystals, m. p. 149—150°, similarly 
absorbs between 1 and 1°5 molecular proportions of ammonia, 
forming a greenish-yellow semi-liquid mass. 

0-3’ : 5’-Dibromo-4' -hydroxybenzoylbenzoic acid, colourless crystals, 
m. p. 250°, is prepared by the bromination of the parent acid in 
glacial acetic acid solution or (m. p. 246—248°) by the action 
of boiling dilute sulphuric acid on tetrabromophenolphthaleinoxime. 

o-4’-Hydroxybenzoylbenzoic acid phenylhydrazone, 

OH-C,H,°C —C,H, 
N—NPh—CO ’ 
small, colourless needles, m. p. 267—268°, is obtained by heating 
the acid with an excess of phenylhydrazine at 160°. 

Hydroxyphenylphthalide (cf. Bistrzycki and Oehlert, A., 1894, 
i, 600; Meyer, A., 1899, i, 707) crystallises in small, colourless 
needles, m. p. 164—165°; the corresponding acetate, small, colour- 
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4, crystallises in colourless plates, m. p. 213° 
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less needles, which probably belong to the triclinic system, has m, p, 
125—126°. 

o-4’-Methoxybenzoylbenzoic acid is prepared from phthalic 
anhydride and anisole (m. p. 141°6—142°) or from o0-4’-hydroxy. 
benzoylbenzoic acid, sodium hydroxide, and methyl sulphate 
(m. p. 144—145°) (cf. Nourrisson, A., 1886, 1029; Meyer and 
Turnau, A., 1909, i, 710). The acid absorbs one and a halt mole. 
cular proportions of dry ammonia gas; the product when pre. 
served in a vacuum over concentrated sulphuric acid ultimately 
retains one molecular porportion. The sodiwm salt, small, colour. 
less needles, and the potassium salt, long, colourless needles 
(+0°5EtOH), are described. Methyl o-4’-methoxybenzoylbenzoate, 
prepared by the action of sodium hydroxide solution and methyl 
sulphate on o-4’-hydroxybenzoylbenzoic acid, has m. p. 80—81]‘5° 
(cf. Meyer and Turnau, /oc. cit.). H. W. 


The Constitution and Tautomeric Equilibrium of the 
Two Phthalic Acid Tetrachlorides. Erwin Orr (Ber., 1922, 
55, [B], 2108—2125).—The action of phosphorus pentachloride 
on ordinary phthalyl chloride at a high temperature has been 
shown by Vongerichten (A., 1880, 473) to lead to the formation 
of two crystalline chlorides, C,H,OCl,, which he designated phthalic 


acid tetrachlorides ; the formule C,H. <CCh so and CCI,"C,H,°COC! 
64 SCC, 3°Ughy 


were proposed for the compounds, but these were not allocated 
to the individual substances. Subsequently, Claus and Hoch (A, 
1886, 705) could only isolate the isomeride of higher melting point 
(88°) from phosphorus pentachloride and phthalic anhydride; a 
similar result was obtained by Anschiitz and his pupils in the 
investigation of the action of phosphorus pentachloride on phthaly! 
chloride or phthalide. On account of its behaviour in the presence 
of aluminium chloride and by reason of the intermediate products 
from phosphorus pentachloride and phthalide, the constitution 
CCl,°C,H,-COCI has been assigned to the variety, m. p. 88°, by 
Haller and Guyot (A., 1895, i, 376) and by Anschiitz, respectively. 
This is now shown to be incorrect. The isomeride of lower melting 
point reacts instantaneously with aniline in suitably concentrated 
benzene solution with separation of aniline hydrochloride and 
benzotrichloride-o-carboxyanilide: (CCI,*C,H,°COCI + 2PhNH, = 
CCl,-C,H,-CO-NHPh-+-NH,Ph,HCl), whereas the substance, m. p. 
88°, reacts extremely slowly and in a different manner: 
n ; 

CoH, <Goj2>0+ 6NH;Ph=C,H,< GG, >NPh+4NH,Ph HO. 
The difference in the rates of reaction is so great that the process 
can be utilised for the estimation of the chloride of lower melting 
point in mixtures containing the other isomeride also. For. this 
purpose, the almost quantitatively precipitated mixture of aniline 
hydrochloride and benzotrichloride-o-carboxyanilide is collected, 
washed with benzene and ether, and weighed; the aniline hydro- 
chloride is rem.»ved by water and the residual anilide again weighed. 

Towards methyl alcohol the two chlorides do not exhibit such 
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.Mmarked difference in their behaviour as towards aniline. The 
iomeride of lower melting point reacts quantitatively in N/2- 
lution in‘about six hours, in accordance with the equation 
- Bc0l,C,H,-COC14+MeOH=CCl,°C,H,-CO,Me+HCl. Under similar 
conditions, the reaction with the lactone is complete in about 


twenty-four hours according to the scheme CpH,<Gg)2>0+4MeOH 
2 


Confirmation of the constitutions assigned to the respective 
chlorides is found in their absorption spectra in the ultra-violet. 

Benzotrichloride-o-carboxyl chloride reacts much less readily 
with aniline or methyl alcohol than any 1 : 2-dicarboxyl chloride 
hitherto investigated. The behaviour of benzoyl, toluoyl, 
and mono- and di-chlorotoluoyl chlorides in this respect have 
therefore been subjected to a comparative examination. Benzoyl 
chloride reacts far less readily than an aliphatic acid chloride or 
a true 1:2-dicarboxyl chloride (s-o-phthalyl chloride). The 
presence of a methyl group in the ortho-position causes a some- 
what unexpected and considerable increase in reactivity. The 
introduction of one or two chlorine atoms into the methyl radicle 
does not diminish the reactivity, which, however, falls far below 
that of benzoyl chloride when a third chlorine atom is introduced. 

A tautomeric equilibrium between the two chlorides tends to 
become established if one of them is molten. The position of the 
equilibrium is a function of the temperature; it has been measured 
at 120°, 220°, and 286°5°. It is thus established that the two 
forms are mutually interconvertible by alteration of temperature, 
and that the lactonic cannot be converted into the acyclic form 
to an extent greater than 80%. The velocity of establishment of 
equilibrium is readily measurable at the high temperatures and 
very slow at lower temperatures, and the wandering of the heavier 
chlorine atom appears therefore to be a much slower process than 
that of the hydrogen atom. The nature of the equilibrium curve 
indicates that the acyclic chloride is incapable of existence at 
temperatures below 70°. This is confirmed to some extent by the 
observation that, whereas the solid, crystalline material appears 
stable, the molten substance gradually undergoes transformation 
at 57°5°. The rate of conversion of the acyclic into the lactonic 
variety is, however, very small and proceeds much more slowly 
than the reverse process (the latter is probably subject to catalytic 
influences). 

The two chlorides are prepared in the following manner. 
Phthalide is heated with phosphorus pentachloride at 100° until 
reaction is complete and the phosphorus trichloride and phosphoryl 
chloride are removed by distillation. The residue is fractionated 
under 15 mm. pressure. The chloride of higher melting point 
solidifies from the distillates and is removed. The liquid portions 
of the distillates and the residues from the crystallisation of the 
above chloride are united and distilled fractionally in a high 
vacuum. The initial fractions contain the lactonic chloride, 
Whereas those of highest boiling point are composed of almost 

gg2 
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homogeneous acyclic chloride. Benzotrichloride-o-carboxy] chloride 
has m. p. 43° (Vongerichten 47°), b. p. (not definite) 115—120°/0-2 
mm., whereas the lactonic form has m. p. 85—86° (Vongerichten 
88°), b. p. 90—105°/0°2 mm. Methyl benzotrichloride-o-carboxylate 
has b. p. 125° (corr.)/l1 mm. Benzotrichloride-o-carboxyanilide has 
m. p. 165—170° (decomp.). . H. W. 
Preparation of Phthalimide. Bririsu DyeEsturrs Corpora. 
TION Lrp., ARTHUR GEORGE GREEN, and STANLEY JOSEPH GreEzy 
(Brit. Pat. 183044).—«-Nitronaphthalene is directly oxidised by air 
or oxygen in the presence of a suitable catalyst such as pumice 


impregnated with an oxide of molybdenum or vanadium and §jis 


heated at 300—400°, the main product of the oxidation being 
phthalimide in a yield of upwards of 50% of that theoretically 


possible. The operation may be carried out by passing a large fis 


excess of hot air over nitronaphthalene heated at 120—130°, and 
thence through a heated iron tube containing the catalyst. Phthal. 
imide condenses in small, colourless needles in a large, well cooled 
receiver, and a small quantity of phthalic anhydride which is 
formed, being more volatile, may be collected in a second receiver, 
G. F. M. 


Conditions of Formation of Rings attached to the o-, m-, 
and p-Positions of the Benzene Nucleus. I. The Action 
of Sodium on o-Phenylenediacetic Ester. Witi1am Henry 
PERKIN, jun., and ALAN Francis Tittey (T., 1922, 121, 1562— 
1571). 


Chemistry of Polycyclic Structures in Relation to their 
Homocyclic Unsaturated Isomerides. III. Intra-annular 
Tautomerism of «-Campholytic Acid. Juan PEepiIcE CHARLES 
CHANDRASENA, CHRISTOPHER KELK INGOLD, and JOcELYN Fie. 
THorPE (T., 1922, 121, 1542—1551). 


The Dicarboxylic Acid which is Formed by Heating 
1: 5-Dihydroxynaphthalene with Potassium Hydrogen 
Carbonate under Pressure. Franz HemMmMetmMAyrR (Monatsh., 
1922, 43, 61—65).—This acid (cf. A., 1917, i, 227) is probably 
1 : 5-dihydroxynaphthalene-2 : 6-dicarboxylic acid, because on 
nitration it gives a dinitro-derivative in which the nitro-groups 
probably occupy «-positions. The substance forms yellow crystals 
which decompose on heating alone, with water, or with alkalis, 
and gives characteristic barium salts, C,.H,O,)>N,Ba,5H,0, and 
C,.H,0,)N,Ba,2°5H,O. Bromine displaces both carboxyl groups 
and one nitro-group, giving a bromonitro-1 : 5-dihydroxynaphthalene, 
whilst acetic anhydride and sodium acetate yield a dinitro-1 :5- 
diacetoxynaphthalene, m. p. 205°. Acetic anhydride and sodium 
acetate convert 1 : 5-dihydroxynaphthalenedicarboxylic acid into 
1 : 5-diacetoxynaphthalene, m. p. 158—159°. C. K. I. 


Formation and Stability of spiro-Compounds. VIII. 
The Dieckmann-Komppa Reaction. FRANK DICKENS, GEORGE 
ARMAND Rogpert Kon, and JocELtyn Fietp Tuorpe (T., 1922, 
121, 1496—1506). 
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Mellitic Acid, Pyromellitic Acid, and their Production 
fom Carbon by Oxidation. Ernst Puiniprr (Annalen, 1922, 
428, 286—287)—A general introduction to the accompanying 
papers (cf. following abstracts). C. K. I. 


Mellitic Acid, Pyromellitic Acid, and their Production 
fom Carbon by Oxidation. I. Oxidation of Carbon by 
Nitric Acid. Ernst Puinierr and Gertrup Rie (Annalen, 
1922, 428, 287—295).—A detailed study of this reaction and of 
the different methods which have been proposed for purifying 
the product. The preparation of pure mellitic acid by this means 
isa difficult matter, and the chief value of the method lies in the 
fact that pyromellitic acid can be obtained in 30% yield from the 
crude product by heating with sulphuric acid and sodium hydrogen 
sulphate. a ae 8 

Mellitic Acid, Pyromellitic Acid, and their Production 
fom Carbon by Oxidation. II. Oxidation of Carbon by 
Sulphuric Acid. Ernst Puinippr and RicHarD THELEN 
: (Annalen, 1922, 428, 296—300).—Directions are given for the 
"Iver. B preparation of pyromellitic acid from wood charcoal by oxidation 
M. Fivith sulphuric acid in the presence of mercury as catalyst. The 
m-, fyield is 6—7°% of the weight of charcoal used [cf. J. Soc. Chem. 
tion § /nd., 1922, Sept.]. C. K. I. 
“NRY § Mellitic Acid, Pyromellitic Acid, and their Production 
62— ftrom Carbon by Oxidation. III. Synthesis of Pyromellitic 
Acid from Commercial Xylene. Ernst Puiipri, RernHarpD 
heir §SeKa, and Norpert FRoEscuyt (Annalen, 1922, 428, 300—306).— 
ular §4-Ethyl-m-xylene, which is obtained by acetylating m-xylene by 
RLES §the Friedel-Crafts’ method and reducing the product, gives 
[ELD §6-acetyl-4-ethyl-m-xylene, m. p. 27°, on treatment with acetyl 
chloride and aluminium chloride. The reduction product, 4: 6- 
i diethyl-m-xylene, b. p. 105°/15 mm., yields pyromellitic acid on 
m8 Foxidation with nitric acid. m-Xylene may be replaced by com- 


ay mercial xylene in this series of processes. G.. m. &, 


vbly Mellitic Acid, Pyromellitic Acid, and their Production 
on {irom Carbon by Oxidation. IV. Synthesis of Substituted 
ups Pyromellitic Acids. Ernst Puiviprt, REINHARD SEKA, and 
tals @Litty Roprnson (Annalen, 1922, 428, 306—313).—A. Nitro- 
lis, §Pyromellitic acids. Pure nitration products of 5-acetyl-2-ethyl- 
and §?-xylene could not be isolated, but by nitration, followed by 
ups oxidation by nitric acid, mono- and di-nitropyromellitic acids 
one, @Were Obtained. Nitration of 2: 5-diethyl-p-xylene gives a small 
:5- Byield of its 3: 6-dinitro-derivative, m. p. about 100°, which can 
um {be oxidised to dinitropyromellitic acid. 

nto @ 2B. Bromopyromellitic acids. 2: 5-Diethyl-p-xylene can _ be 
, [brominated by sulphur bromide and nitric acid. The product, 
3: 6-dibromo-2 : 5-diethyl-p-zxylene, m. p. 81—82°, on oxidation 
by nitric acid (d 1:35) at 140°, gives 3 : 6-dibromo-p-aylylene- 
2: 5-diacetic acid, m. p. about 180° (decomp.), 3 : 6-dibromo-p- 
tylylene-2 : 5-diglyoxylic acid, m. p. 232°, and dibromopyromellitic 
acid, decomp. above 170°. C. K. I. 
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Bile Acids. XII. Ciloidanic Acid. HertnricH Wirtay) 


Pre 


and Orro Scuuicutine (Z. physiol. Chem., 1922, 120, 227—231)—fActic 


Cilianie acid (I), although said to be very resistant to oxidising 


CO,H CO,H 
io | ” 
H.C  CO-CyoH.*CO,H HG COC 9H5°C0,H 
HC CH, HC CH, 
° ip, ie F St, dis 
CO,H C—-CH, CO,H C—-CH, 
CO,H CH CO (1) CO,H CH CO,H (II.) 
bt ll we 
CH, CH, CH, CO,H 


agents (Schenck, A., 1921, i, 179), is attacked by nitric acid to 
form the expected ciloidanic acid, C.,4H3,0,3, large prisms with a 
vitreous lustre, m. p. 248°, [«]}} +384°55° in alcohol, to which 
formula (II) is ascribed. W. O. K. 


Bile Acids. XIII. The Formula of isoDeoxybilianic Acid, 
A Contribution to Orientation. Hrtnrich WIELAND and 
Franz Apickes (Z. physiol. Chem., 1922, 120, 232—243; cf. A, 
1921, i, 112).—Pyroisodeoxybilianic acid (I), formed from deoxy- 
bilianic acid by distillation in a high vacuum (loc. cit.), is oxidised 
by permanganate to a ketotricarborylic acid, C,,H3,0,, prisms, 
m. p. 232—233°, [«]|} -+-114°5° in alcohol, which on heating at 
270° loses carbon dioxide to only a small extent. To it has been 
assigned the formula (II). On further oxidation with nitric acid, 
norcholoidanic acid, C.,H 3,049, colourless, fine needles, m. p. 246— 
247° (decomp.), [«]}} -+-17°7° in alcohol, isformed. It gives off carbon 
dioxide only slowly at 290° and so is not a derivative of malonic acid. 
To it has been assigned the formula (III). If the oxygen in ring 
II of tsodeoxybilianic acid were attached in position 6 instead of 7, 
norcholoidanic acid could not be other than a derivative of malonic 
acid. This possibility is therefore excluded. Norcholoidanic 
acid can be obtained directly from pyroisodeoxybilianic acid by 
oxidation with nitric acid. It forms a dimethyl ester, C,;H3,0,9+ 
H,O, m. p. 118—119° (frothing), voluminous, fine, colourless 
needles, which on distillation changes into a more stable stereo- 
isomeric form, m. p. 194°. 


VEN | d = 

CH, ’y eeaiingl CH CH, CH CH, 

[2° mm. a ffs 

CH wt (L) HO,C ¢—CH, HO,C C—-CO,H 
y - a ' CH CO CH CO,H 
i wae, Fue fs 
CO—-CH CO (II.) (III) 
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/teLayyf Preparation of Piperonaldehyde from isoSafrole by the 
~231)BAction of Ozone. Sxdércutr6 Naaar (J. Chem. Ind. Japan, 
Xidising 1922, 25, 631—652).—When ozonised air containing 2—35% 


»H 


gone is introduced into a solution of isosafrole (10 grams) in a 
rfectly dry solvent (100—150 grams), such as carbon tetra- 
chloride, tetrachloroethane, chloroform, glacial acetic acid, toluene, 
or xylene, isosafrole ozonide is easily produced. If two to three 
times the volume of light petroleum, having about the same 
boiling point as the solvent, is added, the ozonide produced is 
precipitated; the preparation can therefore be made continuous 
by adding tsosafrole from time to time. The ozonide is a deep 
reddish-brown, viscous, oily substance having a characteristic 
odour; it decomposes spontaneously at the room temperature, and 
its solution is also decomposed by water or by heating at 40—50°. 
When the ozonide solution is stirred with excess of 35—36% sodium 
hydrogen sulphite solution, it is decomposed and piperonaldehyde 
separates as a crystalline additive product in 85% yield. — 


6-Aminoveratraldehyde and its Derivatives. AUGUSTE 
Ruwiet (Helv. Chim. Acta, 1922, 5, 547—552).—The preparation 
of 6-aminoveratraldehyde was accomplished by the same method 
as that of 6-aminopiperonaldehyde (A., 1921, i, 567), by the 
reduction of the condensation product of nitroveratraldehyde 
with an aromatic amine with subsequent hydrolysis. It was 
not possible, however, thus to reduce 2-nitroveratraldehyde, 
probably on account of steric hindrance. 

6-Nitroveratrylideneaniline, NO,*C,H,(OMe),"CH:NPh, — small, 
brilliant yellow spangles, m. p. 121°, which redden in air, is obtained 
by condensing molecular proportions of 6-nitroveratraldehyde and 
aniline; the corresponding o-toluidine compound has m. p. 123°, 
yellow needles; p-toluidine compound, 131°, p-anisidine com- 
pound, 133°. The yields on reduction of these nitro-compounds 
with sodium sulphide are from 70—80%. 6-Aminoveratrylidene- 
aniline forms yellow spangles, m. p. 119°; of the others, the 
o-toluidine compound has m. p. 109°, p-toluidine compound, 115°, 
and p-anisidine compound, 114°. The hydrolysis of the anilino- 
compounds is somewhat difficult and the conditions have not 
yet been satisfactorily studied. 6-Aminoveratraldehyde crystallises 
from a mixture of benzene and light petroleum in long, yellow 
needles, m. p. 86°; it is immediately coloured red by acids. The 
acetyl derivative forms white needles, m. p. 176°; benzoyl derivative, 
yellow needles, m. p. 170°; oxime, colourless spangles, m. p. 148°; 
phenylhydrazone is greyish-white, m. p. 190°. 

By diazotisation, etc., of the amino-aldehyde the following 
were prepared: 6-chloroveratraldehyde, white needles, m. p. 144°; 
6-bromoveratraldehyde, small needles, m. p. 147°; 6-iodoveratralde- 
hyde, white needles, m. p. 128°. 

When condensed with acetone, 6-aminoveratraldehyde gives 
6: 7-dimethoxyquinaldine, yellow crystals, m. p. 103° (hydro- 
chloride, small, white needles, m. p. 232°, mercurichloride, m. p. 
250°, picrate, m. p. 217°, platinichloride, m. p. 224°, methiodide, 
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m. p. 241°). Condensation with methyl ethyl ketone gives 6:7. 

dimethoxy-2 : 3-dimethylquinoline, small, colourless, cubic crystals 

m. p. 112° (mercurichloride, m. p. 241°, picrate, m. p. 244°, platini. 

chloride, m. p. 226°, methiodide, m. p. 239°). With acetophenone, 

6 : 7-dimethoxy-2-phenylquinoline is obtained, colourless needles 

m. p. 131°5° (hydrochloride, m. p. 229°: mercurichloride, m. D. 

231—232°; platinichloride, m. p. 208°, methiodide, m. p. 214°). 

By heating 6-acetylaminoveratraldehyde with ammonia in a sealed 

CH — Pad at sae a —- was 

obtained, proba : 7-dimethoxy-2-methy). 

MeO” \7Z S quinazoline "mama formula), Bn p. 165° 

e C-Me (picrate, m. p. 230°). From 6-benzoylamino. 

bd ¥y oes was obtained in the same way 

6 : 7-dimethoxy-2-phenylquinazoline, long, white, 

silky needles, m. p. 175°; (picrate, m. p. 190°; platinichloride, 
m. p. 207°). KE. H. R. 


The Influence of Constitution on the Rotatory Power of 
Optically Active Substances. XIV. Ketonic Derivatives of 
1:2:2:3-Tetramethyleyclopentane and 1: 2 : 2-Trimethyl- 
cyclopentane-3-carboxylic Acid. H. Rupr and A. Jaca 
(Annalen, 1922, 428, 164—188)—A number of optically active 
ketonic and other compounds are prepared from campholic and 
camphoric acids and their optical constants determined. 

1:2:2:3-Tetramethyleyclopentyl phenyl ketone, obtained by 
the action of magnesium phenyl bromide on campholyl chloride, 
is a colourless, odourless, strongly refracting oil, b. p. 165°/14 mn. 
It has d? 1-0050; [a]? +5-72°, [a]? —1-21°, [a]? sigs —12-42°, 
[a]? —50-54°; mq 1-52440, np 1-52744, ng 1-53799, ny 1-54706; 
a 10% solution in benzene has d® 0-8889, [«]?? —2-70°, [x]? —11-47°, 
[oJitesss —23-96°, [a]? —66-49°; and a 10% solution in alcohol 
has d? 0-8051, [a]}? +21-74°, [a]i? +21-68°, [a]? sis --17-51°, 
[a] —3-73°. It does not react with semicarbazide, phenylhydrazine, 
or p-nitrophenylhydrazine. On reduction by sodium and alcohol, 
it yields, in addition to a hydrocarbon, C,H, b. p. 136—137°/12 
mm., which has not yet been completely investigated, phenyl- 
1: 2:2: 3-tetramethyleyclopentylearbinol (Rupe and Lauger, A., 
1920, i, 383). 1:2:2:3-T'etramethylcyclopentyl benzyl ketone is 
obtained in an analogous way, using magnesium benzyl chloride, 
and has b. p. 175°/12 mm., d? 0-9999, [a]? +26-46°, [a]? +-32-16°, 
[a]ite +36-40°, [a] +42-56°, n. 1-51649, np 1-51923, ng 1-52915, n, 
1-53706; a 10% solution in benzene has d} 0-8878, [«]? +21-51°, 
[ax]i) +25-91°, [a ]?, +28-05°, [a]? +33-34°. 1:2:2:3-T'etramethyl- 
cyclopentyl 8-phenylethyl ketone has b. p. 182°/13 mm., d? 0-9681, 
[a}? +18-96°, [x]? +23-71°, [a]jf, +27-68°, [a]? +35-43°; a 10% 
solution in benzene has d? 0-8870, [a]? -+14-32°, [a]? -+18-15°, 
[a]ite —+-20-86°, [a]? -+27-40°. 1:2:2:3-Tetramethylcyclopentyl 
a-naphthyl ketone has m. p. 78°, b. p. 229°/14 mm.; a 10% solution 
in benzene has dj’ 0-8939, [«]? —41-95°, [a]? —60-52°, [«]i?, —80-21°, 
[a] —132-25°; a 5% solution in alcohol has d? 0-8012, [a]? —12-28°, 
[«]> —19-97°, [«]if, —29-45°, [a]? —58-16°. 
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~ 6:7. Methyl 1-acetyl-1 : 2 : 2-trimethyleyclopentane-3-carboxylate is ob- 
tained from «-methyl camphory! #-chloride [C,H,,(COCl)-CO,Me] 
“ woe and zinc methyl or methyl iodide and magnesium. It has b. p. 
oot 1330—131°/12 mm., d? 1-0430, [a]? —10-53°, [«]p —14-02°, 
ales, Haff, —14-08°, [Ji no —17-39°, [a]? —24-99°; mq 1-46729, mp 
146857, ng 147554, n, 1-48039; a 10% solution in benzene has 
@ 08919, [a]? —14-46°, [a]> —19-17°, [a]ij, —20-18°, [«]Fesie 
_23-43°, [a]? —33-41°. The semicarbazone cystallises in white 


Oe leaflets, m. p. 194°. On attempting to condense the ketonic ester 
Tee by Dieckmann’s method, a substance, Cy.H,,0,, m. p. 221—222", 
wiles giving a silver salt, C,.H390,Ag., was obtained; on treating the 


ketonic ester with dry hydrogen chloride, a substance, Cy2Ho9Q0bz, 
was obtained as a mobile oil, b. p. 139—141°, which solidified to 
needles, m. p. 85°; definite structures are not assigned to these 
substances. 1-Acetyl-1 : 2 : 2-trimethylcyclopentane-3-carboxylic acid, 
mn. p. 90°, b. p. 177°/9 mm., is obtained by hydrolysis of the ester ; 
a 5% solution in benzene has dj’ 0°8874, [a]? -+84-29°, [a]b 
4109-98°, [a]?, +-116-07°, [a]® -+-133-20°, [a]? -+185-71°. The 
semicarbazone forms minute nodules, m. p. 224°, and the oxime, 
needles, m. p. 165—166°. 6. &. 2 


Transformation Products of 1-Methyl-1-trichloromethyl- 
\**.eyclohexadiene-4-one. K. von Auwers and W. JULICHER 
(Ber, 1922, 55, [B], 2167—2191).—1-Methyl-1-trichloromethyl- 


by — 
ri de, \**.cyclohexadiene-4-one, ox <a , has been prepared by 
= 3 
o— Jincke and Suhl (A., 1907, i, 37), and its properties have 
ah been investigated further by Zincke and Schwabe (A., 1908, 
| rs i, 337). In structure, it is closely similar to 1-methyl-1-dichloro- 


methyl-A***-cyclohexadiene-4-one, described by von Auwers (A., 
1907, i, 399). The investigation of the former substance has been 
extended so as to permit an exact comparison of the two products. 


hol In their general behaviour, the trichloroketone and dichloroketone 
hol, are very closely similar, differences being observed only in minor 
ie points. Each substance exhibits a very pronounced tendency to 
7 pass directly or indirectly into aromatic compounds, whereby 
+» | either the chloromethyl or the methyl group wanders, depending 
| de on the particular reagent used and the substance under investigation. 
| 6° 1-Methyl-1-trichloromethyl-A*‘*-cyclohexadiene-4-one yields a 
+ Bf semicarbazone, colourless, lustrous needles, m. p. 197—198°, and 
Pr a p-nitrophenylhydrazone, yellow plates, m. p. 159—160°. The 
| 1 oxime is remarkably stable towards acids and, probably for this 
+f reason, its transformation could not be effected. The trichloro- 
of ketone is converted by phosphorus pentachloride into 4-chloro-o- 
co methylbenzotrichloride, which is identified by converting it into 


p-chloro-o-toluic acid, m. p. 166—167°. 

1 : 4-Dimethy]-1-trichloromethyl-A’*'*-cyclohexadiene-4-ol, m. p. 
131—132° (the stability of the substance when preserved appears 
to depend largely on the freedom of the atmosphere from acid 
vapours), is smoothly converted at 35° in light petroleum solution 
in an atmosphere of hydrogen into 1-methyl-1-trichloromethyl-4- 


gg* 
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methylene - A*** - cyclohexadiene, CH <6, a pale yellow } 


liquid which decomposes rapidly on exposure to air, di°* 1-2022, 
d? 1-202, n?* 1-55171, np* 1-55710, ng* 1-56986, np 15569, 
Methyl-p-888-trichloroethylbenzene is conveniently obtained by 
heating the carbinol in boiling glacial acetic acid solution. The 
carbinol is converted by ice-cold concentrated sulphuric acid into 
2:4-dimethylbenzoic acid. 

4-Phenyl- 1 -methy] - 1 - trichloromethy]-A?‘*-cyclohexadiene - 4 - ol, 
m. p. 120—121°, loses water when dissolved in ice-cold formic 
acid and yields a viscous, yellow liquid from which hydrogen 
chloride is continuously evolved at the atmospheric temperature; 
if the liquid is distilled under diminished pressure, it gives 4-ethyl. 
diphenyl, unctuous plates, m. p. 46—47°, b. p. 140°/15 mm. in 
small quantity (the constitution of the substance follows from its 
preparation by the reduction of 4-acetyldiphenyl with zinc and 
hydrochloric acid). The carbinol is converted by sulphuric and 
glacial acetic acids into 4-phenyl-2-methylbenzoic acid, m. p. 
168—169°, the calcium salt of which is converted by distillation 
with lime into 3-methyldiphenyl, a pale yellow liquid, b. p. 272— 
274°, di’ 1-0182, d? 1-015, ni*" 1-59747, ni? 1-60443, nj" 1-62386, 
ny 1-6029. 4-Phenyl-2-methylbenzoic acid is oxidised by per- 
manganate to diphenyl-3 : 4-dicarboxylic acid, m. p. 194° (anhydride, 
colourless needles, m. p. 135—136°). 

The trichloro-ketone is transformed by ethyl bromoacetate and 
zinc in the presence of benzene (which must be freed from sulphur 
compounds by protracted treatment with aluminium chloride) 
into ethyl 1-methyl-1-trichloromethyl-A*'*-cyclohexadiene-4-ol-4-acetate, 
Ca <><GH,-co, BY a dark-coloured liquid containing 
considerable amounts of unattacked ketone, which is hydrolysed 
to 1-methyl-1-trichloromethyl-A°**-cyclohexadiene-4-ol-4-acetic acid, 
colourless, slender needles, m. p. 125—126° (decomp.). The ester 
loses water under the influence of ice-cold formic acid, but the 
residual hydroaromatic ester could not be purified satisfactorily. 
The acid is converted by being heated in xylene solution or on 
the water-bath into £86-trichloro-«-p-tolylpropionic acid, small, 
colourless plates, m. p. 168-5—169-5°. .The hydroxy-acid is con- 
verted by energetic treatment with alcoholic potassium hydroxide 
solution into 88-dichloro-p-methylatropic acid, CCl,-C(CgH4Me)-CO,H, 
slender, colourless needles, m. p. 118-5—120°. The action of 
concentrated sulphuric acid on the hydroxy-acid leads to the 
formation of 4-carboxy-3-methylphenylacetic acid, colourless leaflets, 
m. p. 198-5—199-5°. 

The trichloro-ketone reacts less readily than the dichloro-ketone 
with chlorine. If, however, a slow stream of chlorine is passed 
into a solution of the former in carbon tetrachloride containing 
iodine, an unstable dichloride is produced which passes slowly 
when preserved, rapidly when boiled with acetic acid and potassium 
acetate, into 3-chloro-1-methyl-1-trichloromethyl-A’‘*-cyclohexadiene- 
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4.one, small, colourless needles, m. p. 99° (oxime, colourless needles, 
m. p. 162—164°, p-nitrophenylhydrazone, yellow needles, m. p. 
146—148°). When dissolved in carbon disulphide and treated 
with chlorine in direct sunlight, the trichloro-ketone is trans- 
formed into 2:3: 5: 6-tetrachloro-1-methyl-1-trichloromethylcyclo- 
hecane-4-one, small, colourless needles, m. p. 134—136°, which is 
converted by cautious treatment with sodium hydroxide solution 
into 3: 5-dichloro-1-methyl-1-trichloromethyl-A’**-cyclohexadiene-4- 
one, small, lustrous plates, m. p. 161—162°. 

3 : 5-Dibromo-1-methyl-1-trichloromethy]l-A*'*-cyclohexadiene - 4 - 
one (cf. Schwabe, loc. cit.), m. p. 172°, is prepared conveniently by 
exposing a solution of the trichloro-ketone in an excess of bromine 
to bright sunlight and subsequently evaporating the solution to 
dryness. When dissolved in benzene and treated with an ethereal 
solution of magnesium methyl bromide, it is converted into 
3: 5-dibromo-1 : 4-dimethyl-1-trichloromethyl-A'*-cyclohexadiene-4-ol, 
colourless needles, m. p. 88—95°, which probably consists of a 
mixture of stereoisomeric forms. The carbinol loses water with 

some difficulty, and passes 

a ON we into 8 : 5-dibromo-1-methyl- 

o\ wr % Fi 1 - trichloromethyl - 4-methyl - 

| || | |l | ene-A?**-cyclohexadiene, m. p. 

(indefinite) 83—100°. The 


JW. /N CBr,°CCl, dissimilarity of the latter 
BC Br Br,HC Br sii substance and the dibromo- 
(I.) (II.) (II1.) compound obtained by 


Zincke and his co-workers by the bromination of the methyl- 
carbinol indicates that bromine is not present in the nucleus of the 
latter substances. Zincke’s tetra-, tri-, and di-bromo-compounds 
receive the formule I, II, and III, respectively. H. W. 


The Action of Alcohols on «-Bromobenzylideneaceto- 
Bphenone. Cu. Durraisse and P. G&raLp (Compt. rend., 1922, 
174, 1631—1632).—It has previously been shown (this vol., i, 39) 
that ethyl alcohol condenses with «-bromobenzylideneacetophenone 
to give a saturated compound, which with an alkali hydroxide loses 
hydrogen bromide to give anethylenic compound. This is now shown 
to occur with other alcohols, and new compounds described are : 
«-bromo-«-benzoyl-8-methoxy-B-phenylethane, CHBzBr-CHPh-OMe, 
mn. p. 76—77°; «-bromo-«-benzoyl-B-propoxy-f-phenylethane, m. p. 
%—96°; «-bromo-a-benzoyl-B-butoxy--phenylethane, m. p. 81—82°; 
«-bromo-a-benzoyl-B-isobutoxy-B-phenylethane, m. p. 110—111°; 
u-benzoyl-B-methoxy-B-phenylethylene, CHBz:CPh-OMe, m. p. 65— 
66°; «-benzoyl-B-propoxy-B-phenylethylene, m. p. 59—60° ; «-benzoyl- 
-butoxy-B-phenylethylene ; a-benzoyl-f-isobutoxy-p-phenylethylene, 
m. p. 55—56°, and «-benzoyl-B-isopropoxy-B-phenylethylene, m. p. 
49—50°, W. G. 


The Grignard Reaction. G. J. Osriine (Hyliningsskrift 

lilldgnad Ossian Aschan, 1920, 92—97).—An attempt was made to 

prepare ketones by means of the Grignard reaction. Magnesium 
gg*2 
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phenyl bromide reacted with benzy] chloride, giving a trace , 
benzophenone. All other experiments gave negative results, 
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Imino-aryl Ethers. I. N-Phenylbenzimino-m-hydroxy. 
phenyl Ether and the Synthesis of.2 : 4-Dihydroxybenzjati 


phenone. ArtHuR WitiiAM CHapMAN (T., 1922, 121, 1676 
1681). 


Dinitrobenzil. KE. pe Barry Barnett and L. J. Kay (Chen, 
News, 1922, 125, 57—58).—Dinitrobenzil may be obtained in almog © 
theoretical yield and very pure by nitration of benzil with a mixtunff. 
of sulphuric and nitric acids. Details of the preparation are given 
Although .dinitrobenzil has two carbonyl groups, it only forms 4 
monophenylhydrazone, m. p. 159° (decomp.), under ordinary 
conditions. Attempts to prepare a_ tetranitro-derivative fron 
dinitrobenzil by further nitration were unsuccessful. G. W. R. 


A Double Decomposition Catalysed by Copper. Epvani 
Koprtscuni and Herta WIEsLER (Monatsh., 1922, 43, 89—92)— 
When 1-chloro-2-aminoanthraquinone is boiled with excess ¢ 
dimethylaniline with the addition of a small amount of coppe 
powder or cupric acetate, a good yield of 2-aminoanthraquinone is 
produced. The chlorine is presumed to re-enter into combination 
as p-chlorodimethylaniline, which may undergo subsequent reduc. 
tion to tetramethylbenzidine. If potassium carbonate is added in 
addition to copper powder or cupric acetate, or if the dimethyl. 
aniline is replaced by methylaniline, 2-aminoanthraquinone is no 
obtained, although indanthrene and flavanthrene can be recognised 
amongst the products. C. K. 1. 


Homologues of Menthol. Axrra Ocata and Cubi 
Mryasuita (J. Pharm. Soc. Japan, 1922, 473—482).—By the 
action of magnesium methyl iodide, menthone is converted 
into methylmenthol (1 : 5-dimethyl-2-isopropylcyclohexanol), b. Pp. 
83°/6 mm., dj’ 0-8991, [«],) +9-74°. When boiled under atmo- 
spheric pressure or warmed with zinc chloride, it loses the elements 
of water and changes into 5-methyl-2-isopropyl-1-methylenecycle- 
hexane, b. p. 181—182°, dj 0-8273, [«], +-87-25°. By the same 
method, ethyl- and propyl-menthols have been prepared from 
menthone. When distilled under atmospheric pressure, ethyl: 
menthol (5-methyl-1-ethyl-2-isopropyleyclohexanol), b. p. 84—85°/4 
mm., dj’ 0-9040, [«]» +10°, was partly decomposed into menthone 
(semicarbazone, m. p. 186°). By warming with zinc chloride, 
it gave 5-methyl-2-isopropyl-1-ethylidenecyclohexane, b. p. 58- 
59°/4 mm., d}° 0-8304, [a]p +384-79°. Propylmenthol (5-methyl-l. 
propyl-2-isopropyleyclohexanol) gave, on warming with zinc chloride, 
two isomeric hydrocarbons (1-methyl-4-isopropyl-3-propylidenecyclo- 
hexane), which are differentiated by the position of the double 
bond: one, with an odour like that of an ethylidene derivative, 
has b. p. 46—50°/6 mm., d'** 0-8124, [a]p -+3-09°, whilst the 
other, which is almost odourless, has b. p. 91—92-5°/11 mm, 
di®* 0-8318, [a]) +32-43°. K. K. 
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Hydration of Caryophyllene. Yosnrniko Asanina and 
fakgEo TSUKAMOTO (J. Pharm. Soc. Japan, 1922, 463—473).— 
4 mixture of absolute ether and sulphuric acid monohydrate has 
heen used for the hydration of some hydrocarbons by Aschan 
Schimmel & Co. Rep., 1919, 130), and is now found to effect hydr- 
ation of caryophyllene more easily and quickly than Bertram’s 
method (Annalen, 1892, 271, 288). One hundred c.c. of caryophyll- 
ene were added drop by drop to a mixture of 80 c.c. of absolute ether 
and 30 c.c. of sulphuric acid monohydrate cooled to 0°, the tem- 

rature of the reaction mixture being maintained below 10°. 
“BAfter remaining for one to two hours at the room temperature, 
it was poured into a mixture of ice and sodium carbonate and the 
alkaline solution subjected to distillation with steam, when a 30% 
yield of caryophyllene alcohol, m. p. 94—95°, was obtained. The 
‘Balcohol has always been regarded as optically inactive, but it is 
now found to be active, [«]) —5-8° in alcohol. The phenylurethane, 
m. p. 135°, has [«]p +50-5° in alcohol. An oily by-product which 
distilled with the alcohol was separated into two fractions : 

(a) b. p. 983—98°/3 mm., d’* 0-9237, aj} —31-76°, nj} 1-5037, and 
(b) b. p. 98-—105°/3 mm., d”* 0-9283, [«]i} —33-68°, nj} 1-4997. 

The alkaline-aqueous solution remaining in the flask in the 
if above distillation was freed from resinous matter by shaking with 
ether, acidified with dilute sulphuric acid, and distilled with steam, 
‘A when a substance passed over, crystallising in plates, m. p. 117°, 
soluble in the ordinary organic solvents, and stable towards. per- 
‘A manganate, etc. It proved to be an isomeride of caryophyllene 
alcohol, and is optically inactive, as also is its phenylwrethane, 
m. p. 180°. It is therefore regarded as the «-compound and the 
active one as the $-compound. Clovene was prepared from the 
compound by Wallach’s method and found also to be optically 
active, b. p. 259—260°, d’* 0-9241, nj} 1-49985, and ap +2-84°. 

K. K. 


Essential Oils. Rourr-BrertTRAND Fits (Bull. Sci. Ind., 1920, 
liv], 1, 1—38, and 2, 1—37; from Chem. Zentr., 1922, i, 359—360).— 
Scheih oil, from Artemisia herba-alba var. genuina of Algerian origin, 
has d5 0-9432; [a], +2° 6’; acid number, 3-5; saponification 
number, 57-4; ester number, 53-9; acetyl number, 147; com- 
bined alcohols, 14-80%; free alcohols, 30-64%. A sample kept 
for six years gave a greater acid number and on distillation with 
steam yielded 70% of an oil with properties different from those of 
the fresh oil. Camphor, cineole, and /-camphor were found as con- 
stituents, also, from the odour, menthol (cf. Grimal, A., 1904, 
i, 605). Gouft oil, from Artemisia campestris, L., var. odoratissima, 
has d45 0.8727; [a], —16° 20’; acid number, 0-94; saponification 
number, 30-81; ester number, 29-87; acetyl number, 41-07; 
combined alcohols, 8-21%; free alcohols, 3-44%. It does not 
change appreciably on keeping. The constituents found were 
la-pinene, nopinene (?), and geraniol (cf. Jeancard and Satie, 
A., 1904, i, 516). Pagoda corn oil from Annam of unknown 
botanical origin has d?° 0-9182, [a], +58°40’; ni 1-4870; acid 
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number, 1-87; saponification number, 11-20; -ester number, 9.33. 
acetyl number, 130-67; total alcohol (C,9H,,0), 39-83%; com. 
bined alcohols, 2-56%. The constituents are d-limonene, gerani| 
(?), and cuminaldehyde. Rhododendron oil from R. ferrugineum 
has d!© 0-840; acid number, 0-0; saponification number, 63-47 
(cf. Haensel, A., 1906, i, 524). Pichurim bean oil, from the seeds 
of Nectandria Puchury major, is yellowish-green in colour an 
has dl? 1-0396; [a], —4°54’; nj} 1-5180; acid number, 24. 
saponification number, 2-8; acetyl number, 33-47. It contains 
8% of phenols, including tsoeugenol. Safrole and cineole are 
present. The oil obtained by extraction of the distillation wate; 
has d 1-0237; [«], —9° 28’; acid number, 9-33; saponification 
number, 9-33. Cistus ladaniferus, L., and C. Monspeliensis give 
an oil with d!”-> 0-9033 ; [a] —12° 10’; mnj* 1-4800; acid number, 
3-7; saponification number, 22-37. The distillation water yields 
on extraction with light petroleum an oil having d!75 0.9755, 
[a], —2°40’; acid number, 18-67; saponification number, 41-07, 
The essential oil from Chenopodium ambrosioides (Dutch Indies) 
has d!© 0-9763; acid number, 0-93; saponification number, 7-47, 
The corresponding oil from the distillation water has d! 0-9843: 
acid number, 0-93; saponification number, 13-98. It has been 
found specific against ankylostomiasis. The essential oil from 
Skimmia laureola is light green in colour and has d!8 0-893]: 
[«]i -+4°28’; saponification number, 82-13. Cinnamon oil 
(Annam) has d® 1-051; nj 1-690; [a], —O° 8’; acid number, 
2-8; aldehydes, 95%. G. W. R. 


Two Indo-Chinese Oils. Rovure-Bertranp Firs (La Par. 
fumerie Moderne, 1921, 14, 151; from Chem. Zentr., 1922, i, 
360).—Pagoda corn oil has a similar odour to geranium and 
bergamot. It has d*° 0-920; [«]p +56° 8’; ni} 1-4870; saponific. 
ation number, 13-25; acetyl number, 139-13; free alcohol, 38-20%. 
Limonene and geraniol are present (cf. preceding abstract). Annam 
brier oil has an odour like cajuput oil. It has d*° 0-886; [a], —0-6°; 
n? 1-4772; ester number, 10-45; acetyl number, 50-21; free 
alcohols, 11-27%. Itis probably obtained from Cathetus fasciculata, 
Lour. G. W. R. 


Essential Oils. Rourze-BrertrRanD Fuss (Bull. Sci. Ini. 
Roure-Bertrand Fils., 1921, [iv], No. 3, 14—19; from Chem. Zenit, 
1922, ii, 483).—Boldo leaf oil, the essential oil from the leaves of 
Peumus Boldus, Mol., has d!? 0-9318, d 0-9334; [«], —0-14°; 
acid number, 1-87; saponification number, 14:87: it contains 
30% of cineole. The oil from the distillation water has d1* 0-9323; 
acid number, 3-73; saponification number, 26-13; acetyl number, 
142-18. It has a different odour from that of the first oil and con- 
tains 15% of phenols. Patchouli oil (Sumatra) from the leaves has 
d5 0-9689 ; [«], —52° 4’; acid number, 1-2; saponification number, 
7-9; acetyl number, 26-13. Patchouli oil from the stems has 
d5 0-9739; [«]) —54°8’; acid number, 8-7; saponification 
number, 10-0. G. W. R. 
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Essential Oils. Rovurz-Brertranp Fis (Sci. Ind. Bull., 
1921, [iv], No. 4; cf. A., 1921, i, 797, 798).—An oil distilled from 
lavandula stoechas resembled that ascribed by Schimmel & Co. 
(1905) to DL. dentata. It had d® 0-945—0-962, « +35° 30’ to +47°, 
acid number, 0-93—5-16; saponification number, 18-26—18-67; 
ester number, 13-1—17-74; acetyl ester number, 47-14. The chief 
constituents (80%) are d-camphor and d-fenchone, probably also 
fenchyl alcohol, terpineol, and a phenol compound. d-Fenchone 
has d?° 0-9443, d?6 0-9402, «3 +-54° 34’, nj} 1-4625, m. p. 3—5°. 
(il of angelica root, obtained by distilling the fresh root with water, 
had d’’® 0-8887, d!® (corr.) 0-8907, «18 +6° 42’ (normally 16° to 
+41°), acid number, 7-20 (usually 1 to 4); saponification number, 
2:27 (13 to 44); ester number, 45-07 (12 to 40). Madagascar 
cinnamon bark oil (a) from pounded bark, (b) from the separated 
water by extraction with light petroleum, (c) a mixture of both, 
had respectively d!” 0-9715, 1-0281, 1:0075; d'® 0-9731, 1-0297, 


107.8 10091; a2? —5° 49’, «16 —2°2’, «17 —3° 23’; acid number, 2-49; 
dies) ff 2-49, 2:49; aldehyde content, 48%, 82%, 70%. The composition 
747.8 and analytical characters of French oil of lavender are discussed. 
843: Oil of T'agetes anisata, Lillo, which has an odour of anise, has 


d§ (-9862, b. p. 214—218°, f. p. —6°, mp 1-5432, « —1° 10’, 
saponification number, 3-1. 

The table of structural formule, physical constants, and charac- 
teristic derivatives of essential oil constituents is continued. 
CHEMICAL ABSTRACTS. 


Oil of Bystropogon Canus. JULIA WHELAN (J. Amer. 
Pharm. Assoc., 1922, 11, 337—338).—The total oil obtained by 
distillation in steam was 0:3%. The colour is green, somewhat 
like that of bergamot oil, and the odour more like that of fatty 
acid esters than of menthol; d?° 0-910; [«], —0-59°; n# 1-563. 


‘| Tests for pulegone, menthol, thymol, and carvacrol were negative. 
am CHEMICAL ABSTRACTS. 


Essential Oil of the Leaves of Doryphora sassafras. A. R. 
Penroup (Perf. Essent. Oil Rec., 1922, 13, 273—275)—The leaves 
of Doryphora sassafras, the New South Wales variety of the sassa- 
fras tree, yield, according to season, 0-1—1-05% of essential oil, 
the former quantity being obtained in May and the latter in 
November. The oil varies considerably in composition according 
to the districts from which it is obtained. Leaves from the Monga 
district gave an oil having the following constants: d 1-01—1-02; 
n 1:506—1-509; « +16-2° to +22-2°; ester value, 4-6 (after 
acetylation, 32-97); solubility in 70% alcohol, 1 in 8. The principal 
constituents so far identified are safrole, 60—65%; camphor, 
10—15%; d-a-pinene, 10%; sesquiterpenes, 10%; eugenol, 1%. 
Another sample of oil from the Currowan district was lighter than 
water (d 0-9808) and contained about 30% only of safrole, together 
with a considerable quantity of a substance which was apparently 
eugenol methyl ether, but which has not yet been satisfactorily 
separated from admixed sesquiterpenes and alcoholic substances, 
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The proportion of camphor in this oil was also greater, amounting 
to about 30%. G. F. M. 


The Volatile Oil of Mentha aquatica, Linné, and a Note 
on the Occurrence of Pulegone. Rotanp E. Kremers (J. 
Biol. Chem., 1922, 52, 439—443).—The distilled oil of Mentha 
aquatica, Linné, has d** 0-916; n*4 1-4582; [a]# —7-48°; acid 
number, 7:84; ester number, 210-93; ester number after acetyl. 
ation, 224-0; and contains 73-82% of ester, 61-6% of total alcohol, 
3°6% of free alcohol. The ester consists mainly of linalool acetate, 
There are also present small quantities of another ester, free linalool, 
a free acid, and an unstable aldehyde. 

Pulegone is a constituent of the cohobated oil of peppermint 
(cf. this vol., i, 357). E. S. 


Essential Oil of Violet Roots. A. Goris and Cu. Viscunuc 
(Bull. Sci. Ind. Roure-Bertrand Fils, 1921, [iv], 3, 1—8; from 
Chem. Zentr., 1922, i, 360).—The roots of violet (Viola odorata) 


contain an essential oil and a glucoside. The ethereal oil is a 


salicylic ester. The amount of glucoside is small. It is acted 
on by an enzyme contained in the root with the formation of an 
essential oil of strong odour. G. W. R. 


The Vulcanisation of Caoutchouc in Solution. F. Borry 
(Compt. rend., 1922, 175, 102—104).—If caoutchouc is heated, 
in colloidal solution, with sulphur at 120° the product depends 
on the concentration of the solution and the nature of the solvent. 
With dilute solutions (1—2%), and with solvents such as nitro- 
benzene, petrol, phenetole, etc., a gelatinous deposit is obtained 
which, when dried, is a hard, elastic mass with a black fracture. 
After extraction with acetone, it contains 15—30% of “‘ combined ” 
sulphur. With solvents such as aniline, xylene, thymol, etc., 
no precipitate is obtained even after several weeks’ boiling. With 
10% solutions in solvents of the first group, the viscosity of the 
solution at first diminishes on heating, then reaches a minimum, 
and increases rapidly until the liquid forms a gel. These gels 
show the phenomenon of syneresis. The sulphur content of the 
products obtained, after extracting the gels with acetone, varies 
between 20 and 30%. W. G. 


The Glucosides. I. The Constitution of Indican. ALEx- 
ANDER KILLEN Macsets and JoHN Prype (T., 1922, 121, 1660— 
1668). 


Digitonin and its Derivatives. A. Winpavus and K. WEIL 
(Z. physiol. Chem., 1922, 121, 62—79; cf. Kiliani, A., 1890, i, 996; 
1891, i, 576; 1919, i, 90).—Digitonin has the formula C55H 9 Vo5- 
On hydrolysis by alkali, the products are (i) digitogenin, C,,H,.0;, 
a neutral material containing three hydroxyl groups, and forming 
a triacetyl derivative, C,H, ,0,Ac,, needles, m. p. 190°, (ii) a hexose, 
(iii) a pentose, according to the equation C;,H9 0,,+5H,0= 
CogHy.0,+4C,H,.0,+C;H,,0;. Digitogenin, which does not 
possess lactone, methoxyl, aldehyde, or ketone groups, is oxidised 
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by chromic acid to digitogenic acid, which is now shown to have 
the formula C,,H,,0,, to yield a dimethyl ester, C,,H,,0,Me., 
nm. p. 146°, and a diethyl ester, C,,H,,0,Et,. Gitonic acid, deoxy- 
digitogenic acid, and hydrodigitoic acid, described by Kiliani, 
ae all really impure forms of digitogenic acid. Digitoic acid 
and $-digitogenic acid, isomeric with digitogenic acid, from which 
they are formed on warming with alkali, both yield the same 
dimethyl ester, C,,H,.0,, m. p. 140°. On boiling with potassium 
hydroxide solution, the dimethyl esters of digitoic acid, digitogenic 
acid, and 8-digitogenic acid all yield digitoic acid. Oxydigitogenic 
acid, from the oxidation of digitoic acid, digitogenic acid, or 
g.digitogenic acid, has the formula C,,H,,0, (trimethyl ester, 
CogHyyO9, m. p. 153°). It loses carbon dioxide easily on boiling 
with acetic acid and some mineral acid, indicating a @-ketonic 
acid or a derivative of malonic acid. Further oxidation yields 
digitic acid, C,,H,,0,9 (dimethyl ester, Cy9H,,0,9, m. p. 137— 
138°). This ester differs from the previously described esters in 


[that it contains a hydroxyl group. On treatment with acetic 


acid and hydrogen chloride at 0°, it loses 1 molecule each of carbon 
dioxide and of water to form anhydrodigitic acid, which presum- 
ably has the formula C,;H,,0,.. W. 0. &. 


Hyssopin. O. A. OESTERLE (Schweiz. Apoth. Zig., 1921, 59, 548— 
553; from Chem. Zentr., 1922, i, 579).—Hyssopin, C597H4g049,3H.0, 
which occurs as crystals in hyssop plants attacked by fungi, is 
a rhamnoglucoside similar to hesperidin; it forms spherulitic 
crystals, m. p. 275—276°. Hyssopinglycone, C,,H,,0,, forms 
bright ochre-yellow platelets, m. p. 262—263°. Hyssopinglycone 
acetate, C,,H,,0,Ac, or CygH,,0,Ac,, forms white “a . 


The Use of Rhodanine in Organic Syntheses. I. Furyl- 
alanine. Cu. GRANACHER (Helv. Chim. Acta, 1922, 5, 610— 
§24)—-The condensation products of rhodanine with aldehydes 
are readily decomposed by alkalis, and a study of their decom- 
position has shown that by this means many organic compounds 
not otherwise readily accessible may be synthesised. It has been 
previously observed by several authors that the condensation 
product of rhodanine with benzaldehyde breaks up, forming 
a-thioleinnamic acid. This reaction is found to occur readily 
on warming with 10—15% sodium hydroxide solution. «-Thiol- 
cinnamic acid is found to behave in many respects as the «-thio- 
keto-carboxylic acid, CH,Ph-CS-CO,H, and is therefore to be 
considered a tautomeric substance. It gives phenylpyruvic acid 
oxime, which melts with decomposition at 173—174°, not at 159— 
160°, as has been stated. It also reacts with other amines, giving 
derivatives of pyruvic acid with loss of sulphur. The oxime can 
be readily hydrolysed to pyruvic acid or reduced to an «-amino- 
acid. It is thus possible to pass from benzaldehyde directly to 
pyruvic acid or phenylalanine, and in the same way from furfur- 
aldehyde to furylalanine. The «-thio-ketonic acids may also be 
converted into the «-ketonic acids by simply boiling with ammonia, 
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The oxime can also be reduced to give a@ nitrile containing on. 
carbon atom more than the original aldehyde. Further, «-thio). 
cinnamic acid can be reduced to 6-phenylpropionic acid, a saturated 
acid containing two carbon atoms more than the original aldehyde. 
By reduction of «-thiolcinnamic acid in alkaline solution with 
sodium amalgam, «-thiol-8-phenylpropionic acid, 
CH,Ph-CH(SH)-CO,H, 

was obtained. It forms a thick syrup with an unpleasant odour, 
cannot be distilled, and gives with ferric chloride and a trace of 
ammonia a fugitive blue coloration. 

a«-Thiol-6-2-furylacrylic acid (Andreasch, A., 1919, i, 97) forms 
with hydroxylamine «-oximino-8-2-furylpyruvic acid, white needles, 
m. p. 145°. By reduction with sodium amalgam in alcohol in 
presence of lactic acid to give the necessary acidity, this is reduced 
to 2-furylalanine, a coarse, crystalline powder decomposing at 
252°. With phenylcarbimide in alkaline solution, this is condensed 
to «a-phenylearbamido-$-2-furylpropionic acid, m. p. 177—178°, 
not 162—163° as given by Sasaki (A., 1921, i, 808). EE. H. R. 


A Synthesis of Pyrylium Salts of Anthocyanidin Type. 
Davin Doia Pratt and RoBert Rosinson (T., 1922, 121, 1577— 
1585). 


The Coumaranone Series. II. The Preparation of 4 
and 6-Chlorocoumaran-2-ones and their Conversion into 
2- and 4-Chloroflavonols respectively, and some Derivatives 
of o- and p-Chlorophenoxyacetic Acids. THomas Hosker 
MinTON and Henry STEPHEN (T., 1922, 121, 1598—1603). 


The Thiophen Series. XIII. The Action of Acetylene on 
Pyrites. Witnetm Srernxopr and Jutius HeEroxp (Anznalen, 
1922, 428, 123—153; cf. A., 1914, i, 425)—The product of the 
action of acetylene on finely divided pyrites at 300° contains the 
following substances: carbon, hydrogen, carbon disulphide, 
methane, butadiene, acetaldehyde, hydrogen sulphide, acetone, 
benzene, thiophen (about 40%), 2-thiotolen, 3-thiotolen, 2: 3- 
thioxen, 2-ethylthiophen, and 3-ethylthiophen, and probably, in 
addition, butane, A*-butinene, toluene, and xylene, as well as 
higher homologues of acetylene. 

The thiophen homologues were identified for the most part 

by means of their mercury compounds, many of which had pre- 
viously been prepared from synthetic specimens of the alkyl- 
thiophens (A., 1921, i, 630). 2- and 3-Ethylthiophen, however, 
had not been fully characterised previously and the following 
facts relating to these substances had to be ascertained in order 
to establish their presence in the mixture. 
‘¥3-Ethylthiophen, on treatment with mercuric chloride, yields 
3-ethylthiophen-2(or 5)-mercurichloride, which forms _ colourless 
crystals, m. p. 67—68°, and 3-ethylthiophen-2 : 5-dimercurichloride, 
microscopic, filamental needles, m. p. 295—297° (decomp.). The 
former, on treatment with 2 molecules of sodium thiocyanate, 
gives mercury 3: 3'-diethyldithienyl, needles, m. p. 68°, but no 
mercurithiocyanate. 
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2-Ethyl-5-thienyl methyl ketone, prepared from 2-ethylthiophen 
by the phosphoric oxide method (A., 1921, i, 579), gives a semi- 
carbazone which crystallises from alcohol in leaflets, m. p. 215°, 
with previous sintering. CG. &..2. 


Thiophen Series. XIV. The Condensation of Diazoacetic 
Ester with Thiophen. -WitHELM STEeINKorPF and HaAtvarRD 
AUGESTAD-JENSEN (Annalen, 1922, 428, 154—163).—Condensation 
between ethyl diazoacetate and thiophen takes place at 127°, 
giving a poor yield of an ester, b. p. 113-5—114°5°/13 mm., which 
is believed to be ethyl dicyclo-A?-«-penthiophen-5-carboxylate, 


th g cE >CH-CO,Et, rather than any of the possible monocyclic 
isomerides, because the ease with which it forms an amide, long 
needles, m. p. 165°, on treatment with ammonia, suggests that the 
carbethoxy-group is not attached to a quaternary carbon atom. 
Both the ester and the amide yield an acid, C,H,O0,S, on hydrolysis 
with sodium hydroxide, but, as it is not clear whether or no 
isomerisation occurs during hydrolysis, a definite structure is not 
assigned to this substance. C. K. I. 


Preparation of the Alkaloidal Mercuri-iodides in Crystal- 
line Form. Mavrice Frangors and Louis Gaston Branco 
(Compt. rend., 1922, 175, 169—171)—The amorphous precipitate 
obtained by adding potassium mercuric iodide to a solution of an 
alkaloidal salt can be brought into solution by warming it in 
suspension in the mother-liquor with a large excess of hydrochloric 
acid, and on allowing to cool slowly it is usually redeposited in a 
crystalline form. In the actual preparation of these crystals the 
initial precipitation may be avoided by slowly mixing equal volumes 
of warm solutions of the alkaloidal salt containing a large amount 
of hydrochloric acid, and of potassium mercuric iodide, of suitable 
concentrations. Clear solutions are thus obtained from which the 
alkaloidal mercuri-iodides are deposited in crystals on slowly 
cooling. In this way, the mercuri-iodides of caffeine, theobromine, 
quinine, morphine, codeine, cocaine, strychnine, pilocarpine, and 
sparteine, and also of quinoline, were prepared. They form 
brilliant yellow crystals, containing neither chlorine nor water of 
crystallisation. They show a tendency, well marked in the case 
of the caffeine compound but scarcely perceptible with the less 
soluble compounds such as that of quinine, to be decomposed by 


water into mercuric iodide and the alkaloidal hydriodide. 
G. F. M. 


Preparation of the Alkaloidal Bismuthic Iodides in a 
Crystalline Form. Maurice Francois and Lovis Gaston 
Biane (Compt. rend., 1922, 175, 273—274).—Crystalline bismuthic 
iodides of caffeine, theobromine, morphine, codeine, quinine, 
atropine, arecoline, pilocarpine, sparteine, nicotine, aniline, pyridine, 
and quinoline were prepared from potassium bismuthic iodide and 
acid solutions of the hydrochlorides of the bases by methods pre- 
cisely analogous to those employed for the preparation of the 
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double mercuric iodides (preceding abstract). These compounds 
form extremely well-defined microscopic crystals, and in the bulk 
are considerably darker in colour than the corresponding amorphous 
substances. They contain no water of crystallisation, and have 
the general formula (Bil,),(AlkHI),. They appear to be adapted 
for the microchemical characterisation of the — » 

Anhalonium Alkaloids. IV. Synthesis of Anhalamine. 
Ernst SpAtH and Hans R6éprER (Monatsh., 1922, 43, 93—111).— 
6-Hydroxy-7 : 8-dimethoxy-1 : 2: 3: 4-tetrahydroisoquinoline _ has 
been prepared synthetically, and shown to be identical with 
anhalamine. 

At the outset it was supposed that anhalamine might be 7-hydroxy- 
6 : 8-dimethoxy-1 : 2 : 3 : 4-tetrahydroisoquinoline, and_ therefore 
this substance was synthesised. It was necessary, in the first 
place, to prepare (-4-ethylcarbonato-3 : 5-dimethoxyphenylethyl- 
amine, and two methods were attempted. The starting point of 
the first was carbethoxysinapic acid (4-ethylcarbonato-3 : 5-di- 
methoxycinnamic acid), which was reduced by hydrogen in the 
presence of palladium and platinum to carbethoxydihydrosinapic 
acid (-4-ethylcarbonato-3 : 5-dimethoxyphenylpropionic acid), m. p. 
167—169°. The same end-product was obtained by reducing 
carbethoxysyringylidenemalonic acid (4-ethylearbonato-3 : 5-di- 
methoxybenzylidenemalonic acid) under similar conditions to 
4-ethylcarbonato-3 : 5-dimethoxybenzylmalonic acid, m. p. 122—123° 
(decomp.), and effecting the elimination of a carboxyl group from 
this substance by heating. The carbethoxydihydrosinapic acid 
was converted into its chloride, and thence into its amide, m. p. 
122—123°, from which it was hoped to obtain the required ethy]l- 
amine by the action of bromine and alkali. The sole isolable 
product, however, was {-4-hydroxy-3 : 5-dimethoxyphenylpropion- 
amide, m. p. 153—154°, hydrolysis of the carbonato-group having 
taken place. 

Carbethoxysyringaldehyde = (4-ethylcarbonato-3 : 5-dimethoxy- 
benzaldehyde) was therefore condensed with nitromethane to 
give w-nitro-4-ethylcarbonato-3 : 5-dimethoxystyrene, yellow crystals, 
m. p. 167°, which was reduced by zine dust and acetic acid to 
4-ethylcarbonato-3 : 5-dimethoxyphenylacetaldoxime. This was re- 
duced, without purification, by means of sodium amalgam to 
8-4-ethylcarbonato-3 : 5-dimethoxyphenylethylamine, an oil which 
gave a crystalline hydrochloride, platinichloride, and picrate, m. p. 
200° (decomp.). 

The base was now condensed with formaldehyde to give 7-ethyl- 
carbonato-6 : 8-dimethoxy-1 : 2 : 3 : 4-tetrahydroisoquinoline. This 
base gave a crystalline hydrochloride; on removal of the carbethoxy- 
group and methylation by means of methyl sulphate and alkali, it 
yielded 6:7 : 8-trimethoxy-2-methy]l-1 : 2:3 : 4-tetrahydroisoquino- 
line methiodide, and on hydrolysis it gave 7-hydroxy-6 : 8-dimethoxy- 
1:2:3:4-tetrahydroisoquinoline, m. p. 166—167°, which was 
different from anhalamine. 

A similar series of experiments was therefore instituted with 
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the isomeric aldehyde, 5-ethylcarbonato-3 : 4-dimethoxybenz- 
aldehyde, but, at the outset, difficulties were encountered in the 
preparation of this substance. 5-Nitroveratraldehyde was reduced 
to 5-aminoveratraldehyde, which was isolated as the tin double salt 
and diazotised. The hydrolysis product of the diazonium salt 
was not 5-hydroxyveratraldehyde, however, but 4 : 5-dihydroxy- 
3-methoxybenzaldehyde, a methyl group having been eliminated. 
Methylation of this gave 3: 4: 5-trimethoxybenzaldehyde, so that 
this way to the desired substance appeared to be closed. The 
methylation of gallic acid was therefore investigated. Methyl 
sulphate gave a mixture of methyl 4: 5-dihydroxy-3-methoxy- 
benzoate, methyl 5-hydroxy-3 : 4-dimethoxybenzoate, and methyl 
3:4: 5-trimethoxybenzoate, and by further methylation of the 
first of these a mixture of the second and third could be obtained. 
The methyl 5-hydroxy-3 : 4-dimethoxybenzoate was hydrolysed 
with alkali to 5-hydroxy-3 : 4-dimethoxybenzoic acid, which was 
condensed with ethyl chlorocarbonate to give 5-ethylcarbonato- 
3: 4-dimethoxybenzoic acid, m. p. 117—118°. This substance was 
converted into its chloride, m. p. 45—46°, by means of phosphorus 
pentachloride, and the chloride reduced by hydrogen to 5-ethyl- 
carbonato-3 : 4-dimethoxybenzaldehyde, m. p. 60—60°5°. This on 
hydrolysis gave 5-hydrozy-3 : 4-dimethoxybenzaldehyde, m. p. 62—63°. 

The carbonato-aldehyde was now condensed with nitromethane 
to give w-nitro-5-ethylcarbonato-3 : 4-dimethoxystyrene, m. p. 96°, 
which on reduction gave £-5-hydroxy-3 : 4-dimethoxyphenylethyl- 
amine, a brown, amorphous mass. This yielded anhalamine on 
condensation with formaldehyde. 

As the yield in this last condensation was not good, the method 
was modified. 5-Hydroxy-3 : 4-dimethoxybenzoic acid was benzyl- 
ated, but the 5-benzyloxy-3 : 4-dimethoxybenzoic acid so obtained, 
m. p. 170—172°, could not be reduced to the aldehyde. 5-Hydroxy- 
3: 4-dimethoxybenzaldehyde was therefore directly benzylated. 
5-Benzyloxy-3 : 4-dimethoxybenzaldehyde, m. p. 54°, on condensation 
with nitromethane, gave w-nitro-5-benzyloxy-3 : 4-dimethoxystyrene, 
m. p. 104—105°, which, on reduction, yielded 8-5-benzyloxy-3 : 4- 
dimethoxyphenylethylamine (picrate, m. p. 163°). This, on con- 
densation with formaldehyde and subsequent digestion with hydro- 
chloric acid (to remove the benzyl group), gave anhalamine. 

C. K. I. 

Preparation of Amino-derivatives of Hydrogenated 
Cinchona Alkaloids and their Derivatives. Howarp & Sons, 
Lrp., JoHN WituiAM BLAGpEN, and MaxiMiLiAN NIERENSTEIN 
(Brit. Pat. 182986)—Good yields of the amino-derivatives of 
hydrogenated cinchona alkaloids are obtained by reducing the 
nitro-derivatives in neutral or nearly neutral solution with suitable 
reducing agents such as zinc or iron in conjunction with a neutral 
salt. Thus nitrohydroquinine, dissolved in alcohol, or in water in 
the form of a salt, is heated at 50° or more, and zine dust and 
aqueous ammonium sulphate solution are added. After stirring 
for some hours at this temperature, the filtered solution is con- 
centrated in a vacuum to crystallise the product. G. F. M. 
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Preparation of Morphine Allyl Ether. Grorce von Kereszry 
and Emm Wotr (D.R.-P. 343055; from Chem. Zentr., 1922, ii, 
147).—A solution of an alkali metal compound of morphine is 
allowed to react with an alcoholic solution of an allyl arylsulphonate, 
By the action of sodium morphine on allyl benzenesulphonate, 
allyl morphine ether is obtained; it forms a hydrochloride (+1H,0), 
which has m. p. 129—131° when heated quickly, or 130—132° 
if heated slowly. The free base has m. p. 67—68°. It has 
therapeutic uses. G. W. R. 


Scopoline. VI. The Constitutions of Scopolamine and 
Scopoline. The Hofmann Degradation of Scopoline. Kurr 
Hess and Orrmark Want (Ber., 1922, 55, [B], 1979—2025)— 
Inactive scopoline, obtained by the hydrolysis of J-scopolamine 
with acids or alkalis, has been shown by King (T., 1919, 115, 476, 
974; cf. Tutin, T., 1910, 97, 1793) to be a racemic form of d- and 
l-scopoline and, since the active scopolines are not racemised under 
such conditions as are used in the hydrolysis of scopolamine, he 
has drawn the conclusion that r-scopoline is present initially in 
l-scopolamine and that the optically asymmetric character of 
the latter is due to the presence of the optically active tropyl group. 
The conception of /-scopolamine as a partial racemate appears 
to the authors improbable on theoretical grounds, and also on 
account of the non-observation of a transition temperature for 
l-scopolamine and the failure of attempts to resolve dl-aposcopol- 
amine. More conclusive evidence has been sought by attempts 
to synthesise /-scopolamine from dl-scopoline and l[-tropic acid, 
the initial experiments being conducted with optically inactive 
material. Direct attempts were unsuccessful by reason of the 
reactivity of the hydroxyl group of tropic acid, whilst acetyltropyl 
bromide and scopoline gave acetylscopoline. Esterification of 
dl-scopoline with atropic acid was rendered impossible by reason 
of the polymerisation of the latter. Greater success was en- 
countered with deoxytropic («-phenylpropionic) acid. From the 
r-acid and dl-scopoline, two racemic products are derived, whereas, 
according to King’s conception, the formation:of a single partial 
racemate is more probable. It must therefore be assumed that 
either this conception is incorrect or that the ester differs in its 
behaviour from scopolamine and aposcopolamine. If the latter 
hypothesis is correct, the compound derived from the partly 
racemic scopolamine by hydrogenation of the corresponding apo- 
derivative must be a separable mixture of racemates which are 
identical with the compounds just described. Experiment, how- 
ever, shows that the deoxyscopolamine which is prepared readily 
from aposcopolamine is a single racemic form which is not identical 
with either of the products derived from scopoline and deoxytropic 
acid. Since the acid component of the three esters is the same, 
the difference must be caused by the alcoholic component; hence 
the alcoholic component of deoxyscopolamine, and therefore of 
scopolamine itself, cannot be identical with scopoline. It follows 
also that only one asymmetric carbon atom is present in deoxy- 
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sopolamine, and hence in scopolamine; since this is located in 
the tropyl residue, a symmetrical structure must be assigned to 
the basic portion of scopolamine. As, however, an asymmetric 
carbon atom has been proved to be present in scopoline, it must 
be assumed that it is developed during the hydrolysis, which thus 
causes a Structural change in the basic component of scopolamine. 
Further confirmation of this hypothesis is derived from the observ- 
ation that the three isomeric deoxyscopolamines and the two 
neemates of deoxytropylscopolein yield the same products 
(copoline and deoxytropic acid) when hydrolysed. The constitu- 
tion assigned previously to scopolamine and its derivatives there- 
fore requires revision; the reactions are interpreted satisfactorily 


by the following formule :— 


(H-CH-CH, CH-CH-CH, 
NMe SCH-0-CO-CHPh =™ 0 | NMe SCH-0-CO-CPh 
| 
\cH-CH-CH, CH,OH \CH-CH-CH, CH, 
Scopolamine apoScopolamine 
(/- and d-forms) Bs (not resolvable) 
CH-CH-CH zx CH,-CH-CH-OH 
2 
sale i 
) | NMe SCH-0-CO-CHMePh  HG-0 Nae + deoxytropic 
\ . e —_ ™‘% > = acid 
CH:CH. CH, hydrolysis CH,*CH-CH 
Deoxyscopolamine SSA Scopoline 
(one r-form) ry (l- and d-forms) 
& 
- Ss 
Kk . 

CH,*CH-CH-0-CO-CHMePh 

-—- 

. _NMe 

CH,-CH-CH 


Deoxytropylscopolein 
(two r-forms). 

Deoxytropic acid is prepared conveniently by the hydrogenation 
of atropic acid in glacial acetic acid solution in the presence of 
platinum and is converted by thionyl bromide (obtained by 
saturating boiling thionyl chloride with hydrogen bromide) into 
deoxytropyl bromide, a pale yellow liquid, b. p. 106—107°/13 mm. 
The latter reacts with scopoline hydrobromide in the presence of 
xylene at 140° with the formation of «- and -deoxytropylscopolein 


bromides in approximately equal amount, which can be separated 
from one another mechanically or by seeding the solution of the 
mixture with one variety. «-Deoxytropylscopolein crystallises in 
large, thick rhombohedra, m. p. 66—67° (the hydrobromide, aggre- 
gates of needles, m. p. 205°; picrate, quadratic leaflets, m. p. 172°; 
methiodide, m. p. 195°, and platinichloride, yellow crystals, decomp. 
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155—157°, are described). §-Deoxytropylscopolein forms large 
prisms, m. p. 63—64° [the hydrobromide, m. p. 176—177°; picrate, 
small cubes, m. p. 130°; methiodide, long, slender needles, m. p, 
183°; platinichloride, m. p. 215° (decomp.), and oily aurichloride 
are described]. apoScopolamine is converted by hydrogen in the 
presence of spongy platinum and glacial acetic acid into deoxy. 
scopolamine, long, slender needles, m. p. 69°; the hydrobromide, 
m. p. 182—183°; picrate, thin leaflets, m. p. 209—210°; methiodide, 
leaflets, m. p. 219° (decomp.), and platinichloride, m. p. 220°, were 
analysed. 

The new conception of the constitution of scopolamine permits 
a more definite hypothesis with regard to the Hofmann degrad. 
ation of scopoline (cf. Hess, A., 1921, i, 683; Gadamer and Hammer, 
A., 1921, i, 588). The process has been shown to give rise to products 
which contain two double bonds but, under definite conditions 
which are now described, it can be so regulated that only com. 
pounds containing one double bond are formed. The product 
of the reaction consists of a mixture of four isomeric bases, 
CyH,;0,N, from which «-demethylscopoline (annexed formula I or 


CHICH—-CHOH CHyCHANMeyci-on 2) span 
a ra the he. 
. aa sil identical with 
CH,:CH(NMe,)-CH CH!CH——-—CH that described 


reviously as 

(I.) ad ae pean Ae 

scopoline. The remaining bases are only separable from one 
another after hydrogenation. Under these conditions «-demethyl- 
scopoline gives «-dihydrodemethylscopoline, colourless, lustrous 
needles, m. p. 53° (the picrate, m. p. 183°, and methiodide, m. p. 
209—210°, have been prepared previously from non-homogeneous 
material; the benzoyl compound has m. p. 219°). Distillation of 
the quaternary ammonium base of a-dihydrodemethylscopoline 
leads to the formation of O-methyliso-«-dihydrodemethylscopoline, 
b. p. 116—120°/13 mm. (picrate, rhombic crystals, m. p. 185°; 
methiodide, m. p. 240—241°), for which the annexed formule I and 


yn Oes a bk the 

‘a Shaadi wen second for- 

pone a ° mula is 
ed however, 

CH,"CH(NMe,)-CH  CH,*CH(NMe,)-CH-OMe practically 

a ab excluded 


by the following series of observations. «-Dihydrodemethyl- 
scopoline is converted by thionyl chloride into «-dihydrodemethyl- 
scopoline chloride, b. p. 115—118°/13 mm., m. p. 45° [picrate, m. p. 
228° (decomp.)], which is transformed by sodium methoxide into 
the methyl ether of «-dihydrodemethylscopoline, b. p. 110—115°/14 
mm. (methiodide, m. p. 174—175°). («-Dihydrodemethylscopoline 
is unaffected by sodium methoxide under the experimental con- 
ditions adopted.) It therefore appears valid to assign the formula 
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[II to the methyl ether. The corresponding ammonium a 
———,  * . On. smoothly e- 
(H,CH, CH-OMe CH,°CH(NMe,)*CH:OMe composed on 


| | distillation 
. Pees lie into trimethyl- 
- a amine and a 

_ Me,):CH a eee H pukstaone. 
_— aide C.H,,0,, b. p. 


70—71°/13 mm. In a similar manner, §-dihydrodemethylscopoline 
(ee later) is converted successively into $-dihydrodemethylscopoline 
chloride, b. p. 122—125°/13 mm., m. p. 38—39°, and the methyl 
dher of 8-dihydrodemethylscopoline (formula IV) (methiodide, lustrous 
leaflets, m. p. 225°5°). The degradation of the ammonium base 
of the latter gives trimethylamine and a nitrogen-free product, 
b. p. about 80°/15 mm. The smooth Hofmann degradation of 
these substances is in such striking contrast to the stability of 
0-methyliso-«-dihydrodemethylscopoline under similar conditions 
that the substances cannot be constituted similarly. 

The liquid residue obtained after the removal of «-demethyl- 
scopoline is submitted to hydrogenation and the dihydro-products 
are separated by fractional crystallisation of the corresponding 
pirates. The following substances are thereby obtained: 
4.Dihydrodemethylscopoline, colourless, lustrous needles, m. p. 78°, 
b, p. 128—131°/13 mm. (picrate, large cubes, m. p. 153°; methiodide, 
rectangular leaflets, m. p. 249°); y-Dihydrodemethylscopoline, 
b. p. 120—123°/13 mm. (picrate, large crystals, m. p. 194°; 
methiodide, m. p. 171°); demethylscopolinone (annexed formula 
Ior IT), lustrous, pointed prisms, m. p. 42°, b. p. 117—119°/13 mm. 

Aina, ’ . (the picrate, rhombic 
le CH=—-—C-OH CH,°CH, CO leaflets, m. p. 163° 
methiodide, needles, 
‘i 0 an ta 0 ie “ a | benz- 
’ ra F ~N oyl derivative, m. p. 
CH, — CH CH, —e CH 219°, and the corre- 
; (I1.) sponding picrate, m. p. 
218—214°, are described; the compound does not react with 
hydroxylamine or hydrazine hydrate). 

a-, B-, and y-Dihydrodemethylscopolines are reduced with com- 
parative readiness by hydriodic acid and phosphorus to the amine, 
C,H,-N, b. p. 59°/17 mm., 170—172°/756 mm. (picrate, needles, 
157—158°), which contains two atoms of hydrogen less than the 
expected dimethylsuberylamine. H. W. 


Cevadine. I. ALEXANDER KILLEN Macrsetu and RoBERT 
Roztnson (T., 1922, 121, 1571—1577). 


Derivatives of Pyrrole. Witt1am Kister [with W. WEBER, 
H. Maurer, W. Niemann, P. Scutack, SCHLAYERBACH, and 
Witte] (Z. physiol. Chem., 1922, 121, 135—163)—By the 
reduction of a mixture of methyl acetoacetate and methyl oximino- 
acetoacetate, methyl 2:4 - dimethylpyrrole - 3 : 5 - dicarboxylate, 
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needles, m. p. 174—175°, is obtained. From methyl acetoacetate 
and ethyl oximinoacetoacetate is obtained 3-ethyl 5-methyl 2:4. 
dimethylpyrrole-3 : 5-dicarboxylate, colourless needles, m. p. 158° 
and in an analogous way, the 3-methyl 5-ethyl ester, colourless 
needles, m. p. 119—120°, can be prepared. On partial hydrolysis, 
these give respectively 2 : 4-dimethylpyrrole-3 : 5-dicarboxylic acid 
3-ethyl ester, colourless needles, m. p. 202° (decomp.), and 2:4. 
dimethylpyrrole-3 : 5-dicarboxylic acid 3-methyl ester, colourless 
needles, m. p. 182° (decomp.). 2:4-Dimethylpyrrole-3 : 5-di. 
carboxylic acid 3-ethyl ester, when boiled with acetic anhydride, 
yields ethyl. 2:4: 2’: 4’ -tetramethylpyrocoll -3 : 3’ - dicarboxylate, 
colourless needles, m. p. 257—258°, and over a free flame it loses 
carbon dioxide to form methyl 2 : 4-dimethylpyrrole-3-carboxylate, 
This and the analogous ethyl 2 : 4-dimethylpyrrole-3-carboxylate, 
when coupled with diazobenzenesulphonic acid, yield respectively 
methyl and ethyl 5-sulphobenzeneazo-2 : 4-dimethylpyrrole-3-carboxylate 
as red powders, unstable in the air. Ethyl 2 : 4-dimethylpyrrole. 
3-carboxylate condenses with formaldehyde, m-nitrobenzaldehyde, 
and furfuraldehyde to give bis(3-carbethoxy-2 : 4-dimethyl- 
pyrryl)-methane,  bis(3 - carbethoxy - 2 : 4-dimethylpyrryl) - m - nitro. 
phenylmethane, colourless needles, m. p. 180°, and bis(3-carbeth. 
oxy-2 : 4-dimethylpyrryl)-furylmethane, colourless needles, m.p. 176°, 
The first of these compounds on oxidation with chloranil yields 
bis(3-carbethoxy-2 : 4-dimethylpyrryl)-methene hydrochloride, a red 
dye, m. p. 215°. Bis(3-carbethoxy-2 : 5-dimethylpyrryl)-furyl- 
methane, colourless needles, m. p. 198°, has also been prepared. 
Ethyl 3-hydroxy-5-methylpyrrole-4-carboxylate yields the following 
compounds: with anisaldehyde in presence of potassium hydrogen 
sulphate, 3-hydroxy-4-carbethoxy-5-methylpyrrolenyl-3-p-methoxy- 
phenylmethane, yellow needles, m. p. 210°; with p-dimethylamino- 
benzaldehyde, 3-hydroxy-4-carbethoxy-5-methylpyrrolenyl-3-p-di- 
methylaminophenylmethane, red crystals; with furfuraldehyde, 
3-hydroxy-4-carbethoxy-5-methylpyrrolenyl-3-furylmethane, yellow 
needles, m. p. 117° (decomp.); with acetone, in presence of sodium 
hydroxide and acetyl chloride, ethyl 3-hydroxy-5-methyl-2-isopropyl- 
idenepyrrolenine-4-carboxylate, short, pale yellow needles, which 
slowly decompose at 180—200°; with acetic anhydride and 
potassium acetate, ethyl 3-acetoxy-5-methylpyrrole-4-carboxylate, 
m. p. 120°; with acetic anhydride and sulphuric acid, ethyl 3-acetoxy- 
2-acetyl-5-methylpyrrole-4-carbozylate, light yellow needles, m. p. 
167°, which on hydrolysis with alcoholic sodium ethoxide yields 
ethyl 3-hydroxy-2-acetyl-5-methylpyrrole-4-carboxylate, colourless, fine 
needles, m. p. 199° (semicarbazone, (C,,H,,0,N,). 5-Acetyl- 
2: 4-dimethylpyrrole forms a nitroso-derivative, small, deep green 
needles, m. p. 148—149°, and it couples with diazobenzenesulphonic 
acid to yield 5-acetyl-2 : 4-dimethylpyrrole-3-azobenzenesulphonic.acid, 
greenish-black needles. Similarly, with diazonaphthalenesulphonic 
acid is obtained 5-acetyl-2 : 4-dimethylpyrrole-3-azonaphthalene- 
sulphonic acid, dark blue, six-sided leaflets, which decompose at 
210—212°. From methyl acetonedicarboxylate, acetic acid, 
sodium nitrite, and zinc dust jis obtained methyl pyrrole- 


ORGANIC CHEMISTRY. i. 859 


acetates 3: 5-diacetate-2 : 4-dicarboxylate, tufted crystals, m. p. 98—99°, 


2:4. 
- 158° 


which on partial hydrolysis yields a dibasic acid, Creat: - 


Complex Magnesium Salts. G. Spacu (Bull. Soc. Stiinte 
Cj, 1921, 1, 72—91; from Chem. Zentr., 1922, i, 313—314).— 
A number of complex pyridine compounds of magnesium con- 
taining combined water are described. T'etra-aquodipyridine- 
magnesium chloride, [MgPy,(H,O),]|Cl,, is obtained by the action 
of anhydrous pyridine on carnallite; it crystallises in colourless 
needles which deliquesce on exposure to air with liberation of 
pyridine. It gives magnesium hydroxide on treatment with 
ammonia, and silver chloride with silver nitrate. T'riaquotripyridine- 
magnesium chloride, [MgPy,(H,O),]Cl,,H,0, is similar to the preceding 
compound. Diaquotetrapyridinemagnesium bromide, 

[MgPy,(H,0),|Br.,2H,0, 

forms very hygroscopic crystals which give up their water of 
crystallisation in a vacuum over phosphoric oxide. Aquopenta- 
pyridinemagnesium iodide, [MgPy,H,O]l,,2H,O, forms crystals from 
which iodine separates on exposure to air; it is less hygroscopic 
than the preceding compounds: T'etra-aquodipyridinemagnesium 
nitrate, [MgPy.(H,O),](NO5).,.2H,O, forms nfacreous lamelle. The 
anhydrous salt has similar properties. Hexapyridinemagnesium 
bromide, [MgPy,]Br., is prepared by the Tissier-Grignard reaction 
by way of the ether compound, [MgPy,(Et,0),|]Br,. The latter 
is a light yellow, unstable powder which gives with anhydrous 
pyridine at 100° the hexapyridinemagnesium bromide: the latter 
forms colourless platelets and is very hygroscopic and unstable. 
Hexapyridinemagnesium iodide is similarly prepared and resembles 
the corresponding bromide. G. W. R. 


Complex Iridium Compounds. M. Derfpine (Rev. gen. 
sci. pures appl., 1921, 32, 607—615; from Chem. Zenir., 1922, 
i, 411)—A number of complex pyridine iridium compounds are 
described in connexion with a study of Werner’s valency theory. 
Potassium pentachloropyridineiridiate, K,[Ir™PyCl,], is prepared 
from the corresponding aquo-salt or potassium iridichloride and 
pyridine at 100°. The alkali salts are reddish-brown, giving 
orange solutions; the silver and thallium salts are violet or blue. 
By chlorination of the above salt, pentachloropyridineiridic acid, 
H[Ir'’PyCl,], is obtained: it is crystalline and gives a violet 
solution in amyl alcohol. Potassium tetrachlorodipyridineiridiate, 
K{Ir™Py,Cl,j, is prepared similarly to the pentachloropyridine 
compound by longer heating. Two isomerides occur of orange- 
yellow and red colour respectively. The alkali, thallium, silver, 
and pyridine salts are similar. By oxidation with chlorine or 
nitric acid, tetrachlorodipyridineiridium, Ir'’Py,Cl,, is obtained; it 
is crystalline, and with potassium iodide it gives potassium tetra- 
chlorodipyridineiridiate and iodine. By the action of ammonia, 
a mixture of a compound, [Ir™Py,(NH,),Cl,],[Ir™Py,Cl,], and a 
compound, [Ir™Py,(NH,),Cl],[Ir™Py,Cl,],, is obtained. Tetra- 
chlorodipyridineiridium, prepared from orange-coloured salts, 
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shows green and reddish-violet dichroism in polarised light and 
is the cis-form, isomorphous with the corresponding platinum 
compound. Potassium dioxalodipyridineiridiate, K[Ir™Py,(C,0,),], 
is prepared from pyridine and potassium trioxaloiridiate or potass. 
ium dichlorodioxaloiridiate at 130°. It is crystalline and gives 
with hydrogen chloride at 130° a compound, [Ir™Py,(H,O)Cl(C,0,)], 
yellow needles, and a compound, [Ir™Py,(H,O),Cl,],[Ir™Py,Cl,], 
orange-yellow prisms. ‘The latter compound gives with ammonia, 
ammonium tetrachlorodipyridineiridiate, NH,[Ir™Py,Cl,], and a 
compound, [Ir™Py,(H,O)(OH)CI,], forming yellow crystals. The 
dioxalodipyridine compound cannot be resolved into optical 
isomerides. The cis-form of the compound, K,[Ir™Cl,(C,0,),], 
can be resolved into optically active constituents by way of the 
strychnine compounds. The cis-form is changed into the trans. 
form by heating at 130°. The trans-form is also obtained by way 
of potassium hexachloroiridiate and potassium oxalate. 

Trichlorotripyridineiridium, [Ir™Py,Cl,], is obtained from potass- 
ium tetrachlorodipyridineiridiate by heating at 130°. From the 
orange-coloured modification two isomerides can be isolated, 
whilst from the red modification only one compound is obtainable. 
The orange-coloured salts and their products correspond through- 
out with the cis-form, and may give optical isomerides, whilst 
the red salts correspond with optically inactive trans-forms. 

G. W. R. 


Preparation of Compounds of Pyridinebetaine with 
Metallic Salts. Lropotp CasseLta & Co., G. mM. B. H. (D.R.-P. 
343148; from Chem. Zentr., 1922, ii, 146).—By the action of 
metallic salts on pyridinebetaine in concentrated aqueous solution, 
compounds are obtained which serve as glycerol substitutes. 
Dipyridinebetaine sodium chloride, 

C;NH;Cl-CH,°CO,°C;NH,*CH,"CO,Na, 

is obtained by the action of sodium carbonate on dipyridinebetaine 
hydrochloride; it is a viscid liquid, d 1:26. Dipyridinebetaine 
calcium chloride has d®° 1:28. Dipyridinebetaine potassium iodide 
is a light yellow liquid, d'* 1-475. Dipyridinebetaine mercuric 
chloride forms long needles. Dipyridinebetaine sodium salicylate 
is also mentioned. The alkali and alkaline-earth metallic com- 
pounds are strongly hygroscopic and with the addition of small 
quantities of water form viscous liquids having many of the 
properties of glycerol. They may be crystallised by concentration 
and cooling. G. W. R. 


Preparation of a Derivative of Pyridine-3-carboxylic Acid 
(Nicotinic Acid). Socrery ror CuEmicaL INDUSTRY IN BASLE 
(Swiss Pat. 90807; from Chem. Zentr., 1922, ii, 324—325).— 
Compounds containing a pyridine-3-carboxylic acid residue are 
treated with diethylamine. For example, the acid chloride is 
treated with diethylamine hydrochloride for two hours at 160°. 
From the product of the reaction, pyridine-3-carboxylodiethylamide 
is obtained as a yellow oil, b. p. 175°/25 mm. It has therapeutic 
uses, G. W. R. 
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Preparation of Quaternary Ammonium Salts of Pyridine- 
3-carboxylic Acid Alkyl Esters. RicHarD WOLFFENSTEIN 
(D.R.-P. 343054; from Chem. Zentr., 1922, ii, 145—146).—Alky] 
idine-3-carboxylates are treated with alkyl salts, excepting 
alkyl haloids. Methyl 1-methylpyridine-3-carboxylate methosulphate, 
obtained by the action of methyl sulphate on methyl pyridine- 
3.carboxylate, is a light yellow, uncrystallisable oil. The 
quaternary compound from the action of ethyl nitrate on ethyl 
pyridine-3-carboxylate is a thick, light brown oil. Amyl pyridine- 
scarboxylate and methyl sulphate give similarly a quaternary 
compound, which is an almost colourless oil. G. W. R. 


The Hydrogen Esters of 2: 6-Dimethylcinchomeronic 
Acid. Orro Mumm and Etse GorrscuaLpt (Ber., 1922, 55, 
[B], 2064—2075).—In a previous communication, the ethyl 
hydrogen ester obtained by the partial hydrolysis of ethyl 2 : 6- 
dimethyleinchomeronate has been regarded as the 3-ester (I), 

C-CO.H C-CO,Et Whereas that prepared by 

Jn : Jn . the action of ethyl alcohol 
H¢ C.CO,Et HC C-CO,H on the acid anhydride has 


MeC. CMe MeC CMe been considered to be the 
\Z 1 Ul \/ 4-compound (ITI), the formule 
N () (i) ON assigned resting mainly on 


considerations of the possibility of steric hindrance (Mumm and 
Hiineke, A., 1918, i, 184). Since, however, Wegscheider (A., 1920, 
ii, 761) has more recently pointed out that such considerations are 
frequently not applicable to esters containing nitrogen, further 
confirmation appeared to be necessary. Conclusive evidence of the 
correctness of the previously assigned formule is now obtained 
by investigation of the behaviour of the synthetic methyl ethyl 
dimethylcinchomeronates. 

3-Methyl 4-ethyl 2 : 6-dimethylcinchomeronate, b. p. 158°/13 mm., 
m. p. 22°, is prepared by the condensation of ethyl acetoneoxalate 
with methyl $-aminocrotonate; the corresponding picrate has 
m. p. 143—144°. Conversely, methyl acetoneoxalate and ethyl 
8-aminocrotonate give 4-methyl 3-ethyl 2 : 6-dimethylcinchomeronate, 
prisms, m. p. 52°, b. p. 115°/0°45 mm. (picrate, needles, m. p. 137°), 
whereas methyl $-aminocrotonate and methyl acetoneoxalate 
yield methyl 2 : 6-dimethylcinchomeronate, colourless needles, m. p. 
48°, 

3-Methyl 4-ethyl dimethylcinchomeronate is completely hydro- 
lysed by boiling concentrated hydrochloric acid to dimethyl- 
cinchomeronic acid (the hydrochloride of the latter, 

C,H,O,N,HCI1,H,O, 

long prisms, which do not melt below 330°, is described). It is 
converted by the calculated quantity of potassium hydroxide in 
alcoholic solution into 3-methyl hydrogen dimethylcinchomeronate, 
needles, m. p. 198—199°. (4-Methyl hydrogen 2: 6-dimethyl- 
cinchomeronate, colourless, rhombic plates, m. p. 165°, is prepared 
by the action of absolute methyl alcohol on 2 : 6-dimethylcin- 
chomeronic anhydride.) Similarly, 4-methyl 3-ethyl 2 : 6-dimethyl- 


i. 862 ABSTRACTS OF CHEMICAL PAPERS. 


cinchomeronate is transformed by partial hydrolysis into 3-ethy| 
hydrogen 2: 6-dimethyleinchomeronate, slender needles, m. D. 
165°, which is identical with the substance described previously 
(Mumm and Hiineke, loc. cit.). 

3-Lthyl silver 2: 6-dimethyleinchomeronate is converted by dis. 
tillation in a vacuum into ethyl dimethylnicotinate, b. p. 118°/Is 
mm. (picrate, m. p. 139°). 

2:6-Dimethylcinchomeronic acid is transformed by thy! 
alcohol and hydrogen chloride into 4-ethyl hydrogen 2 : 6-dimethyl. 
cinchomeronate, m. p. 151—152°. The action of potassium methyl 
sulphate on potassium 2:6-dimethylcinchomeronate at 135° 
gives the dimethyl ester, m. p. 48°. 

The following data are recorded for the affinity constants: 
2 : 6-dimethyleinchomeronic acid, 0°1666 (in about 0-01 N-solution); 
3-ethyl hydrogen ester, 0°0019; 4-ethyl hydrogen ester, < 

: 


Apophyllenic Acid and aa’-Dimethylapophyllenic Acid. 
Otto Mumm and Etsrz Gotrrscuaupt (Ber., 1922, 55, [B], 2075— 
2082).—Apophyllenic acid was isolated by Wéhler (1844) as a 
product of the degradation of narcotine, and has subsequently 
been shown to have the constitution indicated by the annexed 

CO.H formula I or II. The authors have 
eon CO Fe attempted to decide between the two 
co, H ; co alternatives in the following manner. 
q y) \} | Ethyl 2: 6-dimethyleinchomeronate is 
NM | MeN—O converted by successive treatment with 
(1) (IL) methyl iodide and moist silver oxide 
’ ; into ethyl dimethylapophyllenate, from 
which the corresponding free acid is readily obtained. If this 
reaction is applied to 3-methy] 4-ethyl 2 : 6-dimethylcinchomeronate, 
ethyl dimethylapophyllenate (identical with the product derived 
from the diethyl ester) must be obtained if the compound is a 3- 
betaine, whereas if it is a 4-betaine it must yield methyl dimethyl- 
apophyllenate (identical with the substance derived from the 
dimethyl ester). The latter is, however, exclusively produced, so 
that free 2: 6-dimethylapophyllenic acid must be regarded as a 
4-betaine, and this, by analogy, is true also for apophyllenic acid 
itself. In each case the more powerfully acidic carboxyl group 
takes part in the internal salt formation. The conception of 
apophyllenic acid as a 4-betaine is in harmony with its properties, 
except that its silver salt is converted by methyl iodide into the 
4-methyl ester of cinchomeronic acid 3-betaine. ‘The apparent 
exception may possibly be explained on the basis of Pfeiffer’s 
hypothesis (this vol., i, 720), according to which the betaines, 
like true salts, are completely ionised even in the solid state. - The 
formation of the silver salt is therefore a purely ionic reaction, and 
it is immaterial whether it is a 3- or a 4-betaine, since either would 
give initially the same ion. 

The following substances are described: Ethyl 2 : 6-dimethyl- 

cinchomeronate methiodide, yellow needles, m. p. 139°; ethyl 


2: 6- 
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9:6-dimethylapophyllenate, short, colourless needles (+H,0), 
m. p. 112°, m: p. (anhydrous) 185°; methyl 2 : 6-dimethylcincho- 
meronate methiodide, slender, yellow needles, m. p. 188—189°; 
methyl dimethylapophyllenate (trihydrate and anhydrous), colourless 
needles, decomp. about 255° after darkening at 205°; 3-methyl 
scthyl 2: 6-dimethylcinchomeronate methiodide, slender matted 
needles, m. p. 169—170° (decomp.); 2 : 6-dimethylapophyllenic acid 
(monohydrate and anhydrous), slender needles, m. p. wr ‘ 


The Mechanism of the Fischer Indole Synthesis. CEcIL 
Houtins (J. Amer. Chem. Soc., 1922, 44, 1598—1600).—The 
explanations of the Fischer synthesis advanced by Robinson and 
Robinson (T., 1918, 113, 639), Cohn (“‘ Die Carbazolgruppe,”’ 1919, 
p. 12), Bamberger and Landau (A., 1919, i, 395), and Reddelien 
(A., 1912, i, 363) are criticised. The last-named appears to be the most 
satisfactory, and its apparent failure in the case of phenylmethyl- 
hydrazones disappears if the ketone imide is supposed to react in 
its tautomeric form: NH:CR-CH,R == NH,*CR:CHR *SSMerh 


NMePh‘CR:CHR —™% CoH,<Qhp>CR. Thus modified, Red- 


delien’s theory fulfils all the conditions required : (a) an indolenine 
is the primary product where this is possible; (5) isobutyraldehyde 
and ketones of the type CHMe,*CO-R are converted into indolenines 
with extraordinary ease (due to the ready oxidisability of the 
(HMe, group); (c) the reaction succeeds with phenylmethy]l- 
hydrazones; (d) the tertiary nitrogen atom, that is, that remote 
from the benzene nucleus, is the one removed; (e) acid hydrazides 
wdergo a similar condensation to oxindoles. H. W. 


Preparation of Dihydroisoindole. JuLius von Braun and 
ANNEMARIE NELKEN (Ber., 1922, 55, [B], 2059—2063).—The 


preparation of dihydrozsoindole, CoH, <p >NH, has hitherto 


been a matter of considerable difficulty. It has been shown, 
however, by Scholtz (A., 1898, i, 567) that dixylenium bromide, 


(Hy<Gp2>N Br <C> CH, and N-xylylenepiperidinium bromide, 
2 2 
C Hope Br OE oH? CH are converted in a remarkable 
: iO CH,-NH-CH 
iai 2 NED UEs 
manner by ammonia into the compounds C,H,< CH,-NH- oH Oo 


al C.F? scone 2, respectively. Since many- 
2 


complex ring compounds is unnecessary. 
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N-Xylylenepiperidinium bromide is obtained in nearly 99% 
yield by the method of Scholtz; a greatly improved mode of 
obtaining dixylenium bromide is described. The conversion of the 
bromides into the cyclic imines has been examined in detail, as 
has also the action of heat on the latter. For the preparation of 
dihydroisoindole, however, it is preferable to neat xylylenepiper. 
idinium bromide with one and a half times its quantity of ammonia 
(25%) during twenty-four hours at 200°; fractionation of the 
product gives piperidine, dihydrotsoindole (yield 30°), and a 
complex residue. Di-o-xylyleneammonium bromide is heated with 
twice its quantity of ammonia (25%) for three to four hours at 
250°; fractional distillation of the product gives dihydroisoindole, 
b. p. 90°/14 mm., in 25% yield, di-o-xylyleneimine in 22%, yield, 
and a complex residue. 

Di-o-xylyleneimine is conveniently identified as its p-nitrobenzoyl 
derivative, m. p. 167°; dihydroisoindole gives a characteristic 
benzoate, m. p. 100°. 


N-Phenyldihydroisoindole, C,H,<CU*>NPh, is readily pre. 
yaany 64 SCH, y P 


pared from o-xylylene bromide and aniline; it is converted by 
amyl nitrite in alcoholic solution in the presence of hydrochloric 
acid into the nitroso-compound, a green powder, m. p. 286—287°, 
from which dihydroisoindole could only be obtained in small yield 
by the action of sodium hydroxide or sodium hydrogen sulphite. 
H. W. 


Some New Derivatives of 2-Methylquinoline. K. Lucius 
McCuuskry (J. Amer. Chem. Soc., 1922, 44, 1573—1577)— 
4-Hydroxy-2-methylquinoline oxide, described recently by Gabriel 

OH OH ae eo ‘. yt hr 
UNIX —- LX as been obtained independently by 


oe | -_ a — —— method, = 

3 -Uf, several of its derivatives are de- 

V4 ¥ V4 NN. oH scribed. The isolation of a di- 

1 benzoyl derivative of the compound 

O necessitates a partial modification 

of the structure previously assigned to it, the most probable 

suggestion being that it is an equilibrium mixture (annexed 
formule). 

Ethyl o-nitrobenzoylacetoacetate is reduced by stannous chloride 
and hydrogen chloride in glacial acetic acid solution to ethyl 
4-hydroxy-2-methylquinoline-3-carboxylate oxide, a colourless, crys- 
talline substance, m. p. 174° [platinichloride, m. p. 203° (decomp.)]. 
It is hydrolysed by alkali hydroxide to 4-hydroxy-2-methylquinoline- 
3-carboxylic acid oxide, decomp. 209°, which passes by loss of 
carbon dioxide into 4-hydroxy-2-methylquinoline oxide, m. p. 247° 
(decomp.) after softening at 245° (platinichloride, m. p. 229—230° 
after darkening at about 200°; picrate, m. p. 171°; monobenzoy! 
derivative, m. p. 236°; dibenzoyl derivative, prepared by the action 
of benzoyl] chloride and benzene on an alkaline solution of 4-hydroxy- 
2-methylquinoline oxide, a colourless, crystalline substance, m. Pp. 


~ 
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(71°). 4-Hydroxy-2-methylquinoline oxide is reduced by zine 
dust and hydrochloric acid to 4-hydroxy-2-methylquinoline. 


o-Nitrobenzoylacetone is reduced in a similar manner to 4-hydr- 
oxy-2-methylquinoline oxide. H. W 


2:8-Tetramethyldiaminoacridine. KisHor: Lat MoupGILu 


Bi (r,, 1922, 121, 1506—1509). 


The Reaction of o-Halogenated Ketones with Feebly Basic 
Amines and Synthesis of Derivatives of ms-Phenylacridine. 
Fritz Mayer and WALTER FREUND [with Kaspar Prarr and 
HerMANN WERNECKE] (Ber., 1922, 55, [B], 2049—2058).—The 
condensation of o-chlorobenzaldehyde with feebly basic amines 
has been described in a series of communications by Mayer and 
his co-workers (A., 1916, i, 843; 1918, i, 36; 1921, i, 175). The 
experiments have now been extended to o-halogenated ketones. 
Reaction occurs in accordance with the scheme: R’*CO-C,H,Cl+- 
NH,R — R’-CO-C,H,NHR-+HCI. o-Nitroamines of the benzene 
series, 2-nitro-«-naphthylamine, and anthraquinone derivatives which 
contain the amino-group in the «-position may be used. R’ may 
be the methyl or phenyl group; in the latter case, ring closure 
may be effected with production of derivatives of ms-phenylacridine. 
Full directions are given for the preparation of o-chlorobenzo- 
phenone (cf. Overton, A., 1893, i, 208; Graebe and Keller, A., 
1899, i, 703) and o-bromobenzophenone. 4-Chloro-3-acetyltoluene 
(cf. Claus, A., 1891, 1222; 1892, 985) has b. p. 239—240°; it 
yields an oxime, m. p. 100—101° (Claus, m. p. 94°), and condensation 
products with p-chlorobenzaldehyde and anisaldehyde, m. p. 105— 
106° and 83—84°, respectively. The action of acetyl chloride on 
p-bromotoluene gives a ketone, b. p. 257—258° [oxime, m. p. 112— 
114° (Claus, m. p. 109°); semicarbazone, m. p. 224°; p-nitrophenyl- 
hydrazone, m. p. 173°], whereas o-bromotoluene yields a ketone, 
b. p. 262—264°/760 mm., 132—137°/12 mm. (oxime, m. p. 104°, 
semicarbazone, m. p. 224°, p-nitrophenylhydrazone, m. p. 203°); 
the semicarbazones of the two compounds are identical, whereas 
the oximes and p-nitrophenylhydrazones differ from one another. 
An unexplained abnormality in the course of the Friedel-Crafts’ 
reaction is therefore indicated, but since the imino-ketones derived 
from the two ketones are identical, it follows, at any rate, that 
each contains 3-bromo-4-acetyltoluene. Benzoylation of p-bromo- 
toluene gives a ketone, b. p. 204°/12—13 mm. (oxime, m. p. 1438— 
145°, and also a variety, m. p. 100°; semicarbazone, m. p. 168—172° 
after softening at 156°). o-Bromotoluene yields a ketone, b. p. 
206°/15—16 mm. (oxime, m. p. 143—145°, and a variety, m. p. 799— 
80°, which is possibly not homogeneous; semicarbazone, m. p. 
168—172° after softening at 164°). In this instance, the semi- 
carbazones and oximes appear to be identical. It is possible that 
the ketones exist in stereoisomeric forms, but the greater probability 
appears to be that they are mixtures. Oxidation of either di- 
brominated ketone gives p-benzoylbenzoic acid. 

The imino-ketones are generally prepared by heating a solution 
of the halogenated ketone and the requisite base in naphthalene 
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or nitrobenzene at 220° with dry sodium carbonate and a littl. 
copper powder. The acridines are obtained by heating the imino. 
ketones with concentrated sulphuric acid on the water-bath. 

The following substances are derived from o-chlorobenzophenone: 
with o-nitroaniline, 1-nitro-5-phenylacridine, brownish-yellow leatflets, 
m. p. 218°; with 2: 4-dinitroaniline, 0-2’ : 4’-dinitroanilinobenzoylbenz. 
ene, CgH,(NO,)o*NH:°C,H,*COPh, yellow needles, m. p. 161—162°; 
1 : 3-diniiro-5-phenylacridine, m. p. 240°; with 3-nitro-p-toluidine, 
0-2’-nitro-p'-toluidinobenzoylbenzene, golden-yellow needles, m. p, 
125—126°, and 1-nitro-5-phenyl-3-methylacridine, yellow needles, 
m. p. 202° (l-amino-5-phenyl-3-methylacridine, brown crystals) ; 
with 4-chloro-o-nitroaniline, 0-2’ : 4’-chloronitroanilinobenzoylbenzene, 
brownish-yellow needles, m. p. 124—125°, and 3-chloro-1-nitro.5. 
phenylacridine, golden-yellow needles, m. p. 251—252°; with 
2-nitro-«-naphthylamine, 0-2’-nitro-«-naphthylaminobenzoylbenzene, 
pale yellow needles, m. p. 273° (this is the only derivative of naph- 
thalene which could be caused to react); with 1-aminoanthra. 
quinone, o-anthraquinonyl-1'-aminobenzoylbenzene, brown crystals, 
m. p. 146° (also prepared from o-aminobenzophenone and 1-chloro- 

co anthraquinone) and anthraquinone-2 : 1-ms- 

VA” phenylacridine (annexed formula), yellowish- 
( brown crystals, m. p. 273—274° (the sulphonic 

acid and a mononitro-derivative, reddish- 

/ "4 # a brown crystals, m. p. 284—285°, are de- 

"a J scribed); from 1-amino-2-methylanthra- 

% quinone, 0-2’-methylanthraquinonyl-1'-amino- 

? benzoylbenzene, dark red crystals, m. p. 

173°; with 1 : 5-diaminoanthraquinone, bis- 

2’-benzoylanilino-1 : 5-anthraquinone, C,,H,O,(NH-C,H,-COPh),, 

dark red crystals, m. p. 248°, and anthraquinone-2 : 1:6: 5- 

di-ms-phenylacridine, bluish-black crystals; with 1-nitro-2-amino- 

anthraquinone, 1-nitroanthraquinone-3 : 2-ms-phenylacridine, a pale 
brown powder. 

o-Aminobenzophenone gives 5-phenylacridine, m. p. 179—180°, 
with iodobenzene ; 5-phenyl-2 : 1-benzoacridine, yellow needles, m. p. 
(indefinite) 129°, with «-bromonaphthalene; and 5-pheny]l-4 : 3- 
benzoacridine, m. p. 198°, with 8-bromonaphthalene. 

The following compounds are derived from 4-chloro-3-acetyl- 
toluene: with 2: 4-dinitroaniline, 0-2’ : 4’-dinitroanilino-5-methyl- 
acetophenone, orange-coloured leaflets, m. p. 177—178°; with 
1-aminoanthraquinone, o-anthraquinonyl-1'-amino-5-methylaceto- 
phenone, black needles, m. p. 209—210°; with 1-amino-4-hydroxy- 
anthraquinone, o0-4’-hydroxyanthraquinonyl-1'-amino-5-methylaceto- 
phenone, blackish-violet needles, m. p. 2837—238°. 

The action of 2 ; 4-dinitroaniline on acetylated o- and p-bromo- 
toluene gives 0-2’ : 4’-dinitroanilino-p-methylacetophenone, brownish- 
yellow, lustrous leaflets (m. p. 236° and 240°, respectively, mixed 
m. p. 237°). 

Benzoylated o- and y-bromotoluenes are transformed by 2: 4-di- 
nitroaniline into 0-2’ : 4’-dinitroanilino-p-methylbenzophenone, orange- 
coloured needles or leaflets (m. p. 143° and 141—142°, respectively, 
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n.p. of mixture, 142—143°), from which 7 : 9-dinitro-5-phenyl-3-methyl 
uridine, pale yellow crystals, m. p. 273°, is derived. With 3-nitro- 
ptoluidine they give o-2’-nitro-4'-methylanilino-p-methylbenzophen- 
me, reddish-yellow crystals, m. p. 133°5°, which is converted into 
).nitro-5-phenyl-2 : 7-dimethylacridine, a pale yellow, microcrystalline 

wder, decomp. 241°. 

9-Chloro-5-methylbenzophenone is transformed by 2 : 4-dinitro- 
miline into 0-2’ : 4’-dinitroanilino-5-methylbenzophenone, yellow 
needles, m. p. 136—137°. 7 : 9-Dinitro-5-phenyl-3-methylacridine 
aystallises in needles, m. p. 285—287°; the corresponding diamino- 
compound forms reddish-brown needles, m. p. 151°. H. 


Preparation of Ring Ketones of the Quinoline Series. 
FARBWERKE VoORM. MetstER, Lucius, & Brinine (D.R.-P. 343322 ; 
fom Chem. Zentr., 1922, ii, 146—147).—Ring ketones of the 
quinoline series are prepared by the action of sulphuric acid on 
derivatives of 3-phenylquinoline-4-carboxylic acid, which thereby 

pass into ring ketones of the general formula 

00—/ (annexed). 2-Hydroxy-3-phenylquinoline-4-carb- 
oxylic acid when heated with concentrated sulphuric 

fy \/ NS po for two hours at 100° yields a ring ketone 
| in the form of orange-red crystals, m. p. much 

/ SY above 300°: it may be sublimed at higher tem- 

peratures. 2-Hydroxy-3-phenylquinoline-4-carb- 
orylic acid is obtained by condensation, in the presence of alkali, of 
isatin with phenylacetyl chloride or anhydride, phenylacetyl-y-isatin 
being formed as an intermediate product. It forms light yellow 
needles which decompose on melting. 2 : 3-Diphenylquinoline-4- 
carboxylic acid gives similarly a yellow ring ketone. G. W.R. 


Preparation of Diaminodinaphthyl- and Dinaphthacarb- 
azole-sulphonic Acids. Katte & Co., Axkt.-Ges. (D.R.-P. 
343149; from Chem. Zentr., 1922, ii, 144).—1:1'- or 2: 2’-Azo- 
naphthalenesulphonic acids are treated with acid or alkaline re- 
ducing agents. For example, 1: 1’-azonaphthalene-5 : 5’-disul- 
phonic acid by reduction with tin and hydrochloric acid gives 
1: 1'-diamino-2’ : 2-dinaphthyl-5 : 5’-disulphonic acid. It forms 
colourless needles and gives a yellow diazo-compound with nitrous 
acid. By the action of sodium amalgam in weak alkaline solution, 
1: 1'-diamino-2 : 2’-dinaphthyl is formed, which by heating with 
hydrochloric acid readily gives dinaphthaimine [di-«8-naphthacarb- 
azole]. On heating the acid with hydrochloric acid at 140°, ammonia 
is eliminated. 1 : 1’-Azonaphthalene-4 : 4’-disulphonic acid gives, 
by reduction with a hot alkaline sodium thiosulphate, an acid crystal- 
lising in fine needles which cannot be diazotised, and on heating 
with mineral acids at 130° gives di-«§-naphthacarbazole. It is 
therefore supposed to be di-«$-naphthacarbazole-5 : 8-disulphonic 
aid. The reduction product from 2 : 2’-azonaphthalene-7 : 7’-di- 
sulphonic acid crystallises in compact, colourless needles and gives 
with nitrous acid a yellow tetra-azo-compound. On heating with 
mineral acids at 130°, the 2: 2’-diamino-1 : 1’-dinaphthyl-7 : 7'- 
disulphonic acid gives di-®«-naphthacarbazole with intermediate 

hh2 
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formation of di-f«-naphthacarbazole-2 : 12-disulphonic acid. The 
products are used in the preparation of colouring matters. 


G. W. R. 


A New Mode of Formation of Thiazole Derivatives of 
the Anthraquinone Series. Epuarp Koprrtscuni and Herm 
WIESLER (Monatsh., 1922, 43, 81—87).—When heated with aqueous 
or alcoholic ammonia, 2-amino-1l-thiolanthraquinone is converted 
into 2-aminoanthraquino-1-thiazole (cf. Gattermann, A., 1912, 
i, 1004), which forms microscopic needles, m. p. 285° (not sharp), 
and gives an acetyl derivative, which forms olive-yellow needles, 
m. p. 294°. Oxygen must enter at some stage in the formation 
of the thiazole, and it is probable that the first step consists in 
the oxidation of the mercaptan to 2 : 2’-diaminodianthraquinone 
1 : 1’-disulphide, since this substance also is converted into the 
thiazole on treatment with ammonia. Dianthraquinonyl] 1 : 1’-di- 
sulphide behaves similarly, giving the thiazole previously obtained 
by Gattermann (loc. cit.). 3: 3’-Dichloro-2 : 2’-diaminoanthra- 
quinone 1: 1’-disulphide yields 3-chloro-2-aminoanthraquino-|-thi- 
azole, blue needles, m. p. 322—-324° (decomp.), which, in contrast 
with 2-aminoanthraquino-1-thiazole, is sulphonated with difficulty. 

C. K. 1. 


Thiazoles. II. 1-p-Tolybenzothiazole, Dehydrothio-p- 
toluidine and some Related Compounds. Marston Tay.or 
Bogert and Martin Mryer (J. Amer. Chem. Soc., 1922, 44, 


1568—1572).—1-p-Tolylbenzothiazole, CpH,<S>C-C,H,Me, colour- 


less needles, m. p. 85° (corr.), is prepared in 60—75% yield by 
the oxidation of thio-p-toluanilide, m. p. 142° (corr.), by aqueous 
potassium ferricyanide; it cannot be obtained satisfactorily by 
fusing p-toluanilide with sulphur in the presence or absence of 
naphthalene. It is practically odourless when dry (in striking 
contrast to the corresponding phenyl derivative), but has a faint 
odour of roses when moistened with alcohol. Itis converted by nitric 
and sulphuric acids into the mononitro-derivative, NO,*C,,H,)NS, 
pale, cream-coloured needles, m. p. 219°5° (corr.), which is reduced 
by zine or tin and hydrochloric acid to the amino-compound, 
NH,°C,,H, NS, pale brown crystals, m. p. 229° (corr.). The 
diazotised amine couples on the fibre with a considerable variety of 
the commoner azo-couplers, and thus yields mono- and _ bis-azo- 
dyes which compare very favourably with the corresponding dyes 
from the isomeric dehydrothio-p-toluidine in fastness to light, to 
soaping, to bleaching, etc., and are in some case superior in tinctorial 
power. 1-p-Tolylbenzothiazole is oxidised by potassium perman- 
ganate in neutral or alkaline solution to (?) benzothiazolyl-1-p-benzoie 
acid, microscopic, colourless needles, which darken but do not 
melt at 270°. 

Diazotised primuline couples on the fibre with benzoylenecarb- 
amide, giving a product which dyes unmordanted cotton a direct 
yellowish-brown of good fastness to acids, alkalis, or bleach, but 
quite fugitive to daylight. 
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Dehydrothio - p - toluidine [1 - p - aminopheny] -5- methylbenzothi - 
azole] is readily converted into the corresponding benzylidene deriv- 


ative, CyH,Me<Q>C-C,H,-N:CHPh, almost colourless, glisten- 


ing leaflets, m. p. a” —, Fhe gage gage 
e-N:CH-C,H,NO,, ale ellow 
Me a ae needles, m. p. 123° (oorr.), poe as be 
a converted into dehydrothio-p-toluidine b 
“af ANZ fusion with sulphur. The conversion of 
dehydrothio-p-toluidine into the corres- 
ponding atophan could not be effected. 
6-(5-Methylbenzothiazolyl)quinoline, microscopic, pale brown crys- 
tals, m. p. 147° (corr.), is prepared by the action of concentrated 
sulphuric acid, glycerol, and arsenic acid on dehydrothio-p-toluidine. 
(See also Chem. News, 1922, 124, 319—323, 328—330, 344—346, 
360—361, 376—381, 391—395; 125, 2—5, 19—22.) H. W. 


The Iron Salts of Dipyrrylphenylmethane Dyes and Tri- 
phenylpyrrylmethane. II. Diphenylpyrrylcarbinol and its 
Derivatives. Hans FiscuEer and Marta KAAn (Z. physiol. Chem., 
1922, 120, 267—276; cf. this vol., i, 276).—Ethyl 2 : 4-dimethy]l- 
pyrrole-3 : 5-dicarboxylate reacts with magnesium phenyl bromide 
in ethereal solution to form 3-carbethoxy-2 : 4-dimethylpyrryldi- 
phenylearbinol, OH-CPh,(C,NHMe,°CO,Et), pure white, long, blunt 
needles, m. p. 156°, easily soluble in the usual organic solvents. It 
forms an orange picrate, C,.H,,0,N,C,H,O0,Ns;, m. p. 181° (decomp.), 
which is apparently really the picrate of the dye, Cy,H,,O.N, fine, 
yellow needles, m. p. 178°, formed from the carbinol on boiling 
with acetic acid. This compound, however, which presumably 
has the formula See CMC COEt: forms no picrate directly. 

' CMe 
The carbinol can be reduced catalytically with hydrogen and 
platinum to form  3-carbethoxy-2 : 4-dimethylpyrryldiphenyl- 
methane, m. p. 138°. The constitution of this compound is proved 
by the fact that it is obtained from diphenylearbinol and ethyl 
2:4-dimethylpyrrole-3-carboxylate on boiling in acetic acid. 
Ethyl 2 : 3 : 5-trimethylpyrrole-4-carboxylate does not react with 
magnesium phenyl bromide. 

p-Anisyl-bis(3-carbethoxy-2 : 4-dimethylpyrryl)methane, formed 
from the condensation of anisaldehyde and ethyl 2 : 4-dimethyl- 
pyrrole-3-carboxylate, melts at 170° [cf. Feist, A., 1902, i, 491]. 
From terephthalaldehyde and ethy] 2: 5-dimethyl-3-pyrrolecarboxy]- 
ate, p-bis(3-carbethoxy-2 : 5-dimethylpyrryl)-methylbenzaldehyde is ob- 
tained, m. p. 202°5° (hydrazone, CoH3,0,N,). W. O. K. 


2:2’-86-Naphthindigotin. Hans Epvuarp fFierz and 
RicHaRD ToBLER (Helv. Chim. Acta, 1922, 5, 557—560).—2 : 2-B- 
Naphthindigotin was .prepared by the usual series of reactions for 
comparison with other dyes of the naphthindigotin series. It was 
found that 3-hydroxy-$-naphthoic acid could be converted into 
3-amino-@-naphthoic acid in good yield by heating with ammonium 
chloride and zinc chloride ammoniate in a current of ammonia at 
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180—190°. The presence of zine oxychloride induces side reactions 
with formation of $-naphthylamine and dinaphthacridone. The 
aminonaphthoic acid is converted quantitatively into the corre. 
sponding glycine by condensing with chloroacetic acid. {-Naph. 
thylglycine-3-carboxylic acid, CO,H-CH,"NH:C, )H,°CO,H, crystallises 
from alcohol in groups of yellow needles, m. p. 240°. The hygro. 
scopic sodium salt crystallises from concentrated solution in yellowish. 


brown needles. Very poor 
rt . ¥ ao Y NH. /\/ yields of the naphthindigotin 


ai Naty are obtained from the glycine 
ins lin lla CO“*N/ by any of the usual methods: 
2 : 2’-88-naphthindigotin (annexed formula) crystallises from nitro. 
benzene in nearly black tablets. When brominated, it takes up 
three atoms of bromine, but the resulting dye is not fast to chlorine 
[cf. J. Soc. Chem. Ind., 1922, 41, 625a.}. E. H. R. 


Attempts to Prepare peri-Naphthindigotin, and the 
Behaviour of Azo-dyes from Naphthylglycines. Hans 
EpvarpD Frerz and RicHarp SaLttMANnn (Helv. Chim. Acta, 1922, 
5, 560—566).—Attempts to prepare a peri-naphthindigotin from 
a-naphthylglycine-8-carboxylic acid were unsuccessful, owing to 
the instability of the naphthylglycines, which is reflected in the 
ease with which azo-dyes prepared from them are decomposed. 
In the preparation of naphthastyril from naphthalimide by oxidation 
with sodium hypochlorite, the maximum yield obtained was 50%. 
By condensation of naphthastyril with chloroacetic acid, naphtha- 
styrylacetic acid, m. p. 256°, was obtained, which by boiling with 
sodium ethoxide was converted into disodium «a-naphthylglycine- 
8-carboxylate, a white powder. «-Naphthylglycine-8-sulphonic acid 
was prepared by condensing «-naphthylamine-8-sulphonic acid 
with chloroacetic acid, and forms colourless needles containing 
1H,O0. «-Naphthylglycine-4-sulphonic acid has a yellow colour, and 
crystallises with 1H,O; in alkaline solution, it shows a strong 
blue fluorescence. «-Naphthylglycine-5-sulphonic acid crystallises 
in anhydrous, colourless leaflets or needles, and shows a green 
fluorescence in alkaline solution. §-Naphthylglycine-1-sulphonic acid 
crystallises with 2H,O in colourless, fan-shaped aggregates of 
needles. The azo-dyes from all these naphthylglycinesulphonic 
acids are decomposed by boiling water. The «-4-acid does not 
couple readily with diazo-compounds; with diazobenzene in alkaline 
solution it forms a crystalline additive compound. The decom- 
position of azo-dyes derived from 8-naphthylglycine ethyl ester was 
studied particularly. Benzeneazo-B-naphthylglycine ethyl ester, 
C.9H,,0,N3, forms bright red needles, m. p. 135°. p-Nitrobenzene- 
azo-8-naphthylglycine ethyl ester, Cy9H,.0,N,, forms brown or bronze 
needles, decomposing at 156°; in glacial acetic acid it gives a 
violet colour and in sulphuric acid cherry-red. From the décom- 
position products of the latter when boiled with acetic acid were 
isolated the following: ethyl 2-p-nitrophenyldihydro-1 : 2 : 4-iso- 
oH, Hh gent we m, p. 210°, 
H:CH:-C-N-CH-CO,Et 
naphthiminazole, and p-nitroaniline. E. H. R. 


naphthatriazine-3-carboxylate, ‘ 
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actions § Decompositions Occurring in the Acylation of 5: 5-Di- 

The phenyltetrahydro-4-glyoxalone. Henrich Butz, Kari 
Corre. #SgypeL, and Epira HAMBURGER-GLAZER (Annalen, 1922, 428, 
N aph. 198—243).—Following previous work, the authors describe a 
tallises M detailed study of the acetylation and formylation products of 
hygro. 5;5-diphenyltetrahydro-4-glyoxalone (A., 1912, i, 909), and con- 
OWish- H dude that dicyclic substances are thus produced. For instance, 
. os the reaction with acetyl chloride takes the following course : 
1gotin 
lycine @ (Phy"NH CPh,*NAc:CH,°OH CPh,:N(CH,°OH) ' 
Rods; W(O—NH> 83. CONHAc || —> CO————-NAc7 (0H) CH 
nitro. CPh,— N—CH CPh,—_N—CH 

—> {2 foe i. 2 2 (IL. 

dh conacémed °? > Gonnedmed © 
R, {the product (I) on hydrolysis loses an acetyl group, giving (II), 

the § vith which the decompositions described below were carried out. 
Hans § 5: 5-Diphenyl-1 : 2-dimethyltetrahydro-4-glyoxalone-\' : 2-oxide (IT), 
1999 @ tablets, m. p. 204—205°, on acetylation, gives the 3-acetyl derivative 
from § ()), m. p. 203—204°, from which it was originally obtained, and on 
g to benzoylation, yields a 3-benzoyl derivative, needles, m. p. 172°, which 
: the @ ™ hydrolysis gives back the original oxide. On condensation with 
osed. § phenylcarbimide, the oxide gives a substance, Co4H»,03Nz, m. p. 210°, 
ation and on methylation with methyl sulphate it yields a 3-methyl deriv- 
50%), ative, m. p. 177°, from which the methyl group is not removed by 
tha. §@ Zeisel’s method. That the replaceable imino-hydrogen atom 
with § Which takes part in these reactions is in position 3 is proved by 
cine. | the oxidation of the methyl derivative to 5 : 5-diphenyl-3-methyl- 
acid § tydantoin by means of chromic oxide and acetic acid, and by its 
acid @ hydrolytic fission, on fusion with potassium hydroxide, to diphenyl- 
ning § wethyiamine, methylamine, and carbon dioxide. The oxide (II) 
and @ itself gives 5 : 5-diphenylhydantoin on oxidation by permanganate, 
ong § “ud on reduction by means of hydriodic acid yields diphenylacet- 
lises 4 amide and an isomeric (or polymeric) substance, m. p. 252°, the 
een § Constitution of which is not clear. 
acid Recognition of the 2-methyl group was effected through a study 

of | of 4: 4-diphenyl-2-methyl-4 : 5-dihydro-5-glyoxalone, m. p. 228— 
nic § 229°, which is obtained from the oxide (II), along with diphenyl- 
not § lydantoin, by cautious oxidation by alkaline permanganate. This 
line 4 substance is amphoteric (hydrochloride, m. p. 280°, decomp.), and on 
m- § further oxidation with chromic oxide and acetic acid gives dipheny]- 
vas | hydantoin; it yields a 1l-acetyl derivative, monoclinic crystals, 
er, | ™.p. 149—150°, which on hydrolysis loses its acetyl group, reforming 
ne- | the original dihydroglyoxalone, and a 1-methyl derivative, m. p. 


171—172° (sinters at 169°), which on oxidation by chromic oxide 
and acetic acid yields 5 : 5-diphenyl-3-methylhydantoin. On reduc- 
tion by sodium amalgam or sodium and alcohol, the dihydro- 
glyoxalone is converted into 5 : 5-diphenyl-2-methyltetrahydro-4- 
glyoxalone, prisms, m. p. 180—181° (perchlorate, leaflets, m. p. 235°, 
decomp.), which, on oxidation by permanganate again yields the 
dihydroglyoxalone, and on acetylation yields a 1 : 3-diacetyl 
derivative, m. p. 195°, hydrolysable to the original tetrahydro- 
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glyoxalone. The formation of this compound is clear proof that 


the methyl group must be in the 2-position, whence the orientation 


of the original dihydroglyoxalone and of its parent oxide follows, 
On oxidation by alkaline permanganate at the ordinary temperature 
the above dihydroglyoxalone is converted into 4 : 4-diphenyl-4 : 5. 
dihydro-5-glyoxalone-2-carboxylic acid, which on heating begins to 
decompose at about 65—66°, giving 4 : 4-diphenyl-4 : 5-dihydro.}. 
glyoxalone (loc. cit.). 

In the previous paper it was noted that a _ by-product, 
C,,H,,0,N., m. p. 224—225°, was obtained when the diphenyl. 
dihydroglyoxalone was acetylated (Annalen, 1912, 391, 225). It 
is now evident that this substance is 3-formyl-1-acetyl-2-hydrowy. 
5 : 5-diphenyl-2-methyltetrahydro-4-glyoxalone, and that it is formed 
as a result of a preliminary ring-fission as with the oxides described 
in this paper. Confirmation is found in the fact that the substance 
yields 4 : 4-diphenyl-2-methyl-4 : 5-dihydro-5-glyoxalone on hydro. 
lysis. 

The action of formic acid on 5: 5-diphenyltetrahydro-4-gly. 
oxalone gives rise to 5: 5-diphenyl-1-methyltetrahydro-4-glyoxalone 
1’ : 2-oxide, which forms glistening, hexagonal leaflets, m. p. 260°. 
The substance is hydrolysed by hydrobromic or hydriodic acid to 
the original tetrahydroglyoxalone, and is oxidised by alkaline 
permanganate to 5: 5-diphenylhydantoin. Its 3-acetyl derivative, 
m. p. 127°, and 3-benzoyl derivative, m. p. 176°, are each hydro- 
lysable to the original oxide, whilst the 3-methyl derivative, m. p. 
146°, obtained with the aid of methyl sulphate, is oxidised by 
permanganate or chromic acid to 5 : 5-dipheny]-3-methylhydantoin, 
and is hydrolysed by hydrobromic acid to 5 : 5-diphenyl-3-methyl- 
tetrahydro-4-glyoxalone, which forms hexagonal prisms, m. p. 90°. 

The action of formic acid on 5 : 5-diphenyl-2-methyltetrahydro-4- 
glyoxalone gives rise to 5 : 5-diphenyl-1-ethyltetrahydro-4-glyoxalone 
1’ : 2-ovide, small needles, m. p. 256°, which on oxidation by 
chromic oxide in acetic acid gives 5: 5-diphenylhydantoin, and, 
on hydrolysis by means of hydrobromice acid, yields 5 : 5-dipheny!- 
2-methyltetrahydro-4-glyoxalone. 

4 : 4-Diphenyl-1-methyl-4 : 5-dihydro-5-glyoxalone on oxidation 
with chromic acid gives 5 : 5-diphenyl-3-methylhydantoin, and on 
reduction yields 5: 5-diphenyl-3-methyltetrahydro-4-glyoxalone, 
which, on oxidation, gives the same hydantoin. In view of these 
facts and others recorded above, the constitutions previously 
assigned (loc. cit.) to 4 : 4-diphenyl-4 : 5-dihydro-5-glyoxalone must 
be revised in the sense indicated by the name now employed. The 
substance was previously regarded as 5 : 5-diphenyl-4 : 5-dihydro- 
4-glyoxalone by reason of its fission by alkalis to “ methylamino- 
diphenylacetic acid,’’ but it is now held that the constitution of 
this substance is uncertain, since attempts to synthesise it ‘have 
not yet been successful. CG, &. §. 


Preparation of isoPropylallylbarbituric Acid. F. Horr- 
MANN-LA Rocue & Co. (Brit. Pat. 181247).—isoPropylallylbarbit- 
uric acid is obtained in 80°% yield by the action of allyl bromide 


ORGANIC CHEMISTRY. i. 873 


(130 parts) on a solution of isopropylbarbituric acid (170 parts) 


wt in 500 parts of water and 135 parts of 30% sodium hydroxide at 
follows, 4 for twelve hours. The product is collected and crystallised 
erature tom dilute alcohol. It is sparingly soluble in water, readily 
1-4 +5, soluble in alcohol and ether, and melts at 137—138°. G. F. M. 
a ‘of The Methylalkylpyridazinonecarboxylic Esters. H. GavuLt 
ates ad T. Satomon (Compt. rend., 1922, 175, 274—277).—EHthyl 
oduct 3.methyl-6-pyridazinone-5-carboxylate is obtained by the reaction 
heny], git the cold of equimolecular proportions of hydrazine hydrate 
y- and ethyl acetonylmalonate in absolute alcoholic solution. It is 


6 a a crystalline substance soluble in water, m. p. 76—77°. The 
ses “A lydrazide of the corresponding acid is obtained if 2 mols. of hydr- 
cribed aine are used in the above reaction. It is a white substance, 
stance | 2:_P- 153°. The above ester readily gives a sodium derivative 
ydro which condenses with alkyl iodides to give 3-methyl-5-alkylpyrid- 
" B ainonecarboxylic esters. Ethyl 3-methyl-5-ethylpyridazinone-5-carb- 
L-oly. q %ylate prepared in this way melts at 72°. On hydrolysis with 
ey: 10% sodium hydroxide in the cold, it gives the corresponding acid, 


ny m. p. 130°, which on heating loses carbon dioxide, giving the 
id to methylalkylpyridazinone. 3-Methyl-6-pyridazinone melts at 94°, 
caline § a4 both it and its alkyl derivatives on treatment with dilute 
tive, mineral acid are converted into «-alkyl-levulic acids. G. F. M. 


age Spirans. X. Proof of the Peculiar Spiran Asymmetry 
ik ' § by the Preparation of an Optically Active Spiran. HERMANN 
a 4 Leucus, Eva Conrap, and Hans von Kartrinszky (Ber., 1922, 
7 98, [B], 2131—2139).—Although bishydrocarbostyril-3 : 3’-spiran, 
r’. 0H, ata <a OM, (this vol., i, 471), does not 
contain an asymmetric carbon atom, it does not possess a plane 


" of symmetry, since the planes of the two rings are at right angles 
Y i to one another and it should therefore exist in two enantiomorphous, 


— optically active forms. The spiran itself is neutral in character 
Y" fad scarcely suitable for experimental resolution. The com- 
r munication is devoted to a description of compounds prepared 
101 TF for th f introducing basic or acidic substituents int 
on 4 ot the purpose of introducing basic or acidic substituents into 


the molecule and of the resolution of a disulphonic acid into its 

‘ese | °Ptically active forms. 

sly Di-p-bromodihydrocarbostyril-3 : 3’-spiran, colourless, hexagonal 
leaflets which do not melt below 300°, is prepared by the action 

of bromine on the parent spiran in boiling glacial acetic acid 


= solution. Di-op-dichlorodihydrocarbostyril-3 : 3'-spiran crystallises in 
no. | °lourless, hexagonal leaflets which are unchanged at 290°. Di-p- 
of | Mrodihydrocarbostyril-3 : 3'-spiran, from the spiran and concentrated 
ve | lltric acid at 70°, forms yellow leaflets which do not melt below 


290°, whereas di-op-dinitrodihydrocarbostyril-3 : 3’-spiran, from the 
spiran and nitric and sulphuric acids at 0°, crystallises in pale 
F- yellow needles which darken without melting above 280°. bis- 
it- § tihydrocarbostyril-3 : 3'-spiran-6 : 6’-disulphonic acid, colourless, 
de | quadratic plates (+-aq), m. p. 105—115° after ees 80°, 


' 
if 
i 


ee eee 
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re-solidification at 140—150°, and decomp. about 260° after becom. 
ing yellow at 220°, is prepared by the action of cold concentrated 
sulphuric acid on the spiran; the corresponding barium salt, 
C,,H,,0,N,S,Ba,8H,O, is described. The acid is resolved by 
quinine in methyl alcoholic solution ; from the product the quinine 
salt of the l-acid separates first. 1-Bisdihydrocarbostyril-3 : 3’. 
spiran-6 : 6’-disulphonic acid crystallises in needles (+6H,0), 
m. p. 230—235° (decomp.) after softening at 200°; [«]} —233-8° 
in aqueous solution; the corresponding barium salt (-+6H,0) 
has [«]ii} —189-6° in water. Barium d-bisdthydrocarbostyril-3 : 3’. 
spiran-6 : 6’-disulphonate has [a]j* +192-2° (+2-6°) in aqueous 
solution. H. W. 


Brominated isoCyanines. KisHorr Lat Movupeu. (I, 
1922, 121, 1509—1511). 


The Action of Hydroxylamine and of Hydrazine on the 
Aryl Monothioamides of Ethyl Acetylmalonate. Davin E. 
WorRALL (J. Amer. Chem. Soc., 1922, 44, 1551—1557).—The 
additive compounds of ethyl acetylmalonate and phenyl-, p-bromo- 
phenyl-, and p-tolyl-thiocarbimides react with hydroxylamine and 
hydrazine to form, respectively, isooxazoles and pyrazoles. 

3-Anilino-5-ketoisooxazole, ~— 7 slender, cream- 
coloured needles, m. p. 186° (decomp.) when rapidly heated (it 
darkens above 165° and is changed completely to a black tar at 
180° when heated), is prepared by the action of two equivalent 
proportions of hydroxylamine on ethyl acetylmalonatemonothio- 
anilide in boiling alcoholic solution. It forms a sodiwm salt and 
a hydrochloride, m. p. 135° (gas evolution). It is converted by nitrous 
acid into 3-anilino-4-oximino-5-ketoisooxazole, slender, scarlet needles 
which deflagrate at 149°. With benzenediazonium chloride, it 
yields 4-benzeneazo-3-anilino-5-ketoisooxazole, yellow needles, m. p. 
195—197° (decomp.). Benzaldehyde converts it into 4-benzylidene- 
3-anilino-5-ketoisooxazole, orange-coloured needles, m. p. 170—171’. 
The isooxazole is converted by acetic anhydride into the 2(or 5)- 
acetyl derivative, colourless plates or flattened needles, m. p. 
145—146°, and by benzoyl chloride and sodium hydroxide into 
the benzoyl compound, colourless, lustrous needles, m. p. 157— 
158°. 

Ethyl acetylmalonatemonothioanilide is transformed by two 
equivalent proportions of hydrazine into 3-anilino-5-ketopyrazole, 
NH<y iin minute, colourless plates, decomp. 255—256°. 
Its sodium salt, hydrochloride, benzoyl derivative, and acetyl. com- 
pound, needles, m. p. 101°, are described. The oximino-derivative 
crystallises in brilliant, red needles. With benzenediazonium 
chloride, it gives an azo-compound, maroon-coloured, irregular 
plates, decomp. 211—212°. 
3-p-Toluidino-5-ketoisooxazole forms diamond-shaped, pale yellow 
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erystals which blacken and foam at 155—156° after darkening 
above 145°; the sodiwm salt, hydrochloride, oximino-derivative, 
orange-coloured needles, decomp. 142°, and acetyl compound, 
colourless, slender needles, m. p. 149—150°, are described. 

3-p-Toluidino-5-ketopyrazole crystallises in small, glistening, 
square plates, decomp. 246—247°; the hydrochloride, lustrous 
plates, m. p. 72—73°, and acetyl compound, m. p. 178—179° after 
softening, are described. 

3-p-Bromoanilino-5-ketoisooxazole forms slender, cream-coloured 
needles, decomp. 188—189° after softening at 150°. 3-p-Bromo- 
anilino-5-ketopyrazole crystallises in minute, colourless plates, 
m. p. 284—235° (decomp.). 

Thioacetoacetyl-o-toluidide, COMe*CH,*CS:NH°C,H,Me, is con- 
verted by hydroxylamine mainly into thioacetyl-o-toluidide, hydr- 
oxyl amine acetate being also formed. 

Ethyl acetylmalonatemonothioanilide and phenylhydrazine give 
mainly acetylphenylhydrazide, m. p. 128°. H. W. 


Constitution of the so-called Dithiourazole of Martin 
Freund. I. PrapnHuttaA CHANDRA Guua (J. Amer. Chem. Soc., 
1922, 44, 1502—1510).—Dithiourazole, C,H,N,S,, has been pre- 
pared by Freund and his co-workers (A., 1894, i, 97; 1895, i, 400; 
1896, i, 415) by the action of hydrochloric acid on hydrazodithio- 

“N 
dicarbonamide, and the constitution N ne has been 
assigned to it without experimental evidence being adduced. It 
is now shown, however, that Freund’s dithiourazole contains only 
one atom of hydrogen replaceable by metals such as potassium, 
sodium, or silver, and that it loses only one atom of hydrogen 
from each molecule when treated with ferric chloride, hydrogen 
peroxide, or iodine with formation of a disulphide, (C,H,N,S),S,, 
the molecular complexity of which is established by determination 
of the molecular weight of the allyl derivative. These observ- 

=a 
ations are in harmony with the formula ek or 
5 Coen=i vee ; , 

C(NH,):N? for dithiourazole. The existence of a diacetyl 
compound from which one acetyl radicle is removed with great 
readiness, whereas the other is firmly retained, is thereby explained 
as well as the conversion of the monoacetyl derivative into a 
diacetyl disulphide and into monoacetylalkyl compounds. The 
reason of the failure of previous workers to obtain dialkyldithio- 
urazoles analogous to the diacetyl derivatives is now rendered 
obvious. 

5-Amino-2-thiol-1 : 3 : 4-thiodiazole is prepared conveniently by 
Freund’s method, but the yields are greatly improved if the action 
of the acid is interrupted after ten minutes instead of after an 
hour. The following derivatives do not appear to have been 
described previously : the sodium and silver salts; the compound, 
C,H,N;S‘SHg(NO,), from the parent substance and mercuric 

hh *2 
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nitrite (cf. Ray and Guha, T., 1919, 115, 261, 541), and the 
derivative, CgH,,N,I,8,Hg, from the nitromercaptide and ethyl 
iodide (cf. Ray, T., 1916, 109, 698). 

5-Amino-2-thiol-1 : 3: 4-thiodiazole is decomposed by concen. 
trated hydrochloric acid at 190—200° into hydrazine dihydro. 
chloride, ammonium chloride, carbon disulphide, and carbon 
dioxide. H. W. 


Constitution of the so-called Dithiourazole of Martin 
Freund. II. New Methods of Synthesis, Isomerism, and 
Poly-derivatives. PRaPHULLA CHANDRA Guua (J. Amer. Chem. 
Soc., 1922, 44; 1510—1517; cf. preceding abstract).—The only 
method available hitherto for the preparation of the so-called 
dithiourazoles consists in the elimination of ammonia from hydrazo- 
dithiocarbonamides by the action of concentrated hydrochloric 
acid, when, simultaneously, iminothiourazole is formed by loss of 
hydrogen sulphide. It is now shown that dithiourazole (amino- 
thiodiazolethiol) is produced readily from  thiosemicarbazide, 
carbon disulphide, and alcoholic potassium hydroxide solution, 
potassium hydrazothiocarbonamidedithiocarboxylate being inter- 
mediately formed: NH,*CS‘NH-NH,+KOH+CS, —> H,0+ 

H,-CS‘NH-NH-C8,K ai < | 
NH,°CS:N SK —> S<qg—nH C(SH)=N ° 
The method has been found to apply to all substituted and un- 
substituted thiosemicarbazides when used in a slightly modified 
form. Except in the case of thiosemicarbazide itself, the potassium 
salt of the dithiocarboxylic acid is rarely formed, but, on continued 
heating, all the thiosemicarbazides without exception yield the 
corresponding thiodiazole derivatives. Reaction probably occurs 
in accordance with the scheme: R*-NH-CS:-NH:-NHR’ as. 

*N 

SH-C(NR):NH:-NHR’ —- $8 eorwad ae In this connexion, 
the synthesis of aminothiodiazolethiol from thiosemicarbazide by the 
direct action of carbon disulphide is of special significance, since 2 : 5- 
dithiotetrahydro-1 : 3 : 4-thiodiazole is also formed in small quantity 
by the action of the liberated hydrogen sulphide on the thiodiazole 
compound at a high temperature. The second method of synthesis 
is not of general application. It appears essential that the 1-position 
of the thiosemicarbazide should always be unsubstituted or sub- 
stituted by positive groups such as methyl or ethyl; in other 
words, the basic character of the thiosemicarbazide should be 
kept unimpaired, so that carbon disulphide can combine with it 
directly. 

The following substances have been prepared. 5-Imino-2-thio- 
4-phenyl-2 : 3:4: 5-tetrahydro-1 : 3 : 4-thiodiazole, dull _—_—yellow 
needles, m. p. 183° (from 1-phenylthiosemicarbazide, carbon 
disulphide, and potassium hydroxide in absolute methyl alcoholic 
solution). 5-Phenylimino-2-thio-2 : 3:4 : 5-tetrahydro-1 : 3 : 4-thio- 
diazole, m. p. 208°. 5-Phenylimino-2-thio-3-phenyl-2 : 3 : 4 : 5- 
tetrahydro-1:2:4-thiodiazole, m. p. 202°. 5-Tolylimino-2-thio- 


S eo ee 
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3-tolyl-2 : 3: 4 : 5-tetrahydro-1:3:4-thiodiazole, m. p. 205°. 
5-Naphthylimino-2-thio-3-naphthyl-2 : 3 : 4 : 5-tetrahydro-1 : 3 : 4- 
thiodiazole, m. p. 218°. 5-T'olylimino-2-thio-3-phenyl-2 : 3:4: 5- 
tetrahydro-1 : 3: 4-thiodiazole, m. p. 188—189°. 5-Phenylimino- 
2.thio-3-tolyl-2 : 3 : 4 : 5-tetrahydro-1 : 3: 4-thiodiazole, m. p. 222°. 
5-Naphthylimino-2-thio-3-phenyl-2 : 3 : 4 : 5-tetrahydro-1 : 3 : 4-thio- 
diazole, m. p. 219°. 5-Phenylimino-2-thio-3-naphthyl-2 : 3:4: 5- 
tetrahydro-1 : 3: 4-thiodiazole, m. p. 261°. 5-Naphthylimino-2-thio- 
3-tolyl-2 : 3: 4 : 5-tetrahydro-1 : 3 : 4-thiodiazole, m. p. 217°. 5-Tolyl- 
imino-2-thio-3-naphthyl-2 : 3: 4 : 5-tetrahydro-1 : 3 : 4-thiodiazole, 
m. p. 268°.  5-Allylimino-2-thio-3-phenyl-2 : 3 : 4 : 5-tetrahydro- 


'1:3:4-thiodiazole, m. p. 145°.  5-Allylimino-2-thio-3-tolyl- 


2:3:4: 5-tetrahydro-1 : 3 : 4-thiodiazole, dull yellow needles, m. p. 
125—126°. 5-Methylimino-2-thio-4-phenyl-2 : 3 : 4 : 5-tetrahydro- 
1:3: 4-thiodiazole, dull yellow crystals, m. p. 142—143°. 5-Methyl- 
imino-2-thio-4-tolyl-2 : 3: 4 : 5-tetrahydro-1 : 3 : 4-thiodiazole, dull 
yellow needles, m. p. 174—175°. 5-Methylimino-2-thio-3-naphthyl- 
2:3:4: 5-tetrahydro-1 :3:4-thiodiazole, m. p. 183°. 5-Methyl- 
imino-2-thio-4-naphthyl-2 : 3 : 4 : 5-tetrahydro-| : 3 : 4-thiodiazole, 
m. p. 175°. 

p stair thiosemicarbazidedithiocarboxylate is prepared by 
heating at 70—75° an alcoholic solution of equivalent amounts 
of thiosemicarbazide, carbon disulphide, and potassium hydroxide ; 
it is converted by iodine into aminothiodiazolethiol disulphide. 

Thiosemicarbazide and carbon disulphide at 150° form amino- 
thiodiazolethiol and dithiotetrahydrothiodiazole, m. p. 167°. 

Freund’s dithiourazole, m. p. 245°, had m. p. 232° after being 
preserved during about two months; either variety, when heated 
with hydrochloric acid at 150°, gave a modification, brownish- 
yellow, rectangular crystals, m. p. 224°. 

Freund and Imgart obtained “ phenyldithiourazole’”’ in the 
form of colourless leaflets, m. p. 219°; de-acetylation of acetyl- 
phenyliminothiothiodiazole gives a tautomeric variety, dull yellow 
needles, m. p. 207°. 

Acetylphenyliminothiotetrahydrothiodiazole has m. p. 244° 
(Freund and Imgart give 252°) when freshly prepared; after being 
preserved during several weeks it has m. p. 236°. The latter 
variety is also formed when the corresponding diacetyl compound 
is heated at 175° during five minutes. H. W. 


> 


The Constitution of Pyrazoleanthrone-yellow. [Ritz 
Mayer and RupotF Hem. (Ber., 1922, 55, [B], 2155—2164).— 
Pyrazoleanthrone-yellow (cf. A., 1913, i, 533) is prepared by the 
mild action of potassium hydroxide on pyrazoleanthrone and was 
initially regarded as a derivative of indanthrene. Analyses of the 
dye, however, agree with the formula C,,H,.0.N, or C,gH,,0.N,, 
according to which two molecules of pyrazoleanthrone are united 
with loss of two or four atoms of hydrogen. The formation of a 
potassium salt, of mono- or di-benzyl or substituted benzyl deriv- 
atives, and of a dibenzoyl compound proves that the replaceable 
hydrogen atoms of pyrazoleanthrone are retained in the new dye. 
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Further insight into its constitution jg 


/ \ A ~ obtained from attempts to prepare deriy. f 


| atives of it from substituted pyrazole. 
anthrones. The presence of substituents 
uN-N/ YY VV \ in position 2 or 4 does not impede the 
N —N H formation of dyes, whereas a substituent 

(YX \% aa in position 8 either inhibits the production 
of a dye or is removed during the process 

7 yw VV of formation. The tinctorial properties of 
the dye indicate that it is allied to flay. 

anthrene. Its constitution is most pro. 


bably indicated by the annexed formula, in which, however, the ' 


distribution of valencies is somewhat unusual. 
Pyrazoleanthrone-yellow is most conveniently prepared in the 
ash-free condition by the hydrolysis of its dibenzoyl derivative 
with sulphuric acid. It is not affected by prolonged treatment 
with chromic and glacial acetic acids. When distilled with zinc 
dust, it gives anthracene. The following derivatives are described: 
monobenzylpyrazoleanthrone-yellow, slender, red needles; _p-chloro- 
benzylpyrazoleanthrone-yellow, red needles; o0-nitrobenzylpyrazole- 
anthrone-yellow, yellowish-red needles; dibenzoylpyrazoleanthrone- 
yellow, pale yellow, transparent rhombs. 
1-Chloro-2-methylanthraquinone is converted by hydrazine 
hydrate and a trace of iodine in boiling pyridine solution into 
2-methylpyrazoleanthrone, short, yellowish-red needles, m. p. 298— 
300°. The latter is transformed by potassium hydroxide and 
alcohol into 2 : 2’-dimethylpyrazoleanthrone-yellow, which was not 
completely purified; the corresponding dibenzyl derivative, dark 
red, slender needles, and dibenzoyl compound, a yellow, micro- 
crystalline product, are described. 
1-Chloro-4-methylanthraquinone is transformed by hydrazine 
hydrate into  1-hydrazino-4-methylanthraquinone, brownish-red 
needles, m. p. 185—186°, which is converted by aniline and aniline 
hydrochloride into 4-methylpyrazoleanthrone, slender, yellow needles, 
m. p. 288—290°. The latter substance yields 4 : 4’-dimethyl- 
pyrazoleanthrone-yellow, which is characterised as its dibenzoyl 
derivative, yellow prisms. 
6-Chloro-o-2' : 5’-dimethylbenzoylbenzoic acid, colourless prisms, 
m. p. 215°, is prepared from p-xylene and 3-chlorophthalic anhydride 
in the presence of aluminium chloride and is converted by fuming 
sulphuric acid into 1-chloro-5 : 8-dimethylanthraquinone, thin yellow 
needles, m. p. 186°. The latter is transformed into 5 : 8-dimethyl- 
pyrazoleanthrone, golden-yellow leaflets, m. p. 291—292°, which 
could not be converted into a dye by treatment with potassium 
hydroxide and alcohol. On the other hand, 8-chloropyrazole- 
anthrone is transformed into pyrazoleanthrone- yellow. H. W. 


Azoxyphenols. A. AnceEti, Dino Bictavi, and Gino CaRRARA 
(Atti R. Accad. Lincei, 1922, [v], 31, i, 439—446).—The difference 
in behaviour towards oxidising agents shown by isomeric azoxy- 
phenols (A., 1921, i, 364) resembles that observed in the action 
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of halogens or nitric acid on their isomeric monosubstituted deriv- 
atives. ‘Thus, of the two para-compounds, O:NPh:N-O,H,Br and 
NPh:NO-C,H,Br, only the latter readily yields the further para- 
substituted compounds, C,H,Br-N-NO-C,H,Br and 
NO,°C,H,N-NO-C,H,Br, 

the former resisting the action of bromine or nitric acid. Hence 
the oxygen atom of the azoxy-group protects the aromatic nucleus 
united to the nitrogen atom carrying the oxygen from the action, 
not only of halogens or nitric acid, but also of permanganate. 

Further, this protective action is exercised against nitrous acid 
in cold, dilute solution; in this case, one of the isomeric azoxy- 
phenols remains unaltered, whereas the other, instead of being 
destroyed, is transformed into a nitro-derivative, usually easy to 
characterise, the structure of the original compound being thus 
rapidly established. Azobenzene, azoxybenzene, p-«-azoxyphenol 
ethyl ether, p-8-azoxyphenol, and p-nitrophenol are not changed 
when excess of sodium nitrite is gradually added to their glacial 
acetic acid solutions, whilst p-hydroxyazobenzene, pp’-dihydroxy- 
azobenzene, p-a-azoxyphenol, and pp’-dihydroxyazoxybenzene, 
under the same conditions, readily yield nitro-derivatives in which 
the nitro-groups occupy ortho-positions with respect to the 
hydroxyl. For this reaction to occur, it is not sufficient for the 
aromatic ring to contain a hydroxyl group, it being necessary 
also that the hydroxylated nucleus be attached to a tervalent 
nitrogen atom. In the action of nitrous acid on pp’-dihydroxy- 
azobenzene, the dinitro-derivative formed is accompanied by 
p-nitrophenol, the reagent acting partly as an oxidising agent; 
this oxidation is completely analogous to that of hyponitrous 
acid by permanganate when the latter acts first in an alkaline, 
and subsequently in an acid, solution. 

3 : 3’-Dinitro-4 : 4’-dihydroxyazobenzene, obtained from pp’- 
dihydroxyazobenzene, forms lustrous, greenish-yellow needles, 
m. p. 236° (decomp.), and is probably identical with the compound, 
m. p. 240°, obtained by Robertson (T., 1913, 103, 1473) by treating 
pp'-dihydroxyazobenzene in acetic acid solution with concen- 
trated nitric acid. 

3-Nitro-4-hydroxyazoxyphenol, O:NPh:N:C,H,(NO,)-OH, obtained 
from p-«-azoxyphenol, forms transparent, greenish-yellow, rhom- 
bohedral plates or green, straw-like crystals, m. p. 125°. 

3-Nitro-4 : 4’-dihydroxyazoxybenzene, 

OH-C,H,-NO:N-C,H,(NO,)-OH, 
prepared from pp’-dihydroxyazoxybenzene, forms lustrous, 
reddish-yellow needles or red, straw-like crystals, m. p. 193° 
(decomp.). : = oe ee 


The Mechanism of Coupling Reactions. II. 1:8-Naph- 
thasultam and its N-Methyl Derivative as Azo-components. 
W. K6nia and K. K6énter (Ber., 1922, 55, [B], 2139—2149).— 
In a previous communication (A., 1921, i, 459), the power of 
aromatic acylamines to couple with reactive diazo-compounds with 
the formation of norma] azo-substances has been attributed to 
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their ability to react in the enolic form, Ar—N‘C(OH):R ang 
Ar—N?SR(:0)-OH. An examination of the coupling power of 


NH ; 
1 : 8-naphthasultam, C,H. SO, , has shown this hypothesis to 


NMe 
80,’ 

can yield normal azo-compounds in good yield. The absorption 
spectra of the sultam and its methyl ether prove these substances 
to be closely related constitutionally, and, in harmony with these 
observations, sodium naphthasultam is shown to stand in the 
same relationship to naphthasultam as does sodium es 


be erroneous, since the methy] ether of this compound, C,)H,< ! 


SO, 
to «- er so that it must be formulated C,)H <m instead 


Ni 
of CioH, <iit seas 


The eh inability of p-toluenesulphonylmethyl-«-naph. 
thylamide, Cy 9H,"NMe-SO,°CgH,Me, to couple with diazo-com. 
pounds is explained by the “assumption that the p-toluenesulphonyl 
group hinders the primary additive reaction on which coupling 
ultimately depends. ‘his influence is not observed with methyl. 
naphthasultam in which the position of the sulphonyl group is 
definitely fixed, so that the nitrogen atom can exert its subsidiary 
valencies. 

The following individual substances are described. N-Methyl- 
1: 8-naphthasultam, from sodium naphthasultam and methyl 
sulphate in 75% yield, pale yellow needles, m. p. 125°. 4-1:8- 
Naphthasultamazo-\'-naphthalene-4'-sulphonic acid, 


HN 
0,g> CoH s'N-N-CyoH¢'SO3H, 


small, orange-coloured needles, decomp. 320°. 4-p’-Nitrobenzene- 
azo-| : 8-naphthasultam, tile-red needles, m. p. 288—289°. 4-op- 
Dinitrobenzeneazo-1 : 8-naphthasultam, small, red rhombohedra with 
a strong pale green lustre, which darkens at 305°, but does not 
melt below 355°. 4-p- — N-meth, yl- 1 : 8-naphtha- 


sultam, NO,°C,HyN:N°C,,H; <a , lustrous, red leaflets, m. p. 


236—237°. 4-op-Dinitrobenzeneazo-N-methyl-1 : 8-naphthasultam, 
m. p. 263°.  4-op-Dinitrobenzeneazo-1-methylaminonaphthalene-8- 
sulphonic acid, microscopic, red needles which have no distinct 
melting point. H. W. 


The Alkylhydrazones. Oscar Liste Brapy and GERALD 
Patrick McHueu (T., 1922, 121, 1648—1652). 


isoPropyl-, Menthyl-, and Bornyl-semicarbazides. Reduc- 
tion of Phenylhydrazones. Dz Wirr Neranusors, A. L. Foster, 
S. M. Crark, J. E. Mruier, and J. R. Battery (J. Amer. Chem. 
Soc., 1922, 4h, 1557—1564; cf. Noyes, Lochte, and Bailey, this 
vol., i, 329).—Certain semicarbazones and hydrazones can be 
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successfully reduced by catalytic hydrogenation, whereas the older 
chemical methods have given only negative results. 

Acetonesemicarbazone is reduced by hydrogen in the presence 
of colloidal platinum to isopropylsemicarbazide, rhombic plates, 
m. p. 128° (hydrochloride, short, stout prisms, m. p. 186-5°, oxalate, 
(,H,;0;N3, large prisms, m. p. 172°); the yield is about 70% of 
that theoretically possible. A small amount of the semicarbazide 
is reduced further to isopropylamine. isoPropylsemicarbazide 
hydrochloride is transformed by sodium nitrite into the corre- 
sponding nitroso-derivative, short, pale yellow prisms, decomp. 
128°, and by sulphuric acid (80%) into isopropylhydrazine, which 
is identified as the dibenzoyl compound, m. p. 161-5°. Benzoyl- 
isopropylsemicarbazide, needles, m. p. 228°, is converted by sodium 
hydroxide solution (30%) at 80° into 3-hydroxy-5-phenyl-1-iso- 
propyltriazole, prisms, m. p. 185-5°. Oxidation of isopropylsemi- 
ecarbazide with potassium permanganate in alkaline solution gives 
acetonesemicarbazone, whereas in acid solution, carbamylazo- 
propane, NPr®-N-CO-NH,, dark yellow crystals, m. p. 65-5—66°, 
is produced (the substance is readily transformed by a trace of 
alkali hydroxide or by protracted exposure to the air into acetone- 
semicarbazone). It is probable that the azo-compound is formed 
intermediately during the oxidation of the semicarbazide in alkaline 
solution. 

Acetaldehydephenylhydrazone is similarly reduced to phenyl- 
ethylhydrazine, NHPh-NHEt, the yield being about 95% of that 
theoretically possible. It is transformed by potassium cyanate 
into phenylethylsemicarbazide, CjH,,ONs,, microscopic needles, m. p. 
138°. Acetonephenylhydrazone can be reduced similarly and with 
equal ease. 

Menthonesemicarbazone is catalytically hydrogenated to menthyl- 
semicarbazide, colourless, acicular needles, m. p. 179—180°, [a]? 
—43-8° in methyl-alcoholic solution. Similarly, camphorsemi- 
ecarbazone gives bornylsemicarbazide, prisms, m. p. 192-5°, which, 
however, could not be converted into bornylhydrazine by the 
action of sulphuric acid. H. W. 


Ionising Influence of Salts with Tervalent and Quadri- 
valent Ions on Crystalline Egg-albumin at the Isoelectric 
Point. JacquEs Logs (J. Gen. Physiol., 1922, 6, 759—768).— 
Additional evidence in favour of the formation of ionisable salts 
of protein with salts containing tervalent and quadrivalent ions 
is afforded by the observation that lanthanum chloride and sodium 
fersocyanide inhibit the heat coagulation of egg-albumin at its 
isoelectric point; salts containing only univalent or bivalent ions 
do not have this effect. C. R. H. 

Isoelectric Point of the Vegetable Albumin Leucosin. 
Hemwricn Liters and Max LANDAUER (Z. Elektrochem., 1922, 28, 
341—347).—It is shown that the isoelectric point of proteins is 
one of the most important constants of these substances, and 
methods for the determination of this quantity are discussed. The 
isoelectric point of the vegetable albumin leucosin has been deter- 
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mined by five methods in an acetate buffer solution. The following 
values are recorded: (1) from the optimum of coagulation 
26x10; (2) by cataphoresis experiments 2-810; (3) from 
measurements of the optimum of alcohol precipitation 2-7 x 10°: 
(4) from measurements of the minimum of the internal friction 
23x10; and (5) from the maximum of the surface tension 
2-210, The mean of the values gives [H°]=2:5x 10%, from 
which the relative acidity of leucosin, kg/ky=8-610*. The iso. 
electric point of serum-, vegetable-, and yeast-albumins is thus 
practically the same; further, there is no noteworthy difference 
in the chemical composition and it is only in the biological properties 
that the three substances differ markedly. J. FS. 


The Physical Chemistry of the Proteins. I. The Solu- 
bility of certain Proteins at their Isoelectric Points. Epwin 
JosEPH Coun (J. Gen. Physiol., 1922, 6, 697—722).—The proteins 
investigated were serum-globulin, tuberin, and casein. ‘They were 
subjected to a rigorous process of purification, of which full details 
are given. After this treatment it was found that, at 25°, 1 litre 
of water dissolved 0-07 gram of serum-globulin, 0-1 gram of tuberin, 
and 0-11 gram of casein. These values were constant within wide 
limits of variation of the amount of protein exposed to the solvent, 
and are claimed to be fundamental physical characteristics which 
may be used in the identification of proteins. 

The hydrogen-ion concentration imparted to water by the dis. 
sociated ions of the dissolved protein is also a characteristic of the 
protein employed. C. R. H. 


The Combination of Gelatin with Hydrochloric Acid. 
Davip I. Hrrencock (J. Gen. Physiol., 1922, 6, 733—739).—The 
Py was determined by hydrogen electrode measurements of 1%, 
2-5%, and 5% solutions of gelatin with varying amounts of hydro- 
chloric acid. The amounts of hydrochloric acid required to impart 
to pure water corresponding values of the Py were similarly estim- 
ated. For the same P, the difference between the total hydro- 
chloric acid present in the first experiment and that determined by 
the second one represented the amount in combination with the 
gelatin. It was found that between Py 1 and 2 the amount in 
combination is constant and amounts to 0-00092 mol. for 1 gram 
of gelatin. C. R. H. 


The Mechanism by which Tervalent and Quadrivalent 
Ions Produce an Electrical Charge on Isoelectric Protein. 
JacguEs Logs (J. Gen. Physiol., 1922, 6, 741—757).—Direct 
measurements of the potential difference between originally iso- 
electric gelatin and solutions of various salts at Py 4-7, with which 
it has beeen brought into equilibrium, show that a positive charge 
is imparted to the gelatin by a salt with tervalent kation (lanthanum 
chloride) and a negative charge by one with a quadrivalent anion 
(sodium ferrocyanide); salts containing only univalent or bivalent 
ions produce no charge. The effects of these salts on the osmotic 
pressure of solutions of isoelectric gelatin are similar to those on 
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the potential difference. The behaviour of lanthanum chloride 
towards gelatin is similar to that of an acid, whilst sodium ferro- 
cyanide behaves like a base, and it is assumed that the effects 
obtained with these salts are due to the formation of complex 
protein-ions. Thus with lanthanum chloride there is formation 
of positive protein-lanthanum-ions and negative chlorine-ions ; 
with sodium ferrocyanide of negative protein-ferrocyanide-ions and 
positive sodium-ions. 

At Py 3-0, when the greater part of the gelatin is ionised, solutions 
of lanthanum chloride have a depressing effect on the potential 
difference and the osmotic pressure of the solution, which is identical 
with that of solutions of sodium chloride and calcium chloride con- 
taining equivalent concentrations of chlorine. C. R. H. 


The Influence of Aggregates on the Membrane Potentials 
and Osmotic Pressure of Protein Solutions. JAacquEs LOEB 
(J. Gen. Physiol., 1922, 6, 769—776)—The potential difference 
between a solution of gelatin chloride in a collodion bag and an 
outside aqueous solution is practically unaffected if, at the same 
Px, part of the gelatin in solution is replaced by powdered gelatin ; 
moreover, the membrane potential can be calculated from the 
differences in Py inside and outside the bag, which shows that the 
gelatin particles take part in the establishment of the membrane 
equilibrium. On the other hand, the osmotic pressure of a gelatin 
chloride solution is progressively lowered as the gelatin in solution 
is replaced by powdered gelatin, showing that the particles of 
gelatin do not participate in the production of the osmotic pressure 
of the solution. This is explained by the fact that, since each 
particle is subject to the conditions of the Donnan equilibrium, a 
special osmotic pressure is set up in each particle which is balanced 
by an increase in the cohesion pressure of the particles, and does 
not therefore manifest itself in the hydrostatic pressure by which 
the osmotic pressure of the solution is measured; it is due to the 
gelatin in true solution alone. C. R. H. 


The Hydroxyproteic Acids. S. Epipacuer (Z. physiol. 
Chem., 1922, 124, 164; cf. this vol., i, 692)—The compound 
CisH,,O.N, described by the author (loc. cit.) is apparently acetyl- 
phenylhydrazine. W. O. K. 


The Absorption Spectra of Methemoglobin, and the 
Alleged Transformation of Methemoglobin into Oxyhemo- 
globin by the Action of Alkali. G. QUAGLIARIELLO (Arch. Sci. 
biol., 1922, 3, 65—86; from Physiol. Abstr., 1922, 7, 215).—Neutral 
methemoglobin has four absorption bands, at A631 py, A576 pp, 
A540 wp, and A500 yp. Alkaline methemoglobin has three ab- 
sorption bands; the first at 1600; the other two are in the 
same place as the second and third of neutral methemoglobin, 
The absorption bands in the yellow and green are proper to 
methemoglobin, and not due to the presence of oxyhzmoglobin. 
A transformation of methemoglobin into oxyhemoglobin through 
the action of hydroxy] ions is excluded. W. O. K. 
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The Prosthetic Group of the Blood Pigments. Hzmatin, 
Witi1am Kisrer (Z. physiol. Chem., 1922, 121, 121—134)~— 
Bromodimethylhemin, C3,H3,0,N,BrFe, small needles, is prepared 
from the part of a crude $-hemin insoluble in chloroform, by 
boiling with methyl alcohol containing sulphuric acid, and pre. 
cipitating with 66% hydrobromic acid. Although chlorine cannot be 
quantitatively eliminated from chlcrodimethylhemin by methyl. 
alcoholic potash without causing hydrolysis, the bromo-compound 
can be dehalogenated completely, to form a dimethylhematin, 
C3,H;,0,N,Fe-OH,H,O, a dark-coloured compound with a metallic 
lustre. If this be treated with sodium hydroxide solution at the 
room temperature, not only does hydrolysis take place, but water 
is also eliminated. This bears out the view that in the formation 
of hematin from hzemin the bond between the iron and a nitrogen 
atom is hydrolysed, and that the iron then forms an internal salt 
with a carboxyl group, eliminating water. If, as in this instance, 
the carboxyl group is first methylated, the internal salt cannot be 
formed until the ester is hydrolysed. 

Treatment of bromodimethylhemin with pyridine leads to simple 
replacement of bromine by hydroxyl, forming hydroxydimethyl. 
hemin, Cy,H,g0,N,Fe*OH, from which a bromodimethylhzmin can 
be regenerated by treating it in acetone solution with hydrogen 
bromide solution, although the absolute identity of the com- 
pound formed with the initial bromodimethylhemin is not yet 
certain. 

A particular preparation of hematin, obtained from hemin and 
de(hydrohalogen)hzemin, was found to be readily methylated by 
methyl] sulphate and alkali to yield a dimethylhematin, C,,H,,0;N,Fe, 
as an amorphous, dark blue, metallic compound, which with alkali 
loses a methyl group to form a monomethyl derivative, C,,H,,O;N,Fe. 
This dimethylhematin was further methylated by boiling with 
methyl alcohol containing sulphuric acid, and then treating with 
66% hydrobromic acid, when a bromodimethylheminium trimetho- 
bromide, with the formula C,,Hs90,.N(NMeBr),(OMe),FeBr, is pre- 
cipitated, indicating the presence of three basic nitrogen atoms 
in hematin. This new compound is more completely demethyl- 
ated with alkali than dimethylhematin itself, pointing to the 
opening of the bond between nitrogen and iron on boiling in acid 
solution. Preparations of hematin from formylhydroxylhemin or 
from chlorodimethylhemin were not methylated in a similar 
manner. In the first case, the compound finally obtained had the 
formula C,,H,,0,N,BrFe. W. O. K. 


Hemocyanin. VI and VII. C. Dufrf and A. ScHNEIDER 
(J. Physiol. Pathol. gén., 1922, 20, 1—13, 34—40; from Physiol. 
Abstr., 1922, 7, 218) —Oxyhemocyanin of Helix, Octopus, Homarus, 
etc., is easily and rapidly reduced by the passage of inert gas at 
15° to 20°, or by exposure to a vacuum at 40°. The solutions were 
made of pure crystallised preparations, and usually in presence of 
an antiseptic. The gas must be absolutely deprived of oxygen. 
The hemocyanin of Limulus may be different. That of the above 
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animals forms a less dissociable compound with nitrous oxide, but not 
with methane, ethylene, or acetylene. It does not combine with 


carbon monoxide, or if it does the compound is very easily dissociable. 
W. O. K. 


Bile Pigments. XI. The Preparation and Purification 
of Bilirubin from Ox Gallstones. Wzrtiiam Kuster (Z. physiol. 
Chem., 1922, 124, 80—93).—Experiments are described on the 
preparation and purification of bilirubin from ox gallstones. It 
is found convenient to isolate the bilirubin in the form of its 
crystalline compound with ammonia, C33H,,0,N,,NHs3. 

The statement of Reihling (A., 1915, i, 831) that choleprasin 
yields hematic acid on oxidation is apparently to be explained 
by the presence of some bilirubin in the choleprasin. W. O. K. 


Bile Pigments. XII. The Action of Diazomethane on 
Bilirubin and Biliverdin, the Oxidation of Bilirubin in 
Alkaline Solution, and the Action of Hydrogen Bromide- 
Acetic Acid on Bilirubin. Wuti1am Kuster (Z. physiol. Chem., 
1922, 121, 94—109).—By treating crude bilirubin, C,,H3,0,N,, 
with diazomethane in ethereal solution, two methyl groups enter 
the molecule and in addition a molecule of diazomethane is com- 
bined, forming a compound, C3,H,.0,N,, which on heating loses 
nitrogen to form the compound C3,H,.0,N,. Using _bilirubin- 
ammonia in the methylation, the ammonia group is retained, and a 
compound, C3,.H,,O,N,, formed, a dark brown, resinous material, 
which also loses nitrogen when heated, forming the compound 
CygHys0gNs. i ata 

Biliverdin, C,,H,,0,N,, obtained by the atmospheric oxidation 
of bilirubin in alkaline solution, forms with alcoholic hydrogen 
chloride a dimethyl ester, C,;H,jO,N,, a dark, lustrous material, 
and with diazomethane a dimethyl ester of similar composition, 
although it is not certain whether the preparations are identical. 

Bilirubin-ammonia, on long-continued action of alkali hydroxide, 
and exposure to the air with stirring, yields hematic acid and an 
acid, C,H, 0; (barium salt, C,H,0;Ba; silver salt, C;H,0;Ags), 
which may be a methylhydroxyethylmaleic acid. 

Treatment with hydrogen bromide--acetic acid and then with 
water converts bilirubin-ammonia into the compound C,,H,,0,N,Br, 
which on treatment with 10% sodium hydroxide solution loses 
bromine to form the compound C,,H,.O,N,. If the material from 
the treatment with hydrogen bromide—acetic acid .be treated with 
methyl alcohol instead of with water, the compound 

C,3H,,;0,N,Br(OMe), 
is obtained, which also loses bromine on treatment with sodium 
hydroxide solution. 

Sometimes the reaction with hydrogen bromide-acetic acid, 
followed by treatment with water proceeds differently, and a com- 
pound, CygH,50,N,Br, is formed which on oxidation forms hematic 
acid, and on reduction hematic acid and the imide of methyl- 
ethylmaleic acid. W. O. K. 
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Bile Pigments. XIII. Hexachlororubilic Acid. Win, 
Ktster and Watrer Herrmann (Z. physiol. Chem., 1922, 124, 
110—120).—By treatment of bilirubin with a mixture of Merck's 
perhydrol and concentrated hydrochloric acid, hexachlororubilic 
acid is formed, a light yellow powder which, after thorough desic. 
cation, decomposes at about 80°, and has the formula 0, ,H»)0,N,(),. 
It is a dibasic acid forming a monomethyl ester, C, HO NaCl a 
citron-yellow powder, on dissolving in methyl alcohol, saturatin 
with hydrogen chloride, and keeping cooled with ice, whilst if the 
methyl alcohol solution is boiled after saturating with hydrogen 
chloride, the dimethyl ester is formed, which on treatment with 
sodium hydroxide solution yields the dimethyl ester of penta- 
chlorohydroxyrubilic acid, C,5H,,0,N,Cl;. Sodium hydroxide solu- 
tion removes one of the chlorme atoms from hexachlororubilic 
acid, forming pentachlorohydroxyrubilic acid, C,gH,,0,N,Cl;. Hexa- 
chlororubilic acid loses hydrogen chloride slowly on keeping, 
more quickly on heating in a vacuum, to form a compound, 
C,3H,,0,N,Cl;. With sulphuric acid, it reacts to yield a com. 
pound, C,,H,,0;N.Cl,, by elimination of water, and with gaseous 
ammonia it forms the compound C,,H,,0,N,Clg. W. O. K. 


Degree of Dispersion of Saccharase. H. von Ever and 
G6ETA Ericson (Kolloid Z., 1922, 31, 3—7).—A number of diffusion 
experiments with highly purified yeast saccharase solutions are 
described from which calculations of the molecular weight of the 
saccharase particle have been made by means of the formula 
DM=const. The saccharase solutions were purified by a com- 
bination of the methods previously used by Willstiitter and Racke 
(A., 1921, i, 823 ; this vol., i, 598) and the older precipitation methods. 
In this way, the albuminous substances and yeast gums have 
been removed and the purity of the saccharase solution increased 
in the proportion 1:20. The purest material gives an average 
molecular weight of 20,000 as compared with the values 27,000 
and 22,000 found by Euler and Kullberg (A., 1911, i, 825) and 
Euler, Hedelius, and Svanberg (A., 1921, ii, 170; 1920, ii, 595), 
respectively. J. F.S. 


Influence of Various Antiseptics on the Activity of Lipase. 
Leroy 8. Pater (J. Amer. Chem. Soc., 1922, 44, 1527—1538).— 
Data are presented on the influence of various concentrations of 
several antiseptics on the hydrolysis of emulsions of milk fat in 
gum acacia solutions, using commercial steapsin as the source of 
lipase. 

Formaldehyde in concentrations up to one part in two hundred 
and fifty parts had no detrimental effect on the activity of the 
lipase, 1° solutions being required to produce a retardation of 
the enzyme. Chloroform in concentrations from 1°5 to 2°5% 
retarded the lipase activity from 20 to 60%. Acetone in concen- 
trations of 6% and 12% retarded the lipolysis 12% to 25%. A 
freshly prepared 3° solution of iodoform in acetone added so as 
to give a concentration of 0°3°% of iodoform retards the lipase 
action 25% to 40%. When using a similar solution of iodoform, 
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which had stood for some time, practically complete inhibition was 
obtained with this and even smaller concentrations of iodoform. 
In the experimental examination of these results, it was found 
that iodoform alone retarded lipolysis in direct proportion to the 
concentration of the iodoform present. This varied from a 15% 
retardation with 0°03% concentration of iodoform to a 55% 
retardation with 0°5°% concentration of the antiseptic. It was 
found, also, that old solutions of iodoform in acetone contain 
free iodine, which has a marked effect on lipase activity. Iodine, 
in concentrations of 0°045°% or more, inhibited lipolysis entirely. 
Results similar to those with iodine were obtained by the use of 
bromine water. Higher concentrations of bromine were found 
necessary to inhibit the lipase, however, concentrations of 0°25% 
retarding the enzyme activity only 93° to 94%. Mercuric chloride 
inhibited lipase activity completely in 0:1, 0°2, and 0°3% con- 
centrations. Chloral hydrate not only retarded the lipase, but 
also failed as a germicide when cow’s milk was used as substrate. 
The results obtained with the halogens appear to indicate that 
lipase has an unsaturated structure which is probably aliphatic 
rather than cyclic. This suggestion is supported by the results 
on the failure of formaldehyde to retard lipase even in fairly high 
concentrations, H. 


Periodicity of Enzymes. The Lipase of the Stomach. 
E. Sturrer (Nederland Tijdschr. Geneeskunde, 1922, 66, 572).— 
The activity of a solution of lipase, prepared from mucous mem- 


branes, and kept in an ice-chest, was determined daily by shaking 
with an equal volume of milk for twenty-four hours at 39° and 
titrating the free fatty acid with 0°1N-alkali solution. Whether 
or not the preparation is kept slightly acid, the activity is found 
to change irregularly in periods of several days. It is not con- 
sidered that such variations play any part in vivo. 

CHEMICAL ABSTRACTS. 


Action of Quinine and Atoxyl on Liver Lipase. P. Rona 
and R, Paviovic (Biochem. Z., 1922, 130, 225—238).—Although 
liver lipase and serum lipase act identically on tributyrin, liver 
lipase is not influenced detrimentally by quinine in concentrations 
which far exceed those which completely inhibit the action of serum 
lipase. Liver lipase is, however, more sensitive to atoxyl than 
serum lipase. In the case of both lipases, the velocity constants 
for the hydrolysis of tributyrin fall off in arithmetical progression 
as the concentrations of toxic substances are raised in geometrical 
progression. H. K 


Isolation of Vitamin. A. SxrpgELi (Absir. of Bacteriol., 1922, 
6, Proc., 101; from Physiol. Abstr., 1922, '7, 245—246).—An aqueous 
solution of vitamin is prepared from brewer’s yeast by suspending 
in water and heating at about 90° for several minutes. The 
coagulated protein is removed and fuller’s earth added to the 
dear solution. The fuller’s earth, which selectively adsorbs the 
Vitamin, is filtered, washed, and dried, and designated “ activated 


i. 888 ABSTRACTS OF CHEMICAL PAPERS. 


solid.”” The vitamin is most conveniently recovered from the 
activated solid by rapidly extracting with saturated barium 
hydroxide solution and acidifying the clear extract with sulphuric 
acid. Addition of solid barium carbonate removes the excess of 
acid. The filtered neutral solution is then evaporated and yields 
a crude extract which will protect pigeons when fed exclusively 
on polished rice in doses of about 10 mg. every other day. The 
vitamin extract was subjected to fractionation by silver precipitation, 
and it was found that a small amount of adenine was present and 
a larger amount of histidine. The characteristic vitamin action 
always accompanied the histidine fraction, and it appears possible 
that either vitamin is a derivative of histidine, or it is a compound 
of similar chemical properties which accompanies the histidine as 
an impurity. It was found that when the silver was removed 
from the histidine-silver precipitate by suspension in dilute hydro. 
chloric acid, the clear solution could be evaporated to dryness on 
the steam-bath without appreciable impairment of its vitamin 
activity. The residue so obtained was found to protect pigeons 
on a diet of polished rice in doses of less than 1 mg. every other 
day. W. O. K 


Arsenical Acridine Compound. L. Brnpa (US. Pat. 
1408974). The diazo-compound of 3: 6-diamino-10-methylacr- 
idinium chloride is treated with sodium arsenite, producing a red- 
dish-brown powder which combines with R salt to produce a red 
compound and with resorcinol to produce an orange-yellow product. 
The compound is of low toxicity and its use medicinally is proposed. 

CHEMICAL ABSTRACTS. 


Organic Mercury Compounds prepared from o-Chloro- 
mercuri-p-nitrobenzoyl Chloride. Frank C. Wuirmore and 
Epmunp Burrus Mippieron (J. Amer. Chem. Soc., 1922, 44, 
1546—1551).—Phosphorus pentachloride can be used as well as 
thionyl chloride in the preparation of acid chlorides of mercurated 
aromatic acid. o-Chloromercuri-p-nitrobenzoyl chloride has been 
obtained in this manner and converted into a number of its esters. 
The latter compounds react with inorganic iodides to form the 
corresponding compounds of the type R,Hg; these substances 
can be hydrolysed without breaking the C—Hg linking. 

o-Hydroxymercuri-p-nitrobenzoic acid, prepared by heating 
mercuric p-nitrobenzoate at 200—220°, is converted by phosphorus 
pentachloride in the presence of chloroform into o-chloromercuri-p- 
nitrobenzoyl chloride, which could only be obtained with difficulty 
in the analytically pure condition. It is transformed by the 
requisite alcohol into the n-butyl ester, m. p. 125—126°; n-propyl 
ester, m. p. 145—150°; isopropyl ester, m. p. 179—180°; ethyl 
ester, m. p. 220—222°; methyl ester, m. p. 240—245°, and chloro- 
ethyl ester, m. p. 163—164°. The acid chloride reacts readily with 
ethylene bromohydrin and diethylaminoethy] alcohol, but a homo- 
geneous product could not be isolated. The position of the mercury 
complex in the esters is established by the observation that they 
are converted by cold bromine water and subsequent hydrolysis 
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into o-bromo-p-nitrobenzoic acid. 0-Chloromercuri-p-nitrobenz- 
anilide is described. 

Butyl o-chloromercuri-p-nitrobenzoate is converted by potassium 
iodide in boiling ethyl alcoholic solution into n-butyl o-mercuribis-p- 
nitrobenzoate, Hg(C,H,[NO,]-CO,C,H,),, colourless crystals, m. p. 
158°; the compound is converted by a boiling ethy] alcoholic solution 
of mercuric chloride into butyl o-chloromercuri-p-nitrobenzoate, 
m. p. 125°, and by ethyl alcoholic sodium hydroxide solution into 
g-mercuribis-p-nitrobenzoic acid. The corresponding n-propyl ester, 
m. p. 189°, and ethyl ester, m. p. 227—232°, are described. 

n-Butyl o-chloromercuribenzoate, m. p. 115°, is prepared by the 
successive action of phosphorus pentachloride (or thionyl chloride) 


and n-butyl alcohol on o-hydroxymercuribenzoic anhydride. 
H. W. 


Physiological Chemistry. 


Is there a Genetic Relation between the Oxygen Inhaled 
and the Oxygen of the Exhaled Carbon Dioxide ? TorsTEN 
THUNBERG (Naturwiss., 1922, 10, 417—420).—Hydrogen is regarded 
as the basic, elementary combustible of living cells; it is supposed 
to be directly oxidisable by oxygen at low temperatures, in conse- 
quence of activation by catalysts. Decomposition of complex 
compounds occurs by enzyme action through a series of progressive 
dehydrogenations, the hydrogen eliminated being directly oxidised 
to water; at the same time, there is addition of water and elimina- 
tion of carbon dioxide. It is contended that there is no relation 
between inhaled oxygen and exhaled carbon dioxide; this is 
represented, for example, by the scheme : 


k h A 
C,H,,0,+6H,0+60, —> 6CO,+12H,0 
Y LN 


(cf. Dixon, T., 1886, 49, 94; Wartenberg and Sieg, A., 1921, 
ii, 107). CHEMICAL ABSTRACTS. 


Anesthetics and Carbon Dioxide Output. I. The Effect 
of Anesthetics and Other Substances on the Production of 
Carbon Dioxide by certain Orthoptera. J. H. Bopinr (J. 
Expt. Zool., 1922, 35, 323—334).—Ethyl ether (in large doses), 
acetone, xylene, and formaldehyde produce an increase in carbon 
dioxide output, followed by a decrease which is irreversible. 
Chloroform causes a decrease followed by an increase and later 
by a decrease, the change being irreversible. With small doses 
of acetone, the increase extends over a long period of time; with 
large doses it is short-lived; the decrease is to a rate of carbon 
dioxide output still above normal. With formaldehyde, the 
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decrease is to the normal rate, but with large doses it is beloy 
normal. Ethyl ether, chloroform, acetone, and xylene inhibi 
respiratory movements in ten to fifteen minutes; formaldehyd 
in relatively large doses does not inhibit these movements in two 
hours. These results show that narcosis is not due to asphyxia, 
Anesthetics have an action other than that on respiration. Gragg. 
hoppers of several species were used in these experiments. 
CHEMICAL ABSTRACTS, 


Respiratory Metabolism in Alimentary Glycemia. I. 4. 
BorNSTEIN and Kurt Hom (Biochem. Z., 1922, 130, 209—224) — 
In a fasting man oral administration of 100 grams of dextrose 
causes the blood-sugar content to rise progressively after a few 
minutes, but respiratory experiments show that the combustion 
of the dextrose only sets in about half an hour later, often after 
the blood-sugar has reached or passed its maximum value. When, 
however, 100 grams of levulose are administered, the blood-sugar 
scarcely rises at all, owing to immediate combustion of sugar, 
Phosphate administration has no influence, but it is thought that 
the dextrose must first pass into levulose or a closely related 
substance before combustion. 


Direct Measurement of the Partial Pressure of Oxygen 
in Human Blood. J. Barcrort and M. Naaanasut (J. Physiol., 
1921, 55, 339—345)—The principle of the method is as follows: 
Blood is withdrawn from a vessel, artery, or vein, by direct puncture; 
to this blood is exposed a small bubble of alveolar air at 37° until 
an equilibrium is reached between the blood and the bubble. The 
bubble is then analysed in a suitable apparatus. The original 
must be consulted for details. Oxygen pressure in blood can be 
measured to within 2 mm. on the average. The calculated dis. 
sociation curves for venous blood were experimentally confirmed. 
The observation of Meakins and Davies (J. Path. Bact., 1920, 23, 
451) on the great range of unsaturation of blood from the basilar 
vein when the arm is exposed to widely differing temperatures 
was confirmed. CHEMICAL ABSTRACTS. 


Acid Production in Shed Blood. C. L. Evans (J. Physiol., 
1922, 56, 146—156; from Physiol. Abstr., 1922, 7, 233—234).— 
The carbon dioxide capacity of blood is at its highest level in 
freshly-drawn blood, and usually suffers considerable reduction 
when the blood is kept. The change is due to conversion of dextrose 
into lactic acid as a result of glycolysis; it is greatly accelerated 
by a lowering of the carbon dioxide pressure of the blood, because 
this gives a P, favourable to the glycolytic process. These facts 
are of importance in the plotting of carbon dioxide dissociation 
curves. When blood-gas phase equilibration is to be carried out 


at body temperature, the glycolytic change, with its accompani- | 


ment of reduction of carbon dioxide capacity, can be inhibited by 
the addition of 0°05 to 0°1°% of sodium fluoride to the a ” 
W. O. K. 
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The Hydrogen-ion Concentration and some Related 
Properties of Normal Human Blood. J. Barcrort, A. V. 
Bock, A. V. Hix, T. R. Parsons, W. Parsons, and R. SHodI 
J. Physiol., 1922, 56, 157—178; from Physiol. Abstr., 1922, 7, 
933)—Between 20 and 40 mm. pressure of carbon dioxide, the 
rlation between the Py in the plasma and the pressure of carbon 
dioxide (pCO,) is nearly linear. So also is that for the relation 
between pCO, and vCO, (volume of carbon dioxide absorbed), 
the empirical expression being Py=4°7pCO,/vCO,. Hence the 
lation between P,, and vCO, is also linear, and is expressed by 
the formula vCO,=6(108P;,)-++c, where b=8°4--2 and c=16°6+10. 
The quantity 6 is a measure of the buffering power of the blood; 
that is, it expresses the slope of the vCO,—P,;, curve. The relation 
between 1/K and pCO, is not quite linear but slightly S-shaped 
(K is the constant of Hill’s oxygen dissociation equation), although 
the relation between log 1/K and log Py, is linear. W. O. K. 


The Comparative Blood-pressure raising Power of Racemic 
and Leevo-Adrenaline. A. Ricnaup (J. Pharm. Chim., 1922, 
[vii], 26, 81—86).—r-Adrenaline employed in very small doses 
of the order of 0°01 mg. increases the blood pressure to a somewhat 
lesser degree than l-adrenaline, but the difference in activity is 
not by any means so great as has been supposed. It is not constant, 
but varies from 10—15% in general, although it may be as much 
as 25—30°%%. As the dose is increased to 0°04—0°05 mg. the 
difference in activity disappears entirely, and as the usual thera- 
peutic dose is 0°04—0°1 mg. there is no disadvantage attendant on 
the use of the racemic compound, and the resolution of the synthetic 
substance into its optical isomerides is therefore quite unnecessary. 


F. M. 


Condition of Electrolytes in the Blood. Brnsamin S. 
NevHAusEN (Nature, 1922, 110, 8—9).—H#.M.F. measurements of 
serum and plasma were made, using 0°2°% sodium amalgam as a 
sodium electrode. Calculation of the total concentrations of 
sodium on the basis that the degree of ionisation of the sodium 
salts was the same as in an aqueous solution, gave results which 
were in very good agreement with those found by analysis. Thus 
the conclusions of other investigators that sodium is not bound 
in the serum have been confirmed. Chlorine likewise is apparently 
as free as in an aqueous solution. A silver|silver chloride electrode 
was used for these experiments. It is proposed to use a calcium 


electrode to determine the state of calcium in the blood. 
A. A. E. 


The Calcium in the Blood in Different Species. P.Mazzocco 
(Compt. rend. Soc. Biol., 1921, 85, 690—691; from Chem. Zentr., 
1922, i, 209; cf. A., i, 788)—The calcium content of the total 
blood and of individual blood constituents for a number of different 
animal species is given. The calcium content of blood corpuscles 
was found to be the same in citrated blood and in blood treated with 


hirudin. G. W. R. 
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Influence of Water Supply on the Content of Reducing 
Substances in the Blood and Urine. A. Norcaarp (Biochen, 
Z., 1922, 130, 304—311).—Administration of a litre of water to 
fasting persons has little effect on the amount of reducing sub. 
stances in the blood. In the urine, the reducing substances fall of 
considerably during the increased diuresis, but the actual quantity 
of reducing substances excreted is not affected. H. K. 


The Action of Heterogeneous Proteins in the Organism. 
A. Ltrricnavu (Arch. int. physiol., 1922, 19, 1—16).—The effect 
on the blood-sugar was investigated of intravenous injection into 
dogs of solutions or suspensions of egg-albumin, egg-globulin, 
human saliva, casein, horse-serum, gelatin, ascitic fluid, and Witte’s 
peptone. The ova-proteins, salivary proteins, and casein produced 
hyperglycemia, but not glycosuria; the effect of egg-white is 
due to its globulin content. None of the substances used, except 
saliva, had any diastatic action on glycogen in vitro. The pheno. 
menon is considered as probably a glucose mobilisation. 

CHEMICAL ABSTRACTS. 


The Inhibition of Blood Coagulation by Barium, Stront- 
ium, and Calcium Chlorides. J6éraeN LreHMaNnN (Skand. 
Arch. Physiol., 1922, 42, 35—42; from Chem. Zentr., 1922, i, 597). — 
When blood is mixed with half its volume of barium chloride 
solution so that the concentration in the mixture is 0°07%, coagul- 
ation is inhibited. Calcium has a weaker, and strontium a still 
weaker effect. G. W. R. 


The Reaction of Blood. Rutru E. Conway and FLorenct 
V. STEPHEN (J. Physiol., 1922, 56, Proc., xxv—xxvii; from Physiol. 
Abstr., 1922, 7, 233)—The inside of the blood-corpuscle is about 
35% more acid than the outside. The basic ion concentration is 
considerably greater in the serum than in the corpuscle. The 
buffering of laked blood is less efficient than that of unlaked. Cases 
of pernicious or severe secondary anzemia show an alteration in 
buffering in direct relation to the percentage of hemoglobin present. 

W. O. K. 


Calcium Content of Blood Serum in Pregnancy and Child- 
birth. P. Mazzocco and R. Bustos Moron (Compt. rend. Soc. 
Biol., 1921, 85, 692; from Chem. Zentr., 1922, i, 209—210).—The 
calcium content of the blood-serum in pregnancy and childbirth is 
only slightly below normal, namely, 8°77—8°79 mg. per 100 c.c. as 
against 9°19 mg. per 100 c.c. in normal sera. The calcium content 
of the serum is thus of no diagnostic value for pregnancy. No 
correlation can be shown between the fall in serum calcium and 
the development of pregnancy and its related maladies. 


G. W. RB. 


Eosin Hzemolysis. Cari L. A. Scumipt and G. F. Norman 
(J. Gen. Physiol., 1922, 6, 681—687).—The hemolysis of red blood 
cells which takes place on exposure to sunlight in.the presence of 
eosin is inhibited by inorganic reducing agents and certain easily 


PHYSIOLOGICAL CHEMISTRY. i. 893 


oxidisable substances such as tyrosine, tryptophan, and other 
substances which react with the phosphotungstic reagent of Folin 
and Denis. It is assumed that the hzemolytic action of eosin 
involves the oxidation of the tyrosine and tryptophan which are 
contained in the stroma of the cells. C. R. H. 


The Digestibility of Proteins in Vitro. III. The Chemical 
Nature of the Nutritional Deficiencies of Arachin. D. BREESE 
Jones and Henry C. WaTeRMAN (J. Biol. Chem., 1922, 52, 357— 
366).—Arachin is less readily digested in vitro by pepsin and 
trypsin than, for example, casein. Hydrolysis by hot, dilute 
sodium hydroxide yields a partial cleavage product which represents 
about one-third of the original arachin. This product is difficultly 
digestible in vitro and contains about two-thirds of the histidine, 
one-third of the arginine and of the cystine, and two-fifths of the 
lysine present in the arachin from which it was prepared. Further 
work is necessary to determine if the nutritional inadequacy of 
the protein is due to this factor. E. S. 


Carbohydrate Metabolism and Diabetes. IV. Dextrose- 
Nitrogen Ratios in Partially Depancreatised Dogs. F. M. 
Auten and Mary B. WisuHart (J. Metabolic Res., 1922, 1, 97—107; 
cf. J. Biol. Chem., 1920, 42, 415; 1920, 44, 563).—Total pan- 
createctomy does not invariably give rise to a permanent “ total ”’ 
dextrose : nitrogen ratio of 2°8:1, whilst incompletely depan- 
creatised animals sometimes show this, and sometimes a lower 
ratio. The total basal metabolism, and the loss of both sugar 
and nitrogen are higher in the case of totally depancreatised 
animals, the former partly in consequence of greater protein 
breakdown. CHEMICAL ABSTRACTS. 


The Threshold of Ketogenesis. Russert M. WILDER and 
Matcorm D. Winter (J. Biol. Chem., 1922, 52, 393—401).— 
From calculations, based on a number of assumptions, of the 
composition of the food being metabolised in certain cases, it is 
concluded that the molecular ratio of ketogenic substance to 
dextrose at which significant ketosis first appears is 2:1. This 
ratio, which is termed the ketogenic threshold, is lowered by 
infection and possibly also by other factors (cf. Shaffer, A., 1921, 
i, 754; Hubbard and Wright, this vol., i, 496). E. S. 


The Importance of Zinc in the Feeding of Animals. 
Experiments on Mice. GasrizL BertRaAnND and 6b. BENzON 
(Compt. rend., 1922, 175, 289—-292).—The lives of mice fed on a 
specially prepared food containing an amount of zinc sulphate 
equivalent to 0:002% Zn were prolonged from 25—50% beyond 
those of animals from the same litter fed on the same food prepared 
absolutely free from zinc. G. F. M. 


The Measurement of Buffer Values and the Relationship 
of Buffer Value to the Dissociation Constant of the Buffer 
and the Concentration and Reaction of the Buffer Solution. 
DonaLD D. Van SLYKE (J. Biol. Chem., 1922, 52, 525—570).— 
A theoretical paper, the object of which is to give quantitative 
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expression to buffer effects. For this purpose, the buffer value, 4 
of a solution is defined as the number of gram equivalents of strong 
alkali or acid which must be added (strictly without change of 
volume) to one litre to produce unit change in Py. Formulated 
mathematically, S=dB/dPy (cf. Koppel and Spiro, A., 1914, j, 
1105, who have given a somewhat similar definition). An incre. 
ment of strong acid is regarded as a negative increment of strong 
base; hence the value of 8 is always positive. Starting from the 
laws of ionic mass reaction, the following general equation for 
buffer value has been deduced: B=2°3(K’[H°]C)/(K’+[H'})*+ 
[H"]+[OH’]}), in which K’ represents either K,/ys or Kyys/K,, 
according as the buffer is a weak acid or a weak base, and C=the 
molecular concentration of buffer acid (or base). When the Py is 
between 3 and 11 and C is not much less than 0°1N, [H’] and 
[OH’] may be neglected and the equation simplifies to g= 
2°3K'[H"|C/(K’+-[H’])*, an expression which has also been deduced 
directly from Henderson’s equation: K,=[H*]y,{Ba]/[Ha]. Under 
these conditions, 8 /C(=4)=2°3K'[H"]/(K’+[H"])?, Bar being termed 
the molecular buffer value of the buffer acid or base. By differ. 
entiation of the last equation, it is shown that the maximum 
value of 84 occurs when [H*]=K’, and it foilows that at this point 
®y=2°3/4—0°575 for all buffers. Further, when K’=[H"], [Ha]= 
[Ba]; hence at the maximum molecular buffer value half the 
buffer acid (or base) is present in the free state and half in the 
form of salt. The above methods have been extended to the 
calculation of 8 for solutions of multivalent, amphoteric, and 
mixed buffers. E. 8. 


The Relationship of Odour to Molecular Structure. Ray- 
MOND DELANGE (Bull. Soc. chim., 1922, [iv], 33, 589—630).—Report 
of a lecture. An extensive bibliography is appended. UH. J. E. 


Odour Value Analysis. W.G. Uncrrer and R. B. Stopparp 
(Ungerer’s Bull., 1922, 3, 7—10).—It is suggested that odour is 
the response of the olfactory nerves to intermolecular vibrations, 
of a magnitude such that they can scarcely be detected. Every 
pure, substance is assumed to have a specific rate of vibration, 
which may or may not be within those limits which produce the 
sensation of odour. Support is claimed for this theory from the 
fact that practically all substances having a perceptible odour are 
chemically unsaturated. The conception also explains the effect 
of impurities of characteristic but not powerful odour in modifying 
to a profound degree the odour of other substances which, in a 
pure state, may become almost odourless. CHEMIcAL ABSTRACTS. 


Chemical Composition of Amniotic Fluid. A. Lasat and 
M. Favreau (J. méd. Bordeaux, 1921, 92, 341—342; from Chem. 
Zentr., 1922, i, 210; cf. Uyeno, A., 1920, i, 201—202).—The authors 
give the following data for the composition of amniotic fluid: dry 
matter, 13°30°%; organic matter, 656%; ash, 681%; sodium 
chloride, 5°25°%%; protein, 240%; urea, 0°28%. Dextrose was 
found occasionally in small quantities. An increase in dry matter, 
salts, and protein is found during pregnancy. G. W. BR. 
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Quantity of Combined Carbonic Acid in Cerebrospinal 
Fluid. E. Tokvoxa and K. Ogasawara (Japan Med. World, 
1921, 1, 6; J. Amer. Med. Assoc., 78, 387).—In the spinal fluid 
of healthy women the combined carbon dioxide averaged 63 vol. %. 
In the venous blood the carbon dioxide averaged 54°4 vol. %, 
and is decreased after starvation. In cancerous women, the 
carbon dioxide was about 3 vol. % in the spinal fluid and 4°7 
vol. % less in the blood than in normal women. 

CHEMICAL ABSTRACTS. 


The Influence of the Concentration of Sugar on the 
Synthesis of Glycogen. STEFAN EprEreR (Biochem. Z., 1922, 
130, 294—-298).—Experiments, in vitro, with dog’s liver pulp, 
on the change of glycogen content with time in presence of various 
cencentrations of dextrose show that glycogen disappears. The 
fall of glycogen content is inhibited to a large extent by addition 
of sodium oleate. The glycogen—dextrose balance in the blood is 
therefore not governed by the law of mass action. H. K. 


Unsaponifiable Constituents (Higher Alcohols) of Shark 
and Rayfish Liver Oils. II. Yosuiyuxit Toyama (Chem. 
Umschau, 1922, 29, 237—240, 245—247 ; cf. Tsujimoto and Toyama, 
this vol., i, 297)—The liver oil of Chlamydoselachus anguineus 
gave the following constants: d? 0°8747—0°8885; acid number, 
0'23—0°66; saponification number, 93:4—116°5; iodine number 
(Wijs), 112-1—136°3 ; n° 1-4703—-1°4725 ; unsaponifiable substances, 
3706—51°65°%; acid number of the fatty acids, 182°8—189°8; 
iodine number of the fatty acids, 77°6—99°7; polybromide number 
of the fatty acids, 4°80—5-58. The principal constituent of the 
usaponifiable substances is oleic alcohol. Squalene is also present 
together with small amounts of cetyl alcohol and cholesterol. 

The oil from the liver of Scymnorhinus licha has d'? 0°8890; 
acid number, 0°20; saponification number, 98°1; iodine number, 
1915; 2° 1-4791; unsaponifiable substances, 48°51%. It contains 
30% of squalene and selachyl and baty] alcohols. 

Oil from the liver of Centroscyllium Ritteri has d'} 0°8917; acid 
number, 5°10; saponification number, 92:1; iodine number, 213°7; 
nm 14812; unsaponifiable substances, 53°06%. The unsaponi- 
fable substances contain squalene, selachyl, and batyl alcohols. 

Oil from the liver of Galeocerdo tigrinus has dj 0°9108; acid 
number, 0°26; saponification number, 1740; iodine number, 75:2; 
n® 1-4680; unsaponifiable substances, 11:48%, consisting almost 
entirely of selachyl and batyl alcohols. 

Oil from the liver of Heptranchias deani has d} 0°9162; acid 
number, 0°36; saponification number, 174°9; iodine number, 118°5; 
n 1-4734 ; unsaponifiable substances, 12°68°%, consisting principally 
of selachyl and batyl alcohols. 

Oil from the liver of Centrophorus sp. contains 49°7°% of squalene 
and has d'’ 0°8767; acid number, 0°22; saponification number, 
40; iodine number, 259°8; n° 1:4860; unsaponifiable substances, 
71:38°% containing, besides squalene, selachyl, and batyl alcohols. 
Oil from Zameus squamulosus and Centroscymnus owstonii contains 
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429% of squalene and has d'? 0°8816; acid number, 0°88. 
saponification number, 70°9; iodine number, 2250; n?° 1-495. 
unsaponifiable substances, 57°17% including squalene, selachyl, and 
batyl alcohols. G. W. R. 


Autolysis. VIII. The Nature of the Autolytic Enzymes, 
H. C. Brapuey (J. Biol. Chem., 1922, 52, 467—484).—Dernby 
(A., 1917, i, 500; 1918, i, 464) has described the autolytic 
enzymes as closely related to pepsin, trypsin, and erepsin, and 
has suggested that a mixture of these three enzymes is responsible 
for the autolysis of tissue. In the present paper, objection is takey 
to the application of these terms, which connote definite properties, 
to other proteases, unless these can be shown to have closely similar 
properties. The presence of erepsin (or the ereptases) in tissue js 
conceded; evidence, however, is advanced to prove the absence: 
of both pepsin and trypsin. Thus, autolysis of liver or kidney 
occurs most rapidly in acid mixtures, the optimum Py, being 4) 
to 4:5, and is practically inhibited at Py 8. Yet in the presence 
of trypsin the digestion of these organs resembles autolysis of the 
pancreas and proceeds most favourably at the last-named P, 
‘ value. It is evident that trypsin is absent from both liver and 
kidney. The absence of pepsin is more difficult to prove, since 
the action of this enzyme, like autolysis, is favoured by acidity. 
Addition of pepsin, however, to fresh tissue mixture (kidney or 
liver) at acidities from Py, 6-30 to 1-18 increases autolysis in every 
case, but the increase is smallest at the optimum for autolysis 
alone. Moreover, by estimating the amount of primary cleavage 
by the tyrosine reaction of Folin and Denis (A., 1912, ii, 1012), 
it is found that, whilst the action of the liver protease is inhibited 
at Py 2-6+, that of pepsin not only continues at this acidity but 
also proceeds most rapidly at Py 1-2+. 

The hypothesis of the autolytic mechanism previously advanced 
(A., 1916, i, 582) is now extended. At an average Py of 7-4, the 
tissue proteins are present as salts of sodium, potassium, and 
calcium, and in this form are not digested by the autolytic enzymes. 
With the development of acidity, however, free proteins or acid- 
protein salts are formed which then undergo cleavage, under the 
influence of an enzyme which is designated primary protease, into 
proteoses and peptones. The latter are then rapidly converted 
into amino-acids by the ereptase present in tissue. The last stage 
may take place in acid, neutral, or alkaline media, but acidity is 
essential for the conversion of the native proteins into peptones 
(cf. Dernby, loc. cit.). KE. S. 


The Distribution of Quinine Alkaloids in the Animal 
Organism. Epvuarp Boxcker (Biochem. Z., 1922, 130, 312— 
320).—Quinine and optochin solutions were injected into guinea- 
pigs and the quinine and optochin content of the liver and lungs 
determined approximately by the turbidities produced in aqueous 
solutions of the extracted alkaloids by potassium mercuric iodide. 
There is preferential fixation of the alkaloids by the lungs. ” 

H. K. 
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Cell Penetration by Acids. V. The Estimation of 
‘permeability Changes. W. J. Crozier (J. Gen. Physiol., 1922, 
6, 123—731)——The behaviour was observed of strips of the pig- 
nented mantle tissue of a nudibranch (Chromodoris zebra) on immer- 
‘Aion in solutions of acids (for the most part dichloroacetic acid). 
‘Mit was found that the rates of penetration by acid and of outward 
jifusion of pigment bore no relation to one another. Both were 
gcilitated on exposure of the tissue to tension, whereas the rate of 
id penetration was accelerated by faradic stimulation and re- 
ded by previous exposure to narcotics such as alcohol and 
Mciloroform. C. R. H. 


34 Energy Exchanges in Muscle. Orro Mryernor (Pfliiger’s 

Archiv, 1921, 191, 128—183; from Chem. Zenir., 1922, i, 153—154; 
d, this vol., i, 86, 87).—The “‘ fatigue maximum ”’ with frog muscle 
ina hydrogen atmosphere or in Ringer’s solution corresponds with 
about 0°35°% of lactic acid (calculated on muscle weight). With 
large additions of carbonate—hydrogen carbonate mixture, the lactic 
aid is increased to 0-5% and the production of work is also in- 
meased. The isometric coefficient, K,,, that is, the tension per 
entimetre of muscle length per mg. of lactic acid, falls slightly. 
The “fatigue maximum ”’ is conditioned by the concentration of 
hectic acid within the muscle. X.,,, falls during anerobic stimulation 
ad during narcosis. The ratio of the product of isometric tension 
and muscle length to work produced decreases with length of 
stimulus. The ‘‘ work coefficient,’ K,, that is, work produced 
pr mg. of lactic acid, falls with increase of temperature and is 
maller under exrobic than under anerobic conditions. The 
maximum potential energy developed in one stimulus is probably 
never more than 75% of the total energy. The relation between 
chemical and mechanical processes in the muscle of mammals is 
probably the same as in muscle of cold-blooded animals. 


G. W. R. 


The Relation between the Endogenous Katabolism and 
the Non-protein Constituents of the Tissues. H.H. MITCHELL, 
W. B. Nevens, and F. E. Kennatt (J. Biol. Chem., 1922, 52, 417— 
437)—Analyses were made of the tissue of rats maintained both 
on normal and nitrogen- and sulphur-free diets. The concen- 
tration of amino-nitrogen and of total non-protein nitrogen and 
sulphur was found to be approximately constant, whilst the value 
for creatine was slightly higher in the animals on the normal diet. 
Based on these observations, the view is advanced that the non- 
protein nitrogenous and sulphur-containing constituents of the 
tissues serve some special function in the organism other than that 
of intermediaries in protein metabolism. The endogenous kata- 
bolism represents the breaking down, not of tissue protein, but 
of these substances, which are replaced, normally, from exogenous 
sources. Only when the latter fail is replacement made by dis- 
integration of body proteins. The conception that protein disin- 
tegration is an essential part of cell activity is thus dispensed with. 

VOL. CXXII. i. rz) 
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Creatine, present in the tissues, is an end-product both of end. 
genous and exogenous metabolism; hence its slightly higher val 
in the case of the rats on a protein diet. These views are discussed 
in relation to the literature of the subject. E. 8. 


Barium in the Viscera. K. Baumann (Z. Unters. Nahy 
Genussm., 1922, 43, 383)—A pudding which caused the death of 
a man through barium poisoning was found to contain 2-34°% of 
barium carbonate. The following quantities of barium sulphate 
were found in the organs: stomach, liver, and kidneys, 40-0 mg; 
urine, 29-0 mg.; intestines, 65-0 mg.; heart, lungs, and spleen, 
11-5 mg.; total, 145-5 mg. No barium could be detected in the fi? 
blood. Three other persons who had eaten of the same pudding 
suffered from vomiting and diarrhea, but recovered on the following 
day. H. C. R. 


Constituents of the Japanese Common Earthworm. II. 
YosHrmarvu Murayama and Sarngrme6 Aoyama (J. Pharm. Soc. 
Japan, 1922, 482—492; cf. A., 1921, i, 477)—From the hot water 
extract of the dried earthworm (Perichaeta communisinca, Lum. 
bricus Spenceri) the following substances were isolated : xanthine 
0-100%, epiguanine 0-163%, adenine 0-078%, guanidine 0-023%, 
lysine 0-250%, choline 0-004%, alanine 0-031%, valine 0-237%, 
leucine 0-464%, and phenylalanine 0-025%%. Histidine and arginine 
were not definitely proved to be present. K. K. 


The Presence of Amino-acids in Milk. G. VIALE (Biochim, 
terapia sper., 1921, 8, 321—324).—Fresh cow’s milk which did not 
contain nitrogen as ammonia had an average content of 8-6 mg. of 
amino-nitrogen per 100 c.c. The amino-acids of milk (tryptophan, 
cystine) do not depend on the presence of a tryptic enzyme, but are 
secreted by the mammary glands. CHEMICAL ABSTRACTS. 


Elimination of Iron in Urine. Franz Kiscu (Wiener Arch. 
inn. Med., 1922, 3, 283—296).—The amount of iron eliminated 
in the urine is not an index of the amount of destruction of the 
erythrocytes in the body, as the urinary iron may be increased to 
a marked degree in pathological conditions in which there is either 
no, or only a slight, increased destruction of erythrocytes, as in 
chronic nephritis, catarrhal icterus, myeloid leucemia, and amy!- 
oidosis, and, on the other hand, in conditions in which there is a 
marked increased destruction of erythrocytes as in pernicious 
anzmia, the urinary excretion of iron may be smaller than in 
diseases with no increased destruction of erythrocytes. The 
urinary elimination of iron is markedly increased in all patho- 
logical conditions in which a functional injury to the reticuloendo- 
thelial system is present or at least probable. The urinary elimin- 
ation of iron in general shows no change after the intravenous 
injection of iron. In one case, however, after splenectomy, an 
intravenous injection of iron was followed by an increased excretion 
of iron, indicating that the spleen plays a role in intermediary iron 
metabolism. CHEMICAL ABSTRACTS. 
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The Presence and Detection of Tyrosine in Urine. O. 
ScxuMM and A. PAPENDIECK (Z. physiol. Chem., 1922, 121, 1—17).— 
Tyrosine can be detected by the Frerichs-Stadeler method in normal 
or pathological urines in quantities of 0-2 gram in 400 c.c. of urine, 
and by Lippich’s method in quantities of 0-01—0-02 gram in 
100 c.c. of urine. In a number of cases of icterus, no tyrosine was 
pesent. ‘Tyrosine was sometimes although not always present in 
uses of acute yellow atrophy. Sometimes in the absence of 
‘Miyrosine, crystals resembling tyrosine were obtained. Being, how- 

ever, easily soluble in water, and giving a blue colour with phos- 
photungstic acid and sodium carbonate solution, and showing no 
Millon’s reaction, they were identified as disodium urate. 


W. O. K. 


Hydrogen-ion Concentration of Human Feces. : 
RopINSON (J. Biol. Chem., 1922, 52, 445—466).—The reaction of 
‘Biuman faeces is neutral (Py 7:0 to 7-5) in normal subjects, but 
‘Busually becomes acid under the influence of laxatives. The acidity is 
apparently regulated in the intestine, variations in the reaction being 
 Bdue to a physiological factor rather than to bacterial action. E.S. 


Sensory Stimulation by Alcohols and Chlorohydrins. 
Martan Inwin (Amer. J. Physiol., 1922, 59, 151—154; 1922, 
60, 270—273).—The effect of saturated monohydric alcohols on 
the sensory mechanism of the worm Allolobophora foetida, and their 
aesthetic power are in the following order: methyl<ethyl<tert.- 


im, qanyl <n-butyl<isoamyl<n-amyl. Experiments with allyl alcohol, 
ethylene chlorohydrin, glycerol monochlorohydrin, ethylene glycol, 
and glycerol show that increase in the number of hydroxyl groups 
rsults in a diminution of stimulating efficiency, whilst a great 
inrease in efficiency results when a hydroxyl group is replaced 
bya chlorine atom, an effect which is independent of hydrogen-ion 


concentration. CHEMICAL ABSTRACTS. 


[Pharmacological Action of] Cinchona Alkaloids. Hvueu 
W. Acton (Lancet, 1922, 202, 124—128).—The pharmacological 
ation of the cinchona alkaloids is dependent on three factors in 
the complex alkaloidal molecule (annexed formula): (1) The 

N CH grouping of the quinuclidine sys- 

S\/J\ ZN tem around the asymmetric carbon 

a a atom at position 2’, as shown by 
aN Jn y CH °%: CHR’ their optical rotation. The dextro- 

al | | rotatory alkaloids (named the “‘cin- 
CH(OH)—CH °":CH,  chonine series ’’) are more powerful 
- 1 in their effects in toxicity on mice 
V4 and paramcecium, on inhibiting the 
action of enzymes, on blood pres- 

sure and uterine muscle than the levorotatory alkaloids (named the 
“cinchonidine series ’’), which are more powerful in their local anzs- 
thetic effects. (2) The vinyl group (R’) in the quinuclidine system. 
The natural alkaloids are slightly more toxic to paramcecium than the 
hydroalkaloids. The hydrogenation of the vinyl group to the ethyl 


soup in the hydro-alkaloids renders these alkaloids more difficult 
¢ 3° 
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to oxidise, and they are accordingly not so easily broken dow 
by the body-tissues. They are more toxic to mice, inhibit enzyme 
action, and cause a greater fall of blood pressure and uterine ¢o). 
traction than the natural alkaloids. (3) The group, R, occupying 
position 6 in the quinoline ring. The higher members of both 
series of the hydro-alkaloids are more toxic to mice, parameciun, 
bacteria, and leucocytes, and are more powerful as local anay. 
thetics. This action is not maintained on blood pressure, uterine 
muscle, and inhibition of enzyme action. 


(Compt. rend., 1922, 175, 241—244).—A pharmacodynamical and 
clinical study was made of a new series of unsymmetrically disub. 
stituted barbituric acids. The hypnotic powers referred to that of 
diethylbarbituric acid (veronal) as 10, were as follows: methyl. 
ethylbarbituric acid 5, ethylpropylbarbituric acid 20, ethylbutyl. 
barbituric acid 30, ethylisobutylbarbituric acid 30, ethylisoamyl. 
barbituric acid 30, ethylheptylbarbituric acid 25. As in the sym-§ji 
metrically disubstituted series, the members containing 10 and lIfji 
carbon atoms are the most active, and the ethylbuty! derivative 
appears particularly suitable for therapeutic use on account of its 
greater solubility in water, which renders it rapid in action and 
quickly eliminated. The toxicity of this derivative is proportional 
to its hypnotic activity, 0-18 gram per kilo. weight of animalfji 
being a lethal dose for a mouse, compared with 0-54 gram of veronal.ff: 
The normal human dose is 0-05—0-1 gram subcutaneously, and 
0-1—0-2 gram per os. G. F. M. 


Arsenical Poisoning and the Distribution of Arsenic over 
the Human Body. H. ScuetiBacu (Z. Unters. Nahr. Genussm., 
1922, 43, 351).—The distribution of arsenic over the body, assuming 
the weights of the various organs to be normal, in a case of death 
from arsenical poisoning is calculated as follows: lungs, 6-1 mg.; 
kidneys, 10-5 mg.; liver, 51-6 mg.; brain, 3-1 mg. expressed as 
As,O3. The total arsenic taken is estimated as 1 gram of As,0,. 
The greater part of this was removed from the body again by 
vomiting and diarrhcea. H. C. R. 


Strychnine. Soma Weiss and Rosert A. Hatcuer (J. Pharm. 
Expt. Ther., 1922, 19, 419—482).—A minimal dose of 0-15 mg. per 
kilo. body weight of strychnine sulphate produces marked physio- 
logical effects on frogs. A method of extraction of strychnine from 
tissues is described by which, in conjunction with a physiological 
test on frogs, it is claimed that as little as 0-5 mg. of strychnine 
in the blood of an adult human being can be detected. Strychnine 
when added to blood is partly adsorbed by the blood corpuscles 
(or their stroma after hemolysis), the proportion adsorbed increasing 
with increasing concentrations of strychnine. 

Strychnine is primarily destroyed by the liver, the kidney only 
excreting traces which have escaped such destruction. - 

R. H. 


VEGETABLE PHYSIOLOGY AND AGRICULTURE. i. 901 


Chemistry of Vegetable Physiology and Agriculture. 


Increased Velocity and Intensity of Action of Groups of 
Poisons or Active Drugs on Bacteria and Tadpoles produced 
by Variation of the Degree of Acidity or Alkalinity. RicHarp 
~ MaBES (Biochem. Z., 1922, 130, 14—24).—The toxicity of alkaloidal 
alts to staphylococci and to tadpoles is the more pronounced the 
meater the alkalinity of the solution, but the toxicity of sodium 
“Mi salts of active acids, for example, benzoic and salicylic, increases with 
increased acidity, whilst neutral substances, for example, acetanilide 
and urethane, act independently of the degree of acidity. 

H. K. 


Formation of Indole, and Indole Reactions. Behaviour 
Bot Indole-negative Bacteria. WattTHer FRIEBER (Zentr. Bakt. 
ME Parasitenkunde, 1921, 87, 254—277; from Chem. Zentr., 1922, 
-8i, 420)—In an investigation of the formation or non-formation of 
indole by bacteria, the principal reactions for indole were examined, 
wing indole, indole derivatives substituted in the 2-position 
(-methylindole, indole-2-carboxylic acid), indole derivatives sub- 
stituted in the 3-position (scatole, p-indole aldehyde, indole-3-acetic 
aid, indole-3-pyruvie acid, indole-3-ethylamine, indole-3-alanine, 
indole-3-glycylalanine), and indole derivatives substituted in the 
22. and 3-positions (indole-2 : 3-dicarboxylic acid, 2-methylindole- 
dalanine, indoxylearboxylic acid, isatin). The sodium nitro- 
prusside reaction is the most specific, being given only with the 
free indole nucleus. The Ehrlich reaction (p-dimethylaminobenz- 
aldehyde), the vanillin, and the naphthaquinone reactions only 
require the 3-carbon atom to be free, whilst the Salkowski reaction 
oly requires the 2-carbon atom to be free. 

All indole-negative bacteria give the positive Salkowski reaction, 
probably on account of the formation of indole-acetic acid. The 
decomposition of tryptophan by indole-positive bacteria is probably 
accomplished in two stages with indoleacetic acid as an inter- 
mediate product. In the presence of easily assimilable carbon 
compounds, indole-positive bacteria may only perform the first 
stage of tryptophan decomposition. It is unnecessary to assume 
an inhibition of proteolysis by carbohydrates. No inhibition of 
the formation of indoleacetic acid by indole-negative bacteria is 
shown by carbohydrates. Of the bacteria hitherto described as 
indole-forming, a large number form indoleacetic acid only. 


G. W. R. 


Bacteria Fermenting Lactose, and their Significance in 
Water Analysis. M. Levine (Jowa State Coll. Agric., 20, [31], 
Bull. 62).—A critical review of the methods of detection and 
classification of the colon group of organisms is given. Recent 
pollution of water is indicated much more certainly by the presence 
of organisms typified by Bacillus coli than by B. aerogenes or 
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Clostridium enteritidis sporogenes. The latter are not considered 
as characteristic of the intestinal tract and, moreover, persist iy 
water for considerable periods. A. G. P. 


The Beneficial Action of Charcoal Suspensions and other 
Substances with large Surface Development, such as Col. 
loidal Silica, Ferric Phosphate, and Agar-Agar, on the Form. 
ation of Fermentation Gases by Bacillus coli in Protein-fre 
Nutrient Media. Ricnarp Lasers (Biochem. Z., 1922, 130, 
1—13).—Finely divided substances of the type named exert a 
marked beneficial influence in weakly alkaline or acid protein. 
free nutrient media on the growth of Bacillus coli by preventing 


the detrimental supersaturation of the solution with gaseous: 


products of fermentation. H. K, 


Formation of Phenol by Bacteria. Fritz SIEke (Z. Hy, 
1921, 94, 214—223; from Chem. Zentr., 1922, i, 472).—Phenol is 
formed from the degradation of tyrosine with the removal of the 
alanine side-chain by bacterial action. Experimental conditions 
for the culture of phenol-forming bacteria and the morphological, 
cultural, and serological behaviour of Bacillus coli phenologenes, 
and B. paracoli phenologenes are described. Varieties of B. coli 
capable of forming phenol are widely distributed. Indole formation 
appears to be associated with phenol formation. G. W. R. 


Formation of Bacterial Toxins. II. Diphtheria Toxin. 
L. E. Watsum (Biochem. Z., 1922, 130, 25—67).—The optimum 
temperature for the growth of diphtheria bacilli is 34° and the 
optimum Py, 7:0. The temperature limits of growth are 20° and 
42° and the limits of Py, 5-2 to 8-9. Diphtheria toxin is completely 
destroyed after six days at 37° if the solution is more acid than 
P,, 5-5 or more alkaline than Py 9-3. The optimum P,, for obtain- 
ing the toxin is between 7-2 and 7-6. The optimum temperature for 
toxin formation is 36°. The most suitable medium for preparation 
of toxin is calf’s flesh broth with peptone. The addition of small 
amounts of manganous chloride has a marked beneficial action 
on toxin formation in many cases. H. K. 


The Utilisation of Dextrose by the Tubercle Bacillus. 
C. J. GAMBLE and Marcaret C. Herrick (Amer. Rev. Tuberculosis, 
1922, 6, 44—50).—Five strains of Bacillus tuberculosis, two human, 
two bovine, and one avian, consumed dextrose from a liquid 
medium of 2% dextrose and 0-8% dehydrated broth to the extent 
of from 12% to 80% (130 to 900 mg.) of the amount originally 
present (50 c.c.) when estimated by Folin’s colorimetric method 
for blood-sugar (A., 1919, ii, 308; 1920, ii, 337) slightly modified. 
The amount consumed runs closely parallel to the amount of 
growth recorded. No differences in the rate of consumption of 
dextrose by the different strains were detected. 

CHEMICAL ABSTRACTS. 
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Peptase, Lipase, and Invertase of Hemolytic Streptococcus. 
f. A. StevENS and Ranpotex West (J. Exptl. Med., 1922, 35, 
9923846; cf. Proc. Soc. Exptl. Biol. Med., 1921, 18, 234)—A 
method is outlined by which the enzymes of hemolytic strepto- 
coccus can be extracted with comparative ease. The peptolytic 


Othe : . : 

5 Col enzyme is active between py 4:4 and 8-7 with an optimum action 
Form. @ at pu 7°2. It is destroyed in neutral phosphate solution at a 
N-free temperature of 57° continued for ten minutes and at py 5-0 deterior- 


ates slowly at 37°. Concentration experiments with solutions 
of the enzyme have shown that it resembles other enzymes. It 
is exceedingly susceptible to chloroform and its action is inhibited 


otein tg Magy —“ 
enting by gentian-violet. Casein is attacked, but serum-albumin is not 
wseous @ digested after three days at 37°. The invertase is active between 
K. approximately py 5-0 and 8-0 with an optimum at py 7-0. It is 


destroyed by a temperature of 52° continued for ten minutes at 
py 7°0 or after six hours at 37° at py 5-0. At this acidity it is more 


Hn, susceptible to heat than the peptase. The lipase is active above 
of tho 2x 5°6. The greatest activity was observed at py 7-9. It is com- 
itions @ Pletely destroyed after heating above 55° for ten minutes and 


resembles the invertase in its susceptibility to acid. 
CHEMICAL ABSTRACTS. 


jenes, 
. coli Is the Undecomposed Hydrogen Peroxide or the Oxygen 
atin § Split from it the Carrier of Disinfecting Action ? A. MULLER 
R. (Z. Hyg., 1921, 93, 348—371)—Experiments with Bacillus coli 


in the presence of varying amounts of catalase show that the 

bactericidal action of hydrogen peroxide is a property of the 

hydrogen peroxide itself, and not of the oxygen liberated from it. 
CHEMICAL ABSTRACTS. 


= Antiseptic Action of Acraldehyde. ALserT BrERTHELOT 
ad (Rev. hyg., 1922, 44, 16—19).—Experiments on Bacillus coli, 
ie B. mesentericus vulgatus, B. subtilis, and Staphylococcus aureus 


showed that acraldehyde (stabilised by the addition of 0-2% of 
catechol) both in aqueous solution and as a vapour, is inferior 


to formaldehyde in its germicidal and inhibitory powers. 
CHEMICAL ABSTRACTS. 


The Action of Sublimate, Phenol, and Quinine on Yeast. 
Geore Joacutmoctu (Biochem. Z., 1922, 130, 239—248).— 
From measurements of the loss of weight due to carbon dioxide it is 


us. 

si8, found that the growth of yeast is inhibited by mercuric chloride 
an, over the dilutions examined between 1 in 66,000 and 1 in 1,200,000; 
uid by quinine hydrochloride at dilutions between 1 in 360 and 1 in 
ent 675, but not at higher dilutions; by phenol at 1 in 1000, but not 
lly at 1 in 10,000. The so-called Arndt-Schulz law, that small quan- 
10d § tities of a poison act in an opposite sense to large quantities, fails. 
ed. H. K. 
of The Occurrence of Emulsin in Saccharomycetes and the 
of | Existence of a Specific Enzyme Cellobiase. J. GROENEWEGE 


(Mededeel. Algemeen Proefstation voor den Landbouw., 1921, No. 9, 
1—12),.—A new species of yeast, Willia javanica, isolated from the 
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flora developing on moist caoutchouc and capable of splitting 
amygdalin into glucose, benzaldehyde, and hydrogen cyanide, is 
described. Pure cultures are easily propagated on usual yeast 
media; it ferments glucose, levulose, mannose, sucrose, and 
raffinose, but not galactose, maltose, lactose, or cellobiose. Culture 
mediums containing 1% of the glucosides to be investigated were 
inoculated with the organism and incubated at 33°. After one 
to two days active splitting was demonstrated in the case of 
amygdalin, arbutin, «sculin, and salicin by the end-products 
formed. Fermentation of the glucose liberated occurred in the 
case of amygdalin and esculin, but was soon inhibited in the case 
of the former by the toxicity of the benzaldehyde and hydrogen 
cyanide formed. By filtering cultures of the organism, drying 
over calcium chloride, and grinding to a fine powder, a powerful 
emulsin preparation is obtained which, in respect to purity, 
activity, and cost, is superior to present commercial preparations. 
Since W. javanica does not ferment cellobiose, the conclusion is 
that this disaccharide is not hydrolysed by emulsin as its com- 
ponent glucose would be fermented. The power of hydrolysing 
cellobiose, previously attributed to emulsin, must therefore be 
ascribed to a specific cellobiase occurring as an impurity in ordinary 
emulsin preparations. It is probable that traces of emulsin reported 
in brewer’s yeast are due to the presence of species of Willia. 
CHEMICAL ABSTRACTS. 


The Fermentation of Glycerol in Presence of Sulphur. 
Hans MULtER and Leo MUtter (Helv. Chim. Acta, 1922, 5, 628— 
629).—In the fermentation of dextrose, the presence of sulphur 
has the effect of oxidising or dehydrogenating the glycerol, probably 
according to the equation C,H,0,+S=C,H,O,+H,8. In presence 
of sulphur, glycerol is readily attacked by yeast with evolution 
of carbon dioxide and hydrogen sulphide. The results are of 
interest in connexion with Neuberg’s investigations of fermentation 
accelerators (A., 1921, i, 81). EK. H. R. 


The Chemistry of the Higher Fungi. XV. Chemical 
Relations between the Higher Fungi and their Substrate. 
II. Rupotr HasenOuru and JuLius ZELLNER (Monatsh., 1922, 
43, 21—41; cf. A., 1910, i, 886; 1921, i, 212).—In previous papers 
(A., 1914, i, 913; 1920, i, 131), the physico-chemical characteristics 
of heterotropic phanerogams were to a certain extent elucidated, 
and an attempt is now made to apply these results to the higher 
fungi, making use of old and new experimental data. The water 
content of a fungus is generally higher than that of its substrate 
or host. The composition of the mineral matter in fleshy fungi is 
very similar to that in phanerogams, potassium and phosphate 
being the principal constituents, calcium low, often less than the 
magnesium, sodium very low, except perhaps in some manure 
fungi, and iron always present, although sometimes in very small 
quantities. Precisely what elements are necessary to fungus 
growth, it is difficult to say; certainly potassium and phosphorus, 
but calcium is doubtful. The constitution of the substrate appears 


_, 1 oo Bee, Bs 
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not to influence the composition of the ash in fleshy fungi. Data 
concerning the ash constituents of woody and leathery forms are 
scanty, and new ash analyses are given of the following: Poly- 
stictus microloma (Léviér), Polyporus fomentarius, L., P. borealis, 
and Auricularia mesenterica, Fr. These differ in some respects 
from the fleshy forms in that potassium is lower and calcium higher. 


one § In Trametes suaveolens, Polyporus ignarius, and P. fomentarius 
e of FF calcium sulphate is specially high, and Polystictus microloma is ex- 
ucts traordinarily rich in sodium chloride. In general, the fungi contain 
the a high proportion of soluble salts, which are necessary to maintain 
Case § the high osmotic pressure required in the sap of plants containing 
_ a high percentage of water. A number of experiments were made 


ying § to compare the osmotic pressures in different fungi and their hosts, 
ttl the osmotic pressure being calculated from the analytical figures, 
ity, assuming the soluble substances present to be dissolved in the 
7 total water content. In almost every case, the osmotic pressure 


of each soluble constituent was higher in the fungus than in the 


_— host. In a number of cases, the osmotic pressure was determined 
ing from the freezing-point depression of the pressed sap or of an 
be aqueous extract of the fungus reduced to the same concentration as 
nt the sap. When the results were compared with isotonic solutions 
ted of mannitol and potassium nitrate, it appeared that the mineral 
constituents found in the ash were far from sufficient to account 
for the high osmotic pressure of the sap. The discrepancy may 
ar. be accounted for if a large proportion of the water in the sap, up 
} to 80%, is combined with colloids as water of hydration. It is 
ur concluded that the physical and chemical characteristics of the 
aly phanerogams are common to the higher fungi. 
ce In connexion with the problem of the manner in which the 
on material of the host is made available for the nourishment of the 
of fungus, experiments were made with the object of detecting cellu- 
on lose- or lignin-splitting enzymes in a number of fungi, including 
Polyporus igniarius, P. hirsutus, Trametes suaveolens, Leuzites 
sepiaria, and Armillaria mellea, but without success. Analyses 
" were made of a specimen of oak on which P. ignarius had been 
> parasitic. The oak had lost 74% of its weight, as shown by its 
ie specific gravity, yet although it had lost the whole of its starch, 
a sugar, and tannin, its composition was otherwise not different from 
; that of healthy oak, showing that the material of the oak was 
. taken up equally by the fungus. EK. H. R. 
T The Arsenic Content of some of the Marine Alge. A. J. 
€ Jones (Pharm. J., 1922, 109, 86—87).—Algze generally appear 
8 to contain a certain proportion of arsenic, varying from about 
e 0-01°% in the coarser varieties such as Laminaria and Fucus sp. to 
e as little as 0-0005% in the so-called edible seaweeds such as “ Irish 
2 moss’ (Chondrus crispus), the above percentages being calculated 
l on the air-dried weed. G. F. M. 
; 


Influence of Calcium on the Utilisation of the Reserve 
Material during the Germination of Seeds. L. MaquENnNE 
and E. Demovussy (Compt. rend., 1922, 175, 249—252).—In order 
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to determine whether the favourable influence of calcium salt 
on germination was due to an activation of the hydrolytic enzyme,, 
or of the enzymes concerned in what may be described as the 
synthetic phase of germination, the juice of the germinating seeds 
of maize, wheat, radish, etc., was examined refractometrically for 
their soluble contents. It was found that calcium salts were 
practically without influence on the dissolubility of the reserve 
food material. An analysis of the juice of germinating maize, 
with and without calcium salts, indicated a smaller total amount 
of dissolved solids in the former case, although the ratio of the 
amount of sugars present was slightly higher than the ratio of 
the other constituents, which might indicate a slight activating 
effect on maltase. The general conclusion is drawn that the 
favourable influence of calcium salts is specially directed to 
accelerating the action of the still unknown enzymes concerned 
in the synthetic phase, that is, the building-up of celluloses, etc., 
from the soluble food material of the juice. G. F. M. 


The Réle of Manganese in Plants. J. 8. McHarevue (J. 
Amer. Chem. Soc., 1922, 44, 1592—1598).—Radish, Alaska garden 
pea, Canada field pea, cowpeas, lettuce, tomatoes, spinach, carrots, 
onions, garden beans, cabbage, wheat, oats, clover, and velvet 
beans, when grown in a medium which did not contain manganese, 
made a normal growth for six or eight weeks, but thereafter 
developed a chlorotic condition and failed to make further growth 
of any consequence. The normal condition of the plants during 
the first few weeks of growth is accounted for by assuming that 
the manganese which the seed contained was sufficient to main- 
tain a normal metabolic process during this part of the plant’s 
growth, and that the chlorotic condition was a result of the lack 
of a further supply of available manganese. The first effect to 
be noted in the growth of plants from which manganese has been 
withheld is a lack in the development of chlorophyll in the newly 
formed tissues or the growing parts of the plant. This condition 
increases with time and finally results in the tips of the branches 
dying back and a cessation of further growth of any consequence 
in the plant. Leguminous plants appear to be more sensitive 
than non-legumes to lack of manganese, thus suggesting that 
manganese is concerned in nitrogen assimilation and the synthesis 
of proteins. 

Apparently manganese plays the réle of a necessary catalyst 
in plant metabolism, and together with iron functions in the 
synthesis of chlorophyll. H. W. 


The Relative Distribution of Carbohydrates in Foliage 
in its Dependence on Water Content. H. ScHrorpER and 
TruDE Horn (Biochem. Z., 1922, 130, 165—198).—If detached 
leaves of plants be allowed to wither the starch content falls off 
much more rapidly than if the leaves be kept turgid by water. 
In the case of detached leaves of Tropaeolum majus kept in the dark, 
if starch be present the sucrose content increases with diminution of 
the water content and decreases as the water content increases. 
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1 salts # The sucrose content is independent of the content of hexoses if 
Zymes, # these be expressed in the form levulose+-dextrose. It is probable 
48 the fF that the same happens in undetached leaves of plants. H. K. 

Say Antagonistic Ion Effects. Wipar BRENNER (Hyllningsskrift 
A o & iillignad Ossian Aschan, 1920, 36—44).—Experiments were carried 
wane out on cabbage leaves to show that the coagulation of a negative, 
sia hydrophile colloid by hydrogen-ions is counteracted by certain 


neutral salts. The kations investigated, in the presence of chlorine 
anion, have a counteracting influence in the following order: 
(a>Mg>K>Na. In connexion with nitrate ions the calcium-ion 
effect is greatly diminished and magnesium and potassium ions 


— produce no effect. CHEMICAL ABSTRACTS. 
1 to Effect of different Kinds of Solar Radiation on the Form- 
rned ation of Essential Oils in Plants. E. Canats (Bull. Sci. Ind. 


Roure-Bertrand fils, 1921, [iv], 3, 8—13; from Chem. Zentr., 


ete, 
Ma. & 1922, i, 580—581).—Plants of Thymus vulgaris were grown under 
J glass of different colours. Plants receiving white and blue light 
i ' &f were little different from open-air plants. With red light, however, 
“cn § growth was altered and flowering inhibited. The essential oil 
_ from plants under red light contained 25-5% of thymol, from 
ie plants under blue light 36% of thymol, and under white light, 45% 
“te ofthymol. The oil from open-air plants contained 52-5% of thymol. 
h The thymol content of the oil decreases with the decrease in the 
: xerophilous character of the plants. G. W. R. 
* Capsella bursa pastoris, Moench. R. Wasicky (Ber. deut. 
in. Pharm. Ges., 1922, 32, 142—153).—In order to determine whether 
t’s Capsella bursa pastoris can serve as an ergot substitute, capsella 
ck — plants in all stages of development were collected in both an 
to infected and a fungus-free condition. The plants were extracted 
on both with water and with alcohol of various concentrations, and 
ly fluid extracts were thus prepared from the whole plants and also 
n after separation into their individual organs, such as leaves, stems, 


fruits, etc. Care was taken to avoid as far‘as possible any dis- 
turbing factors, such as high temperatures, infection, etc. The 
extracts were injected intravenously into rats, guinea pigs, and 
rabbits, and also into isolated frog’s hearts and the intestines of 
rats, etc. It was shown that the action of the drug when free 
from fungus was only such as must be attributed to the potassium 
salts they contained. The fruits alone contained in addition 
choline or similar bases, but only in such quantity as to have a 
negligible influence on the therapeutic action. Infected plants 
had a more pronounced action probably on account of the presence 
of proteinogenous bases similar to those in ergot, but in any case 
the activity fell far below that of an ergot extract. Attempts 
to isolate acetylcholine according to the directions given by 
Boruttau and Cappenberg (A., 1921, i, 487) led to a negative 
result. It is maintained that the platinic chloride method of 
evaluating capsella extracts (loc. cit.) and Grimme’s modification 
(A., 1921, ii, 720) are valueless, as the precipitates do not? consist 
of choline compounds at all, but are potassium salts. Clinical 
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experiments confirm the uselessness of capsella preparations for 
staunching uterine bleeding, and it is concluded that the drug 
is quite useless as an ergot substitute. G. F. M. 


Copal Oil, a New Fat of the Belgian Congo. J. Pierarrts 
(Mat. grasses, 1922, 14, 6094—6097).—The most important source 
of copal oil is from the fruit of the Copaifera Demeusei. The con. 
stants of the oil are: d’®* 0°9165; m® 1:4601; saponification 
number, 1962; iodine number, 59°5; Reichert-Meissl number, 
0°67; Polenske number, 0°30; Hehner number, 94°6. A drying 
test made with the oil for one hundred and twenty days resulted 
in the major portion of the oil retaining its original consistency, 
The change in weight did not exceed 0°01%. The constants of 
the fatty acids are: solidifying point, 42°; n*! 14488; neutralis. 
ation number, 196-1; mean molecular weight, 286; iodine number, 
62°9; solid acids, 55%, liquid acids, 45%. The constants of the 
solid acids are: solidifying point, 58°5 to 60°; iodine number, 
40°2; neutralisation number, 153°9; saponification number, 
171:2. The iodine number of the liquid fatty acids was 138°9. 

CHEMICAL ABSTRACTS. 


The Oils of Grape Seeds. The Solid Fatty Acids. Method 
of Separation of Stearic and Palmitic Acids. Emi_e Anprf 
(Compt. rend., 1922, 175, 107—109).—From the solid fatty acids 
obtained from the oil of grape seeds the author has isolated stearic, 
palmitic and melissic acids. The last-named acid probably comes 
from the waxy layer on the outer covering of the seeds. Palmitic and 
stearic acids may readily be separated for identification by fractional 
precipitation of their lithium salts from solution of the mixed 
acids in 95% alcohol. W. G. 


Purging Nut Tree Oil. L. (Mat. grasses, 1922, 14, 6099— 
6101).—The tree, Jatropha curcas, Linn., is related to the castor 
and croton oil plants. The dry seeds contain from 34 to 37% of 
oil. The constants of three samples of oil from different localities 
varied as follows: d'*, 0°9183 to 0°9207; saponification number, 
191 to 193; iodine number, 95°6 to 104°3; acetyl number, 18:7 
to 25°4; Reichert-Meiss] number, 0°37 to 0°60; Polenske number, 
0°22 to 0:24. Heating at 100° for twenty-two hours discolours 
the oil, and exposing to light and air for seven hours produces a 
slight drying. The cake contains purgative substances. 
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Nitrogenous Metabolism of the Higher Plants. II. 
The Distribution of Nitrogen in the Leaves of the Runner 
Bean. ALBERT CHARLES CHIBNALL. (Biochem. J., 1922, 16, 
344—362; cf. A., 1921, i, 482).—Extensive estimations have been 
made of the nitrogen content of the leaves of the runner bean, 
particularly to determine seasonal and diurnal variations and the 
results of starvation. The results indicate the synthesis of protein 
from nitric-nitrogen through monoamino-nitrogen, and then the 
degradation of protein to “ other-nitrogen”’ followed by trans- 
location from the leaf. W. O. K. 


Organic Chemistry. 


The Energy of the Atomic Linkings in Saturated and 
Unsaturated Hydrocarbons. J. P. Wipaur (Rec. trav. chim., 
1922, 41, 441—460).—A theoretical discussion in which it is 

inted out that the energy of an ethylenic bond is, from thermo- 
chemical data, approximately 20 Cal. less than double the energy 
of the single bond. A similar relation may be deduced for aromatic 
hydrocarbons, and also for partly reduced substances derived from 
them, although in this class of compounds the difference between 
the energy of the two linkings is estimated at from 7 to 12 Cal. 
These deductions include accumulated errors, but are derived from 
a study of all the available data. From the work of Fajans (A., 

1920, ii, 354), it appears that the value of a single carbon linking 
is at least 70 Cal., therefore the smallest value tor a double bond 
is about 120 Cal. and for a triple bond about 160 Cal. By the 
combination of two CH, groups to form C,H,, considerably more 
energy is evolved than by the combination of two CH, groups to 
fom C,H,. No value of the carbon—hydrogen linking is taken 
into account in the above inferences, so that the conclusions are 
drawn from the smallest value that can be assigned to a single 
carbon linking. It results from a consideration of the fact that 
the thermochemical data do not accord with the usual stereo- 
chemical view of the ethylenic bond, and its representation by 
means of a state of strain existing between the two carbon atoms 
thus bound. H. J. E. 


Preparation of Propylene in a Pure Condition. Max 
Trautz and Karu WINKLER (J. pr. Chem., 1922, [ii], 104, 44— 
52)—Propylene is prepared in very good yield by passing propyl, 
or, better, tsopropyl alcohol over aluminium oxide or “ graphit- 
tiegelmasse ’’ ([patiev, A., 1902, i, 335) at 360°, preferably under 
diminished pressure. It is purified by passing through a receiver 
cooled in ice, then over calcium chloride and potassium hydroxide, 
through a vessel cooled in a mixture of toluene and solid carbon 
dioxide, and finally over calcium chloride. Pure propylene has 
the following constants: vapour density, 0—2% higher than 
corresponds with the molecular weight; d7?, 0-647; b. p. —47-8°/750 
mm.; it does not solidify in liquid air; xe yetiow 100102. The 
specific volume of a mixture of cyclopropane and propylene in the 
liquid condition is additive, and thus the measurement of the specific 
Volume of such a mixture gives the proportion of the constituents. 


W. O. K. 


y-Methyl-A’-pentene. Horrensz van RissecHem (Bull. Soc. 
chm. Belg., 1922, 31, 218—222)—Dehydration of methyldiethy]l- 
carbinol by means of p-toluenesulphonic acid yields a mixture of 
VOL. CXXII. i. 
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the two stereoisomeric y-methyl-A’-pentenes which may be separ. 
ated by fractional distillation. The following physical constants 
were determined: for the fraction b. p. 65-1—65-7°, di’, 0-7220- 
Nia» 13974; nig, 14058; ny, 14108; ny, 1-3997; for fraction 
b. p. 69:9—70-2°, dy, 0-7022; nig, 14047; nif, 1-4136; nt, 
1-4186; nj, 1-4072. It is claimed that this is the first separation 
of isomeric ethylenic hydrocarbons that has been effected. Both 
substances are transformed into methyl ethyl ketone on oxidation 
with chromic acid. The action of bromine on each is merely 
additive, but aqueous hydrochloric acid acts on the fraction of 
lower boiling point as an isomerising agent. Like other ethylenic 
substances, these hexenes undergo spontaneous oxidation with 
formation primarily of peroxides and subsequently of aldehydic 
substances. H. J. E. 


The Explosion of Acetylene and Nitrogen. II. Wun 
EDWARD GARNER and Kicuimatsu Matsuno (T., 1922, 121, 
1729—1736). 


The Chlorination of n-Butyl Alcohol. H. Gaur and R. 
GUILLEMET (Compt. rend., 1922, 175, 367—-369).—An experimental 
study carried out under various conditions, in presence of metallic 
iron together with control experiments in absence of the catalyst, 
shows that the proportion of alcohol unattacked by chlorine is 
greater in the absence of iron. Chlorination of the heated alcohol 
yields a smalier proportion of products of high boiling point; 
this is due to the fact that increase of temperature tends to 
the formation of acetals and thus at the higher temperature 
the fixation of chlorine is less complete. The mechanism of the 
reaction seems to depend in the first place on the oxidation of 
the alcohol; this is followed by the conversion of the aldehyde 
into an acetal by the hydrochloric acid which is formed simul- 
taneously. Sour substances are produced in quantity, one of 
which, b. p. 138—140°/15 mm., has been studied. It appears to 
be a dibuty! acetal of a dichlorobutyraldehyde and forms 60—70% 
of the total yield. Little effect is produced on it by hydrolytic 
agents; concentrated sulphuric acid decomposes it almost quanti- 
tatively into n-butyl alcohol. Oxidation by chromic acid in acetic 
acid solution yields butyl acetate or, in dilute aqueous solution, 
butyl butyrate, and in both cases a butyl dichlorobutyrate of 
b. p. 110°/15 mm. Acetic anhydride yields buty! acetate. The 
authors conclude that the two atoms of chlorine that are fixed 
form part of the aldehyde chain, and they assign to the compound 
the formula C,H,Cl,(O°CH,°CH,’CH,°CH,),. H. J. E. 


Derivatives of Trihalogen tert.-Butyl Alcohols. IV. The 
Benzoyl Ester of Tribromo-tert.-butyl Alcohol or Brometone 
Benzoyl Ester. JT. B. Aupricu and Jura E. BLaNnneR (J. 
Amer. Chem. Soc., 1922, 44, 1759—1762; cf. A., 1916, i, 115; 


1917, i, 77; 1919, i, 62; 1920, i, 611).—Brometone benzoate [tri- 
bromo-tert.-butyl benzoate], monoclinic crystals, m. p. 90°, is pre- 
pared in excellent yield when molecular proportions of benzoy]! 
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chloride and tribromo-tert.-butyl alcohol are heated together on 
4 water-bath until hydrogen chloride ceases to be evolved. It is 
not readily saponified. In striking contrast to brometone, the 
halogen atoms are not readily removed by treatment with sodium 
hydroxide solution. Its insolubility probably accounts for its lack 
of physiological action. The interaction of the trihalogeno-tert.- 
butyl alcohols with the three nitrobenzoy! chlorides leads to the 
formation of the corresponding nitrobenzoates; the meta-com- 
unds are also obtained by treatment of the parent esters with 
concentrated nitric acid. The following substances are described : 
Trichloro-tert.-butyl o-nitrobenzoate, monoclinic plates, m. p. 91°, 
m-nitrobenzoate, monoclinic plates, m. p. 87°, p-nitrobenzoate, flat 
needles, m. p. 145°; tribromo-tert.-butyl o-nitrobenzoate, monoclinic 
plates, m. p. 97°, m-nitrobenzoate, flat needles, m. p. 121°, p-nitro- 
benzoate, needles, m. p. 148°. The esters are not as active physio- 
logically as the alcohols from which they are derived, possibly 
owing to their insolubility in water. H. W. 


The Oxidation of Acetylcarbinol with Potassium Per- 
manganate. WiLL1AM Lioyp Evans and Ora L. Hoover (J. Amer. 
Chem. Soc., 1922, 44, 1730—1741; cf. A., 1916, i, 362; 1919, i, 514, 
572)—The series of experiments described in this communication 
is designed to elucidate the following points: (1) the influence 
of the initial concentration of the alkali on the character and 
amounts of the products of the reaction; (2) the effect of variation 
of temperature on the nature and quantities of the products; 
(3) the mechanism of the change in neutral and alkaline solution. 

Four general reactions, represented by the equations 
(CH,CO-CH,-OH = = CH,'CHO+°:CH:OH; CH,°CO-CH,-OH == 
CH,,CO-CH:+H-OH; CH,°CO-CH,-OH == CH,°C(OH):CH-OH; 
CH,CO-CH,-OH == CH,-C(OH)-CH,°OH], are involved in the 
oxidation of acetylcarbinol in neutral or alkaline potassium per- 
manganate solutions. The extent to which each reaction con- 
tributes to the general oxidation of acetylcarbinol depends on the 
initial concentration of the alkali used. 

Carbon dioxide and acetic acid are the sole products of the 
oxidation with neutral permanganate solutions at 25°, 50°, 75°, 
and 100°. Oxalic acid is found in all alkaline solutions except 
those in which the concentrations of the base are exceedingly 
small. 

The production of carbon dioxide at 50°, 75°, and 100° is in 
excess of that which corresponds with one gram atom equivalent 
of carbon. Acetylearbinol is oxidised to give this excess of carbon 
dioxide through the following steps : pyruvaldehyde, (hydroxypyruv- 
aldehyde), pyruvic acid, hydroxypyruvic acid, formylglyoxylic 
acid, and glyoxylic acid. The concentration of the alkali at the 
peaks of the carbon dioxide yields is approximately the same as 
that corresponding with the minimum yields for oxalic acid; the 
yield of carbon dioxide decreases as that of oxalic acid increases. 

The general effect of the alkali is to increase the velocity of the 
oxidation, to convert pyruvaldehyde into lactic acid, to increase 
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the enolisation of pyruvic acid, to increase the enolisation of 
the acetylearbinol according to the schemes : CH,-CO-CH,-OH = 


CH,-C(OH):CH-OH and CH,CO-CH,-OH —= CH,°C(OH)-CH,0K, | 


and to lower the dissociation point of acetylcarbinol in accordance 
with the expression : CH,-CO-CH,*OK —>» CH,°CO-CH:+-KOH. 

The yields of acetic acid reach a second maximum and those of 
oxalic acid a second minimum in solutions in which the initial 
concentration of potassium hydroxide is approximately 0-5N; 
these points are also a function of the temperature. 

The effect of temperature on the yield of the products of oxidation 
varies in different regions of alkalinity. H. W. 


Action of Bromine on Methylal. Franz Feisr (Z. angew. 
Chem., 1922, 35, 489—490).—The addition of bromine to methylal, 
cooled in a freezing mixture of ice and salt, leads to the formation 
of methyl bromide, dibromomethylal, CBr,(OMe),, and products 
of higher boiling point which could not be freed from an excess of 
bromine without undergoing decomposition, and have not been 
investigated further. Dibromomethylal is a colourless liquid with a 
somewhat unpleasant odour, b. p. 14:5—15°. Itis very readily hydro- 
lysed. It is highly reactive and, at 0°, effects the methylation of 
a series of substances which are not affected by methyl bromide 
under similar conditions. When treated with water, it gives 
methyl alcohol, hydrogen bromide, and carbon dioxide, together 
with formaldehyde and formic acid. With aniline dissolved in 
ether, it yields methylaniline hydrobromide and carbon dioxide. 
It converts $-naphthol into @-naphthyl methyl ether, ethyl sodio- 
malonate in the presence of light petroleum into ethyl methyl- 
malonate, and ethyl! sodioacetoacetate into ethyl methylacetoacetate. 
Cinnamic acid is not esterified by dibromomethylal, whereas its 
sodium salt is converted into methyl cinnamate. H. W. 


Vapour Densities at Low Pressures and over an Extended 
Temperature Range. I. Properties of Ethylene Oxide 
compared to Oxygen Compounds of Similar Molecular 
Weight. O. Maass and E. H. Boomer (J. Amer. Chem. Soc., 
1922, 44, 1709—-1728).—The vapour pressure, boiling point, melting 
point, surface tension, critical temperature, viscosity, and liquid 
density of pure ethylene oxide have been determined, and these 
physical constants compared with those of methyl ether, ethyl 
alcohol, and acetaldehyde. The following data are recorded: 
m. p. —111-3°, b. p. 10-73°, critical temperature, 192-0°, molecular 
heat of vaporisation, 6-00 Cal.; K (Ramsay and Shields), 1-79; 
surface tension at the boiling point, 25-8; total surface energy, 
73:1; molecular volume at the boiling point, 49-9; molecular 
viscosity at slope 0-0000323, 0-0412; molecular viscosity at slope 
0-0000987, 0-0785. The particularly good agreement of the surface 
tension data over the range —52-0° to +20-0° with the modern 
theory is pointed out. The comparison of the physical properties 
with those of the other substances mentioned emphasises the ring 
structure of ethylene oxide. The investigation of the oxonium 
compound formation, by means of freezing-point curves of the 
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binary systems between ethylene oxide and chlorine, bromine, 
water, hydrogen chloride, and hydrogen bromide, respectively, 


i furnishes evidence of the existence of double compounds, C,H,0,Cl, 


(,H,0,Cls, C,H,O,Br, C,H,0,Br,, C,H,0,6H,O, and the probable 
existence of a compound with hydrogen bromide. The com- 
ounds with chlorine and bromine exist only at low temperatures, 
at higher temperatures an interatomic rearrangement taking place. 
The vapour density of ethylene oxide over the temperature range 
14—100°, and the pressure range 0—1 atmosphere was measured, 
and it is pointed out that these data will serve for obtaining data 
on the relative molecular attraction. J. F.S. 


Preparation of Water-soluble Derivatives of Aryl Ethers 
of Higher Aliphatic Alcohols. ELEKTROCHEMISCHE WERKE 
G. mw. B. H., Heryricu Bossnarp, and Davip Strauss (D.R.-P. 
344878; from Chem. Zentr., 1922, ii, 834—835).—Ary] alkyl ethers, 
obtained by condensation of naphthols or phenols with halogen- 
substituted aliphatic hydrocarbons containing at least sixteen 
carbon atoms, using appropriate catalysts, are sulphonated until 
they are soluble in water. Monochloroparaffin, obtained by chlorin- 
ation of paraffin, is a white, wax-like substance having m. p. 35— 
40°; it gives, on heating with phenol, potassium carbonate, and 
carbon in a reflux apparatus, phenoxyparafin, a soap-like mass 
having m. p. 60°. The corresponding sulphonic acid is a semi- 
solid, fat-like substance soluble in water. Its dilute aqueous 
solution may be used for tanning. Similar sulphonic acids may 
be obtained from o- or p-tolyloxyparaffin and cetylguaiacol. 
Phenoxychloroparaffin, obtained from dichloroparaffin (m. p. 40— 
60°) and phenol, and «- or B-naphthoxyparaffin are similar to phenoxy- 
paraffin. G. W. R. 


The Reactivity of Alkyl Iodides with Sodium Benzyloxide 
and the Effect of Temperature on such Reactions. PrErcy 
Cuartes Haywoop (T., 1922, 124, 1904—1921). 


Action of Silver Sulphate in Sulphuric Acid Solution on 
certain Halogen Derivatives. E. A. Scuitov (Bull. Inst. Polyt. 
Ivanovo- Voznesensk., 1921, 4, 169—170).—A solution of silver 
sulphate in concentrated sulphuric acid acts on methyl iodide, 
ethyl chloride or bromide, or ethylene bromide more energetically 
than an alcoholic solution of silver nitrate of identical concen- 
tration. The reaction proceeds in 100% sulphuric acid, but is 
greatly influenced by the presence of water, the function of which 
has not yet been explained. 

With ethyl bromide and a strong sulphuric acid solution of 
silver sulphate, the products obtained include silver bromide and 
ethylsulphuric acid, but not ethyl sulphate; the latter undergoes 
only slow conversion into ethylsulphuric acid under the influence 
of concentrated sulphuric acid and is. hence not formed even as 
an intermediate product. The amount of ethylsulphuric acid 
separable as barium salt amounts to only about 77% of the cal- 
culated quantity. Since in the sulphuric acid solution the silver 
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probably exists as the complex ion AgSO,’, the energetic action 
on alkyl haloids is scarcely compatible with Bruyn and Steger's 
theory (A., 1899, i, 745, 849), which assumes electrolytic dissociation 
of the silver salt and alkyl haloid. i. H. P, 


The Autoxidation of Organic Sulphur Compounds. Marcu, 
DELE&PINE (Bull. Soc. chim., 1922, [iv], 31, 762—789; cf. this vol., 
i, 261).—A general survey of the subject in which the bearing of 
the work of Moureu and Dufraisse (this vol., i, 250) on organic 
sulphur compounds is discussed. The facts observed in studyin 
the effect of pressure on oxidation of phosphorus (Jorissen, A., 
1921, ii, 79, 688) are considered in their relation to the oxidation 
of sulphur compounds. As a provisional hypothesis, the author 
suggests that sulphur compounds form a group intermediate 
between those substances which are spontaneously inflammable in 
air or oxygen and others, such as benzaldehyde, which undergo 
oxidation with the formation of more stablecompounds. H.J.E. 


Behaviour of £8-Dichlorodiethyl Sulphide. S. P. Kramzr 
(Kolloid Z., 1922, 31, 150—151).—When @8-dichlorodiethy] sulphide 
is shaken with 5 c.c. of 1% sodium silicate solution, it is shown that 
in two hours each drop of the sulphide is surrounded by a sheath of 
colloidal silicic acid, and in forty-eight hours the whole tube is 
filled with colloidal silicic acid gel. The dichlorodiethy] sulphide is 
hydrolysed to dihydroxydiethyl sulphide, and the hydrochloric acid 
set free liberates colloidal silicic acid. By this change, the oil has 
lost its inflammatory properties and may be placed on the skin with 
impunity. A 10% solution of $8-dichlorodiethyl sulphide in olive 
oil or cod-liver oil, when added to 1% sodium silicate solution, is 
immediately emulsified and on centrifuging the hydrolysed product 
separates. The above experiments furnish a method of treatment 
of burns produced by “ mustard gas.”” The wound is washed and 
covered with olive oil or cod-liver oil and then washed with a 
1% solution of sodium silicate. It is then covered with a compress 
moistened with 3°% sodium silicate solution so long as it remains 
inflamed. J. F.S. 


Improvements in the Process of Converting Organic Acids 
into Esters. Ernst ZoLLInGER-JENNY (Brit. Pat. 183897).—The 
conversion of organic acids, other than polyhydroxy-fatty acids, 
into esters is greatly simplified and accelerated by the use of zinc 
or tin or other metals of the periodic group including tin. The 
metal need not necessarily be in a finely-divided state; it may be 
introduced into the apparatus in the form of a regulus, or be applied 
to the floor or wall or to a body inserted into the vessel. As soon 
as the temperature of reaction is reached and maintained, the 
conversion sets in and proceeds with considerable speed until the 
mixture is neutral. It is not essential to have an excess of the 
alcoholic component; the mixture may be in stoicheiometrical 
proportions. Organic acids of the highest molecular weights, 
including resin acids, can be converted into esters in this way, 
and the process can be applied, not only to pure, free fatty acids, 
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but also to fatty acids mixed with fat or diluted with primary 
monohydric or other alcohols. a. We. 


The Solubilities of the Alkali Formates and Acetates in 
Water. Nevin Vincent SIpGwIckK and JosEpH ALFRED HECTOR 
RopeRTS GENTLE (T., 1922, 121, 1837—1843). 


The Transformation of Sodium Formate into Oxalate. 
(. MattaNon and [MuLE] G. Marcuat (Bull. Soc. chim., 1922, [iv], 
31, 789—796; cf. Merz and Weith, A., 1882, 1049).—A study of 
the reactions which take place on heating sodium formate to 440° 
shows that its decomposition is rapid. No appreciable difference 
ismade in the yield of sodium oxalate by heating in a vacuum when 
compared with the results obtained by heating in air in presence 
of a catalyst. Sodium hydroxide when present to the extent of 
4%, is a satisfactory catalyst and increases the yield of oxalate from 
50% to 85%; as it is normally present as impurity in commercial 
sodium formate, a better yield is obtained from the latter than 
from the pure substance. A method of isolating the oxalate from 
the reaction mixture is described. H. J. E. 


Preparation of Acetic Anhydride, Acetaldehyde, or Acetic 
Acid from Ethylidene Diacetate. Socrirf& CHIMIQUE DES 
UsinEs DU RuOénzE (D.R.-P. 346236; from Chem. Zentr., 1922, ii, 
808).—Ethylidene diacetate is heated under reduced pressure in 
the presence of contact substances. The acetic anhydride thus 
formed is separated by distillation from paracetaldehyde with or 
without depolymerisation or oxidation of the latter. Jor example, 
after heating ethylidene diacetate (400 parts) with sulphuric acid 
(8 parts) at 70—80° under 160 mm. pressure, the resultant mixture 
of acetic anhydride and paracetaldehyde is either maintained at a 
medium temperature or heated with a depolymerising substance, 
whereby acetaldehyde is obtained and separated by distillation. 
Alternatively, the paracetaldehyde is oxidised to acetic acid by a 
stream of oxygen. G. W. R. 


Acetic Acid Esters of Multivalent Alcohols. I. Is there 
a Connexion between the Velocity of Saponification and the 
Method of Preparation of the Glycerol Acetins? L. Smiru 
(Z. physikal. Chem., 1922, 102, 54—73).—After a short discussion 
on the constitution of the glycerides, the author draws the con- 
clusion that all methods of determining the constitution of these 
substances which depend on the products of reaction with other 
substances and the subsequent examination of the products are 
worthless, and that for the determination of constitution some 
physico-chemical! property must be employed which will allow the 
glyceride being studied “in statu.’ Of such physico-chemical 
properties, the velocity of saponification appears to be most suit- 
able. The author has synthesised mono-, di-, and tri-acetin by 
anumber of methods, and has used the various products to deter- 
mine the velocity of saponification at 25°. The results show that 
the velocity of the acetins in alkaline aqueous solution is within 
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the limits of experimental error (1%), independent of the method 
of preparation. J. F.S, 


Decomposition of Methyl Oxalate by Acetic Acid. E. f, 
TuRNER and F. H. H. Witson (Proc. Roy. Soc. New South Wales, 
1921, 55, 63—64).—When methyl oxalate is heated with acetic 
acid in a reflux apparatus, it is more or less completely converted 
into methyl acetate and oxalic acid. Using acetic acid of 70% 
concentration, an 83°% yield of methyl acetate is obtained; stronger 
and weaker acids give lower yields. Since methyl oxalate can be 
readily obtained in a pure state from commercial methyl alcohol, 
a convenient means is afforded for preparing pure wees ee 

. H.R. 


The Preparation of certain Ferrioxalates. G. J. Burrows 
and E. E. Turner (Proc. Roy. Soc. New South Wales, 1921, 55, 
263—265).—Barium ferrioxalate is obtained by heating in aqueous 
solution the calculated quantities of ferric sulphate, barium hydroxide, 
and oxalic acid, and extracting the barium ferrioxalate with boiling 
water. The salt crystallises in slender, pale green needles of the 
composition Ba,[Fe(C,0,),],,12H,O. Hydrates containing 7, 21, 
and 22 molecules of water have been described by various authors, 
Starting with ferric ammonium sulphate, a barium ammonium 
ferrioxalate was obtained in addition to the normal barium salt. 
It crystallises, by spontaneous evaporation of the filtrate from 
the barium salt, in bright green prisms of the composition 
NH, Ba[Fe(C,0,),],3H,O. The yellow colour of ferrous oxalate, 
both in the solid state and in dilute sulphuric acid solution, sug- 
gests that it may be in reality ferrous ferro-oxalate, 

Fe[Fe(C,0,).],4H,0. 

Cinchonine ferrioxalate crystallises from dilute alcohol in pale green 
needles having the composition (C,yH,,ON,)3,H,[Fe(C,0,),],6H,0. 
Strychnine ferrioxalate, (C,,Hg0.No9)3,Hs[Fe(C.0,4)3],12H,O, forms 
pale green leaflets. Attempts to resolve ferrioxalic acid into its 
optically active components by recrystallisation of the strychnine 
salt were unsuccessful. E. H. R. 


The Formation and Stability of Spiro-compounds. IX. 
The Influence on Stability of Groups of High Molecular 
Weight. Srantey Francis Brrcnw and Jocetyn Fietp THorpeE 
(T., 1922, 121, 1821—1837). 


A Method for the Preparation of «88-Trialkylated Glutaric 
Acids. Grorce ArmAND Rosrrt Kon and JoceLtyn FIELD 
THorPE (T., 1922, 121, 1795—1803), 


Ring-chain Tautomerism. III. The Occurrence of 
Tautomerism of the Three-carbon (Glutaconic) Type 
between a Homocyclic Compound and its Unsaturated 
Open-chain Isomeride. CrristoPpHER KE_k Incoip, EDWARD 
ARTHUR PERREN, and JocELYN Fretp Tuorpe (T., 1922, 121, 
1765—1789). 


8. 


E. E. 
Vales, 
acetic 
erted 
70%, 
onger 
in be 
ohol, 
te, 


‘ethod 


i, 917 


ORGANIO CHEMISTRY. 


Zirconyl Citrate. F. P. Vunasie and R. A. Lineperry (J, 
Amer. Chem. Soc., 1922, 44, 1708—1709).—The addition of am- 
monium or potassium citrate to solutions of zirconyl chloride gives 
precipitates, soluble in excess of ammonium citrate, which may be 
washed free from ammonium and potassium compounds. The 
precipitates are therefore not double citrates, as was stated by 
Harris (A., 1899, i, 262). Normal zircony]l citrate, (ZrO)3;(CgH,0,)., 
may be prepared by the slow addition of a 0-1/-solution of citric 
acid to a freshly prepared 0-1M-solution of zirconyl chloride. If 
the zirconyl chloride is boiled before precipitation, the basic 
compound, 3ZrO(OH),(ZrO),(C,H;O,)., is obtained. J. F.8. 


Clupancdonic Acid. M. Tsustmoro (Chem. Umschau, 1922, 
29, 261—262).—The highly unsaturated acid to which the peculiar 
odour of fish oils is probably due has the formula C,,H3,0,, and 
not C,gH,,O,, although a small quantity of an acid having the 
latter formula occurs in Japanese sardine oil. Majima and Okada 
found that the acids obtained by the debromination of the ether- 
insoluble bromides from Japanese sardine oil gave mainly behenic 
acid on hydrogenation. Clupanodonic acid has been obtained 
almost pure by fractionating the methyl esters obtained from the 
highly unsaturated acids from Japanese sardine oil by the lithium— 
salt-acetone method. It is a pale yellow liquid not solidifying at 
—50°, and thick, like vaseline, at —78°. It has a fishy odour and 
the following characters : d}°, 0-9398; neutralisation value, 172-5; 
iodine value (Wijs), 390 (theoretically 384-3); 715, 15040. The 
methyl ester has d!5, 0-9247; b. p. 222°/5 mm.; n1*; 1-4960. Clu- 
panodonic acid is one of the most widely distributed compounds 
in nature, occurring in the oils of all fresh- and salt-water fish, 
reptiles, and amphibious animals. H.C. R. 


The Oxidation of Hydrocarbons, with Special Reference 
to the Production of Formaldehyde. E. W. Buair and T. 
SHERLOCK WHEELER (J. Soc. Chem. Ind., 1922, 41, 803—310T).— 
The limited oxidation of ethylene by oxygen at high temperatures 
in presence and absence of a catalyst was studied with the object 
of discovering the most favourable conditions for the production 
and possible manufacture of formaldehyde. The conclusions of 
Willstatter and Bommer (A., 1921, i, 93) were confirmed, and to 
some extent amplified. When a catalyst (platinum gauze) was 
used, even when the temperature was so low and the time of 
contact so short that a reaction was barely perceptible, hydrogen 
and carbon monoxide were the main products. ‘Traces of form- 
aldehyde were detected, however, showing that the course of the 
oxidation is the same as in absence of a catalyst. Extending 
Willstatter’s and Bommer’s experiments without a catalyst, it was 
found that as the time of heating at any given temperature decreased, 
the ratio of acetaldehyde to formaldehyde increased ; the percentage 
yield of aldehyde on ethylene increased, and at 540°, heating for 
1-5 secs., no carbon monoxide was formed. Decreasing the pro- 
portion of ethylene in the mixed gases below the 20% used by 
Willstitter also increased the yield of formaldehyde. A number 
kk 
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of experiments were made in which the reacting gases were con. 
tinuously circulated, and a yield of 75% theory of formaldehyde 
on the ethylene consumed was obtained at 575° with a heating 
time of 1 second, starting with a mixture containing 19-4% of 
ethylene and 15-8% of oxygen. It was not found possible to work 
with mixtures containing less than 14% of ethylene. These are 
inflammable, the ignition temperature being 546°. Below this 
temperature the reaction is very slow and the proportion of 
acetaldehyde formed increases. Ammonia was found to stabilise 
the formaldehyde as formed, by combining with it to form hexa.- 
methylenetetramine; using ammonia in the mixed gases, it was 
possible to isolate some formaldehyde in experiments in which a 
catalyst was used. Steam also had a stabilising effect, and experi- 
ments in which steam was used showed that formaldehyde is 
produced even when inflammation occurs. Steam and ammonia 
have also a protective action on the formic acid produced. 

The frequent occurrence of acetaldehyde in the oxidation pro- 
ducts, particularly when the reaction is slow, favours the view that 
it, and not dihydroxyethylene, is the chief intermediate product 
(cf. Bone and Wheeler, T., 1904, 85, 1637). On the hydroxylation 
theory, the scheme CH,-CHO —> OH:CH,-CHO —> 2CH,0 is 
quite possible. KE. H. R. 

A Solid Water-soluble Formaldehyde Preparation. Robert 
Conn (D.R.-P. 345145; from Chem. Zentr., 1922, ii, 1007).— 
Calcium lactate is dissolved in 35% formaldehyde solution at 
about 90°. The white, crystalline mass obtained on cooling con- 
tains formaidehyde in the unpolymerised state and readily soluble 
in water. The product contains 12—14% of formaldehyde. It 
may be used in pharmaceutical preparations. G. W. R. 


Vapour Pressure of Acetaldehyde. Roxperr Gitmour (J. 
Soc. Chem. Ind., 1922, 41, 293—294r).—The author has determined 
the boiling point of acetaldehyde corresponding with various 
pressures ranging from 100 mm. to 1011 mm. of mercury, employing 
the method devised by Wade and Merriman (T., 1911, 99, 984; 
1912, 101, 2438). The sample of acetaldehyde was synthesised 
from acetylene and had b. p. (constant within 0-03°) 20-55°/771 mm. 
The following ‘smoothed ”’ values were found for the vapour 
pressure in mm. of mercury at the respective temperatures : 27°, 
981; 25°, 911; 23°, 846; 21°, 786; 20°, 757; 19°, 729; 17°, 676; 
15°, 627; 13°, 580; 11°, 5384; 9°, 490; 7°, 451; 5°, 414; 3°, 378; 
1°, 346; 0°, 331; —1°, 317; —3°, 290; —5°, 264; —7°, 241; 
—9°, 219; —11°, 200; —13°, 181; —15°, 163; —17°, 147; 
—19°, 1382; —21°, 119; —23°, 106. The following values for the 
density were determined: d? 0-8058; d!° 0-7839. The value of 
the latent heat of vaporisation at 20°, calculated from the results 
by the method of Lewis and Weber (J. Ind. Eng. Chem., 1922, 
14, 486), was 132 cal. per gram. ‘The corresponding value of 
Trouton’s constant is 19-8. J.8.G. T. 


The Reverse Pinacolin Transformation. Brrtrit NYBERGH 
(Hyliningsskrift tillégnad Ossian Aschan, 1920, 98—102).--When 
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heated with anhydrous oxalic acid, pinacolyl alcohol yields a 
neutral ester, m. p. 24°, b. p. 130°/8 mm., 252°/760 mm., d?° 0-9433, 
and an unstable acid ester. When heated with anhydrous oxalic 
acid, the esters yielded a distillate of which fractions had b. p. 65— 
69°, d? 0-6970, n, 1-40451, and b. p. 70—72°, d? 0-7072, ny 1-41230, 
respectively, an ester, b. p. 125—127°, of unknown constitution, 
and an unsaponifiable product, b. p. 180—200°/8 mm. ‘Trans- 
formation temperatures were determined as follows: (1) pinacolyl 
alcohol and 5 mols. of anhydrous oxalic acid, 105°; (2) acid oxalic 
acid ester (dissociation temperature 133°) and 4 mols. of oxalic 
acid, 105°; (3) neutral oxalic acid ester and 4:5 mols. of oxalic 
acid, no transformation even at 135°. CHEMICAL ABSTRACTS. 


Permeability of the Glomerulus Membrane for Isomeric 
s. H. J. Hampurcer (Klin. Woch., 1922, 1, 418; from 
Chem. Zentr., 1922, i, 895).—Whilst the glomerulus membrane 
is impermeable to dextrose, it is permeable to fructose, mannose, 
and I-glucose. Experiments with a number of isomeric sugars 
showed that in some cases permeability is partial. The partial 
retention of d-galactose is held to be due to its occurrence in aqueous 
solution in two forms, one of which is retained and the other passed 
by the membrane. Quantitative separation of isomeric sugars 
by means of the glomerulus membrane was effected in the case 


of mixtures of dextrose and fructose and of dextrose and lactose. 
G. W. R. 


The Preparation of Levulose. T. Swann Harpine (J. 
Amer. Chem. Soc., 1922, 44, 1765—1768).—A solution of sucrose 
(2000 grams) in water (6000 c.c.) is acidified with glacial acetic 
acid (2 c.c.) and treated with such a quantity of invertase that 
hydrolysis is complete in about eighteen hours at 20—30°, the 
end of the reaction being judged by the initial and final polari- 
meter readings of the solution. A few grams of active decolorising 
carbon are added, and the solution is filtered. The clear, colourless 
filtrate is immediately concentrated in a vacuum to a syrup of about 
W—95°% total solids, care being taken to effect the operation at 
as low a temperature as is possible by the use of a good water pump. 
The thick syrup is mixed with two volumes of hot glacial acetic 
acid, cooled, seeded with dextrose, and allowed to crystallise at 
15—20° during three or four days. The dextrose is removed and 
washed thoroughly with glacial acetic acid; its weight should be 
36—37:5%% of that of the sucrose taken. The filtrate is diluted 
with two volumes of distilled water and concentrated to a thin 
syrup in a vacuum at a low temperature. The resulting thin syrup 
is again diluted with water and subsequently concentrated at a 
low temperature until it contains about 90—95% of total solids. 
The final syrup is mixed with an equal volume of hot glacial acetic 
acid, the mixture cooled somewhat, seeded with levulose, and 
allowed to remain at 15—20°, crystallisation being usually complete 
In two or three days. The crystals are removed and washed with 
glacial acetic acid. The yield of crude sugar is 23-5—28%, of the 
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weight of sucrose taken. Further purification is effected by dis. 
solving the crude product (400 grams) in boiling ethyl alcohol 


(75%, 200 c.c.), adding absolute ethyl alcohol (300 c.c.) and def; 


colorising with active carbon. The filtered solution is diluted 
further with absolute ethyl alcohol (100 c.c.), seeded with leevulose, 
and allowed to crystallise in a desiccator at the atmospheric tem. 
perature. The yield is 75—80% of the weight of crude sugar 
taken. Generally, a second crystallisation by the same method is 
necessary for the production of a pure material. H.W. 


The Action of Hydrogen Peroxide on Pure Solutions of 
Dextrose, Levulose, Sucrose, Lactose, and Maltose. (. W. 
ScHONEBAUM (Rec. trav. chim., 1922, 41, 503—508).—Previous 


workers on this subject appear to have obtained contradictory} 


results. The author tinds that hydrogen peroxide in dilute solution 
has practically no action on sugars, with the exception of sucrose, 
even when heated at 70°. At this temperature, sucrose undergoes 
partial inversion; this, however, does not occur if the solution is 
slightly alkaline. Sugars are decomposed by concentrated solutions 
of hydrogen peroxide. H. J. E. 


Crystalline Glucose-ammonia and _ isoGlucosamine. 
ArTHUR Ropert Line and DinsHaw Rarttonsi Nanat (T., 1922, 
121, 1682—1688). 


Crystalline Salts of some Physiologically Important Sugar 
Phosphates. C. Neusrere and O. Datmer (Biochem. Z., 1922, 
131, 188—192).—The salts of the phosphoric esters of the sugars 
prepared hitherto have been amorphous. By use of the alkaloids, 
crystalline salts can be obtained. The following are described. 
Di-strychnine hexosemonophosphate crystallises with 5H,O, has no 
characteristic m. p., and gives [a]? —30-8° in 50% alcohol. The 
barium salt regenerated from this has [«]!j +2-89°. Di-brucine 
hexose-monophosphate crystallises with 9H,O and decomposes about 
160°. It has [«], —26-85° in 20% alcohol. The cinchonidine salt 
has also been prepared. Di-strychnine hexose-diphosphate crystal- 
lises with 2H,O and has [«]}} —20-4° in 65% alcohol. Di-strychnine 
sucrose-monophosphate crystallises with 6H,U, but shows no rotation. 
It is prepared from Merck’s calcium saccharophosphate (hesperonal- 
calcium). H. K. 


The Inversion of Sucrose by Alkaline Copper Solution. 
L. Maquenne (Bull. Soc. chim., [iv], 1922, 34, 799—806; cf. A., 
1916, ii, 56, 156, and 202).—The author refers to his previous work 
on this subject and points out that Canals (this vol., ii, 592) has 
obtained incorrect results in ignoring this work. He repeats, with 
ar the details of the method and technique =. by 

im. J.D, 


The Constitution of the Disaccharides. VI. The Biose 
of Amygdalin. Watrer Norman Haworru and GRACE 
Cummine Lerrou (T., 1922, 121, 1921—1929). 


Th 


by dis. 
alcohol 
nd de. 
diluted 
Vulose, 
C tem. 
sugar 
hod is 
.W. 


ms of 
C. W. 


>Vvious 


ictory 


lution 
crose, 
TZ0es 
ion is 
itions 
E. 


nine. 
1999, 


i. 921 


ORGANIO CHEMISTRY. 


The Action of Ozone on Pure Solutions of Maltose. C. W. 
ScHONEBAUM (Rec. trav. chim., 1922, 41, 501—502; cf. this vol., 
i, 223, 717).—Three hours’ ozonisation of a 5% solution of maltose 
efects no decomposition even at 70°; in 0-1N-acid solution, no 
change occurs at the ordinary temperature, but rapid inversion 
takes place at 70°. In 0-1N-alkali solution, about 35% of the 
sigar is decomposed at the ordinary temperature, whilst at 70° 
it is rapidly destroyed, although complete decomposition requires 
considerable time. The products are similar to those in the other 
eases Which have been studied, namely, water and carbon dioxide, 
with formic acid as an intermediate substance. H. J. E. 


Pentosans. Emm Heuser (J. pr. Chem., 1922, [ii], 104, 
30)—A reference to a paper of Salkowski (this vol., i, 323) bearing 
on the author’s work (cf. this vol., i, 113). W. O. K. 


Combination of Iodine and Starch. I. Hans von EULER 
and Stra Beroman (Kolloid Z., 1922, 31, 81—89).—With the 
object of ascertaining the nature of the blue substance formed 
between soluble starch and iodine, the authors have carried out a 
number of partition experiments between a benzene solution of 
iodine and water, potassium iodide solution, 1% soluble starch 
solution, and starch solution containing various amounts of potass- 
jum iodide, respectively, at 6°, 15°, and 30°. It is shown that 
aqueous solutions of soluble starch dissolve more iodine than pure 
water and that the solubility of iodine in starch solutions con- 
taining potassium iodide is greater than the sum of the solubilities 
in starch solution and an aqueous solution of potassium iodide. 
That is, the power of starch to take up iodine is increased by the 
presence of potassium iodide. The absorption spectra of starch 
solution, starch iodide solution, and mixtures of these two respec- 
tively with various amounts of potassium iodide have been measured. 
The results show that there is a considerable displacement of the 
absorption of starch iodide by potassium iodide. The absorption 
is increased in the blue region by the addition of potassium iodide, 
and thereby the solution takes on a red colour. J.F.S. 


Combination of Iodine and Starch. II. Hans von EULER 
and SrurE LANDERGREN (Kolloid Z., 1922, 31, 89—90; cf. pre- 
ceding abstract).—The partition of iodine between starch solutions 
and a toluene solution of iodine has been investigated with the 
object of ascertaining the influence of the quantity of starch on 
the amount of iodine taken up by the starch. In all cases, soluble 
starch was employed. The results show that in solutions of varying 
concentrations of starch (0:-27—1-9%) and constant concentration 
of potassium iodide (0-001N) the amount of iodine extracted from 
toluene solutions of iodine (I—8 gram per 100 c.c. of toluene) does 
not increase with increasing concentration of starch. J. F.S. 


Plant Colloids. XIII. Synthetic Amylo-phosphoric 
Acids. M. Samec and ANKA Maysr (Koll. Chem. Bethefte, 1922, 
16, 89—98).—It is shown that when the erythroamyloses from 
the starch grains are esterified with phosphoric acid, a product 
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which corresponds in all points with amylopectin is obtained. B 
a similar treatment, the amyloamyloses are converted into a jelly. 
forming substance analogous to amylopectin. The iodine colour 
of these phosphorus-containing substances is the same as that of 
the starting materials, provided that during the esterification no 
fundamental change of the basal substance has taken place. The 
power of colouring with iodine is therefore to a large extent in. 
dependent of the degree of hydration and the degree of association 
of the substance. The contradictory statements regarding the 
iodine colour of amylopectin are brought into line, and it is shown 
that a comparison of the phosphorus-containing starch hydrocarbons 
furnishes information with respect to the formation of jellies. 

J. F.S. 


Chemistry of the Manufacture of Artificial Silk. K. Hxss 
(Textilber. Wiss. Ind. Handel, 1922, 3, 41—46; from Chem. Zentr., 
1922, i, 738—739).—In the dissolution of cellulose by copper 
oxide-ammonia, the cellulose is supposed to be depolymerised to 
a simpler compound which combines with copper. On precipit- 
ation, the copper forms a normal salt, whilst the cellulose con- 
stituent polymerises by virtue of its residual affinity. By the 
action on cotton of acetyl chloride saturated with hydrogen chloride, 
the acetyl compound of a depolymerisation product of cellulose 
is obtained. It is probable that two molecules of this are com- 
bined in the cellulose molecule. A constitutional formula for 
cellulose is given. G. W. R. 


Saccharification of Cellulose. P. P. Bupnrikov and P. V. 
ZOLOTAREV (Bull. Inst. Polyt. Ivanovo-Voznesensk, 1921, 4, 119— 
128).—When dry filter-paper is saccharified by treating it with 
cold 72% sulphuric acid, then diluting the transparent solution 
obtained until it contains only 3% of acid, and heating this in an 
autoclave at 120° for two hours, the percentage of dextrose in the 
resulting liquid does not exceed 0-6. The concentration of the 
sugar may, however, be increased by diluting the strongly acid 
solution, not with water, but with dextrose solution previously 
obtained in the same way and freed from sulphuric acid. When a 
solution containing 1% of dextrose and 3% of sulphuric acid is 
introduced into the cathode chamber of an electrolytic cell and the 
anode chamber, separated by means of a porous pot, is charged 
with water acidified with sulphuric acid, electrolysis should result 
in the collection of all the acid in the anode chamber; with a 
suitable porous pot, as much as 91-5% of the acid was separated 
by this method. = me: 


Cellulose Nitrate. A. Anaxtt (Z. ges. Schiess. u. Sprengstoffw., 
1922, 17, 113—115).—The action of pyridine on collodion-cotton 
(12% nitrogen) was studied with the object of elucidating the 
changes undergone by the basic organic stabilisers usually added 
to cellulose nitrate and glyceryl nitrate powders. The nitro- 
cotton was extraordinarily easily gelatinised by the pyridine, 
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forming a very viscous liquid, which, however, rapidly lost its 
viscosity and in a few days had the appearance of ordinary pyridine. 
On adding water to the solution, a white, resinous mass was pre- 
hat of @ cipitated, which tenaciously retained the odour of pyridine even 
after solution in sulphuric acid. The white powder obtained com- 


on no es : ; : : 
The @ prised 80% of the original nitro-cotton, was easily soluble in acetic 

nt in. @ acid, soluble in alcohol, but almost insoluble in ether and in benzene. 

iation @ The substance burnt much more slowly than the original nitro- 


g the g cotton. Its nitrogen content varied between 9% and 10%, and it 
was similar to the product obtained by Berl and Fodor (A., 1911, i, 
964) by the action of aikali hydroxides or carbonates on very dilute 
solutions of cellulose nitrate in alcohol and ether. When heated 
§. ina glass tube, the substance began to go brown at 165°, and 

became almost black at 250°. An alcoholic solution of the sub- 
Hess § stance when poured into water gave a very stable, opalescent, 
colloidal solution, which was coagulated by sodium chloride, am- 
nonium sulphate, or gelatin, but gave no precipitate with aqueous 
d to @ tannin. With benzene and sulphuric acid, nitrobenzene was 
produced, whilst sulphuric acid and mercury caused an evolution 
of nitrogen tetroxide. A small quantity of the solution poured 
the | on to a test-paper saturated with dimcthylaminoazobenzene gave 
ride, after 2 short time an intense red colour. The colloidal solution is 
insoluble in ammonia, but easily soluble in alkali hydroxides, the 


llose 
om- | solution giving a voluminous white precipitate with acids. Am- 
for § moniacal silver nitrate is reduced by the colloidal soiution, but 
R. Fehling’s solution is almost unaffected. The substance reacts 
readily with phenylhydrazine. The development of acidity is 
_V. §f ascribed either to the volatilisation of the pyridine or to hydrolysis 
9— § of a pyridine salt. H. C. R. 
vith 
tion Copper Salts of Aminosulphonic Acids. Marcen DELEPINE 
an and Ren& Demars (Bull. Sci. Pharmacol., 1922, 29, 14—20; from 
the Chem. Zentr., 1922, i, 634).—An investigation of the formation of 
the complex salts of copper with amino-acids. Dimethylamino- 
cid sulphonic acid forms a simple copper salt, [Me,N-SO;],HCu,5H,0, 
sly | light blue crystals. The nickel salt, [Me.N-SO,],Ni, forms small, 
n & bluish-green crystals, m. p. 128—129°. Neither of these is a 
is complex salt. The acid potassium hydrogen salt of aminomethane- 
the disulphonic acid gives a copper salt, [NH,*CH(SO,K)-SO,],Cu, 
red of deeper blue colour than copper sulphate but of lighter blue than 
ult copper salts of «-amino-acids. The nickel salt is pale blue. Among 
a the 6-amino-acids, taurine has no action on cuprous oxide. Phenyl- 
ed taurine dissolves cuprous oxide, giving a greenish-blue colour 
which soon changes to red and brown. Phenylmethyltaurine and 
phenylethyltaurine, also, do not give copper salts of constant 
v., composition. G. W. R. 
on. 
he Syntheses of Alkylidenecyanoacetic Acids and of Sub- 
> stituted Succinic Acids. I. Acids containing Aromatic 
0- Residues. ARTHUR LapwortH and JOHN ALEXANDER McRae 
(T,, 1922, 121, 1699—1712), 
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The Preparation of Methylguanidine, and’ of 66-Dimethy]. 
guanidine by the Interaction of Dicyanodiamide, and Methyl. 
ammonium and Dimethylammonium Chlorides Respectively, 
sane ALPHONSE WERNER and JAMES Bet (T., 1922, 121, 1790~ 

94). 


The Formation of Bromine Derivatives of Carbon Com- 
pounds without the Production of Hydrogen Bromide. 
Breas Monan Gupta and Joceityn Frerp Tuorre (T., 1922, 
121, 1896—1904). 


Butenonitriles. II. P. Bruy.anrts (Bull. Soc. chim. Belg., 1922, 
31, 225—230; cf. this vol., i, 817).—Vinylacetonitrile reacts readily 
with alcohols, yielding (-alkoxybutyronitriles, when a trace of 
the corresponding sodium alkoxide is present. In the case of the 
lower alcohols, the yield is diminished by reason of the polymerisation 
of the nitrile. The additive products, of the general formula 
OR-CHMe:CH.,’CN, are colourless liquids of pleasant odour; the 
following have been prepared: @-methorybutyronitrile, b. p. 169— 
170°/759 mm.; d?, 0-91643; ng,, 1-40664; nj, 1-40938; njf,, 
1-41363; 8-ethoxybutyronitrile, b. p. 175-5—176-5°/764-7 mm.; 
d?, 0-89164; nz,, 1-40814; n¥, 1-41076; Nizg, 141537; B-propoxy- 
butyronitrile, b. p. 192—193°/766-5 mm.; d?, 0-88312; nz, 
1-41183; nj, 1:41443; ng, 1-41908; 8-isopropoxybutyronitrile, 
b. p. 182—183°/764-2 mm.; d?, 087408; n#,, 1-40994; n®, 
1-41235; nig, 1-41759; 8-allyloxybutyronitrile, b. p. 196—198°/768 
mm.; d;, 0-90165; nz, 142176; nZ, 1-42441; Nig, 1:42935; 
8-butoxybutyronitrile, b. p. 209-5—210-5°/757-5 mm.; d®, 0-87785; 
Ni» 141765; np, 1-41961; ng, 1-42474; B-isobutorybutyronitrile, 
b. p. 201—201-5°/763-5 mm.; d?, 0-86876; n#,, 1-43123; n®, 
1-41573; nig, 1-42073. An attempt to prepare the phenol derivative 
was not successful, leading to the formation of a mixture of the 
two crotononitriles from the vinylacetonitrile; the author states 
that this is due to the formation of an additive product and its 
subsequent decomposition. The action of concentrated sulphuric 
acid on the nitrile results in the formation of isocrotonic acid, and 
the mechanism of the reaction is discussed. H. J. E. 


Optically Active Diazo-compounds. II. H. M. Currzs 
and W. A. Novzs (J. Amer. Chem. Soc., 1922, 44, 1798—1810).— 
In a previous communication (Marvel and Noyes, A., 1921, i, 15), 
an account has been given of unsuccessful experiments under- 
taken in the hope of preparing optically active aliphatic diazo- 
compounds in which the only asymmetric carbon atom is combined 
with the two nitrogen atoms. Subsequently, Levene and Mikeska 
(A., 1921, i, 233) have described optically active ethyl diazosuc- 
cinate. Six such active compounds have now been prepared. 
The failure of former experiments is due to the fact that such 
compounds racemise very easily; it is necessary to carry through 
all operations very carefully and to distil the compounds under a 
very low pressure. 

Ethyl d-glutamate hydrochloride, m. p. 96—98°, is dissolved in 
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mater and the solution is mixed with sodium acetate, sodium 
itrite, and ether and diazotised at —10° by the gradual addition 
of sulphuric or acetic acid. The product, which is a mixture of 
the corresponding diazo- and hydroxy-esters, is treated with a 
quantity of sodium methoxide dissolved in ether and methyl 
alcohol sufficient to unite with the hydroxy-ester, and the diazo- 
ater is subsequently distilled under greatly diminished pressure. 
4s thus obtained, ethyl «-diazoglutarate has b. p. 92—93°/0-1 
mm., [%]> +0-87° to -+1-68°. Hydrolysis of the optically 
ative ester by dilute sulphuric acid gives an optically active 
product which is probably a mixture of ethy! glutaconate and ethyl 
i-ketotetrahydrofuran-2-carboxylate. Saponification of the pro- 
ducts of the hydrolysis of the diazo-ester yields an optically active 
odium salt which rotates in the same direction as the original 
amino-acid. When the sodium salt is acidified and the mixture 
extracted with ether, the ethereal extract is optically active in the 
sme sense as the original amino-acid. Ethyl d-diazoglutarate is 
reduced by aluminium amalgam in the presence of moist ether 
and the product is hydrolysed by acid to glutamic acid, the rotation 
of which is about 13% of that of the pure substance. 

Ethyl d-glutamate is converted at 160—170°/20 mm. into ethyl 
j.pyrrolidone-2-carboxylate, m. p. 54° after softening at 49—50°, 
[t}) —2-45° in aqueous solution (cf. Fischer and Boehner, A., 
1911, i, 485). 

Methyl d-glutamate hydrochloride, which could not be caused 
to solidify, is converted in a similar manner into methyl «-diazo- 
glutarate, b. p. 86—87°/0-5 mm., 85—86°/0-4 mm., 82—83°/0-2 mm., 
d? 1-185, ni} 1-4753, [a] +-0-89°. 

isoPropyl d-glutamate, a colourless, viscous liquid, b. p. 115— 
117°/0-15 mm., d? 1-023, nf 1-4402, [«]}} +5-08° (the hydro- 
chloride is non-crystalline) is transformed by nitrous acid into 
isopropyl «-diazoglutarate, [a], +-1-24°, which could not be distilled 
without decomposition; the crude material is hydrolysed by 
sulphuric acid (20%) to‘isopropyl «-hydroxyglutarate, nj 1-4440, 
[x}# +1-12° in ethereal solution. 

An attempt to prepare n-butyl d-glutamate resulted in the 
production of n-butyl 5-pyrrolidone-2-carboxylate, a colourless liquid, 
b. p. 151—153°/0-2 mm., d? 1-1101, nz 1-4773, [«]f —12-39°. 

Ethyl /-aspartate hydrochloride, m. p. 95°, is converted by 
nitrous acid into ethyl «-diazosuccinate, b. p. 77—78°/0-1 mm., 
d? 1-139, n® 1-4620, [«]§ —1-23°. When hydrolysed with dilute 
sulphuric acid, it gives a product which has [«]j} —0-98° in ethereal 
solution. 

Ethyl /-«-amino-n-hexoate hydrochloride (cf. Noyes and Marvel, 
loc. cit.) is converted into ethyl 1-«-diazo-n-hexoate, b. p. 54—55°/0-35 
mm., n} 1-4543, d? 0-974, [«]# —1-92° when dissolved in anhydrous 
ether. When hydrolysed with dilute sulphuric acid, it gives a 
levorotatory product from which a levorotatory sodium salt is 
obtained after treatment with sodium hydroxide. The aqueous 
solution of the latter, when acidified and extracted with ether, 

yields a levorotatory ethereal extract. Hthyl d-«-diazo-n-hexoate, 
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b. p. 54—55°/0:35 mm., d? 0-97, np 1-453, [«]> +1-84° in dry 
ethereal solution, is prepared similarly from ethyl d-a-aming. 
n-hexoate hydrochloride. 


Ethyl «-diazoisohexoate, prepared from ethyl J-«-aminoisohexoate§ 


hydrochloride, has b. p. 49—50°/0-50 mm., d? 0-961, nj) 1-4333, 
[«]j} —1-52° in ethereal solution. 

The production of partly active hydroxy-esters by the treat. 
ment of diazo-esters with dilute acids together with the formation 
of partly active amino-esters by their reduction may indicate the 
existence of two forms of diazo-ester, possibly corresponding with 
the compounds indicated by the Curtius and Angeli—Thiele formuls, 
respectively. 

It seems impossible to reconcile the Curtius formula for active 
diazo-esters with the ideas of atomic structure and of non-polar 
valency proposed by Lewis and Langmuir. The Angeli-Thiele 
formula may be reconciled with these theories if it is assumed that 
the polar valency between an ammonium group and another atom 
is a definite bond located in a fixed position in the compound (ef. 
Noyes and Potter, A., 1915, i, 79). H. W. 


The $-Chlorovinylarsines. FREDERICK GEORGE MANN and 
WILLIAM JACKSON Pope (T., 1922, 121, 1754—1759). 


Manufacture of Allylarsinic Acid. F. Horrmann-La Rocur 
& Co. (Brit. Pat. 167157).—Allylarsinic acid, C,H,;-AsO(OH),, 
colourless needles or coarse prisms, m. p. 129—130°, is prepared 
by treating tertiary alkali arsenites in aqueous solution and in 
the presence of an excess of alkali with allyl haloids. The silver 
salt, sodium hydrogen salt (+-aq), colourless, lustrous tablets which 
partly melt at 87—88°, the hygroscopic disodium salt, and the 
insoluble zinc, lead, copper, cobalt, and tron salts are described. The 
acid is not precipitated by the addition of magnesia mixture or 


calcium chloride to its cold ammoniacal solution, but, on being § 


heated with these reagents, it precipitates a white magnesium or 
calcium salt. H. W. 


isoPropylstannonic Acid and its Derivatives. Jon 
GERALD FREDERICK Druce (T., 1922, 121, 1859—1863). 


Preparation of cycloPropane in a Pure Condition. Max 
Trautz and Karn WINKLER (J. pr. Chem., 1922, [ii], 104, 37— 
43).—cycloPropane is conveniently prepared by the reduction of 
trimethylene bromide in amyl alcohol by zine dust at 100—115°. 
The gas evolved is fractionated at a low temperature in an apparatus 
which is described, and pure cyclopropane obtained with the following 
constants: vapour density, 1-45—1-49; d;” of liquid, 0-720; 
m. p. —127°; b. p. —34-5°/750 mm.; nye 1-000977. 

W. O. K. 

Problems of Organic Chemistry. I. The Velocity of 
Ring Fission in Gases. Isomerisation of cycloPropane. 
Max Travutz and Kart WINKLER (J. pr. Chem., 1922, [ii], 104, 
53—79).—As no case of intermolecular change in a gas has so far 
been studied kinetically, measurements have been made of the 
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reversible reaction, propylene == cyclopropane. The mixture re- 
silting by passing pure cyclopropane or propylene through a tube 
at a definite temperature of about 600° or 700° is analysed by 
fnding the density of the product in the liquid state at —79° 
(cf. this vol., i, 909). The result has to be corrected for the 
plymerised material also formed. The equilibrium mixture con- 
sists very largely of propylene. The isomerisation of cyclopropane 
to propylene is unimolecular, and its speed is influenced by the 
shape of the vessel and the material of which it is made, although 
these effects decrease in magnitude with rise of temperature. The 
heat of the reaction at 550—650° is calculated to be 63900 cal. At 
higher temperatures the reaction proceeds further and carbon, 
methane, and hydrogen are formed from propylene. W. O. K. 


Application of the Octet Theory to Single Ring Aromatic 
Compounds. Ernest C. Crocker (J. Amer. Chem. Soc., 1922, 
44, 1618—1630).—A theoretical paper in which the Lewis—Langmuir 
octet theory is considered as undergoing evolution, in that the 
original cubical octet has given way in certain cases to that of an 
octet which consists of four pairs of electrons arranged as are the 
points of a tetrahedron. The pairing tendency of electrons is 
considered as possibly due to the presence of magnetic properties 
in the electrons (magnetons). The Kekulé, Dewar, and centric 
formule of benzene are expressed in octet nomenclature and are 
considered as unstable forms. A stable arrangement is deduced 
and shown to be applicable, not only to benzene, but also to other 
aromatic compounds. In this arrangement, there is a ring of six 
carbon atoms, each singly linked to its neighbour on either side 
and to hydrogen. The remaining six electrons are situated between 
the carbon atoms in the plane of the ring, thus forming an octet 
for each carbon atom. These six “‘ aromatic’ electrons are con- 


| sidered as being in stable equilibrium only when paired up near 


carbon atoms 1, 3, and 5, or 2, 4, and 6 (or oscillating between 
these forms in benzene itself or in derivatives containing six identical 
substituents). Substituents on the carbons are considered as 
favouring the retention of one or other grouping of electrons, 
according to their electrical action on the adjacent or very near 
electrons, resulting in ortho, meta, or para patterns. Substituents 
with more than five kernel charges on the octet joining the ring 
plus its attached hydrogens are indicated as favouring the ortho 
and para patterns (as in toluene and chlorobenzene), and those 
with five or less charges as favouring the meta pattern (as in nitro- 
benzene and benzaldehyde). Substitution is considered as possible 
only when the hydrogens are lightly held (‘‘ open” positions of 
the adjacent aromatic electrons). The influence of these electrons 
is to “ open” or “close” positions according to their attractive 
action on the hydrogen kernels. The relative ease of substitution 
into the various substituted benzenes is treated as a result of 
polarity considerations, which are developed as an essential conse- 
quence of the octet theory, and an addition to the above-mentioned 
aromatic structural considerations, Preference for substitution 
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in ortho- or para-positions is treated in like manner. Pyridine, 
thiophen, furan, and pyrrole are treated similarly and afford striking 
confirmations of the postulated structure in their behaviour, 
Addition of any kind is shown to be inconsistent with the retention 
of the aromatic structure in the remainder of the ring. J. F.§. 


Conjugation and the Structure of Benzene. Maurice L, 
Huaatns (J. Amer. Chem. Soc., 1922, 44, 1607—1617).—A theo. 
retical paper, in which on the basis of an assumed maximum in 
the force-distance curves, representing the repulsion between 
electrons, the probable mechanisms of the simplest types of organic 
reactions are given and explained. As intermediary steps in these 
reactions, bonds of three or four or more electrons surrounded by 
three, four, or more atomic nucleii are assumed. The reactivity of 
double and triple bonds is explained on this point of view. Con. 
jugation is briefly considered and the structure of typical com. 
pounds given, some of these being similar to those put forward by 
Erlenmeyer. The relationship of keto-enol tautomerism to con- 
jugation is also discussed. When this idea of conjugation is applied 
to benzene, a formula of the centroid type, as proposed by Kérner, 
is obtained. The evidence for and against this structure is briefly 
considered. It is shown that the objections raised against it are 
all invalid or inconclusive. On the other hand, the known properties 
of benzene and its derivatives are very adequately represented by 
their centroid structures. Further, recent evidence from crystal 
structures proves that this benzene structure is the correct one. 


J. F.S. 


Oxidation of o-Toluenesulphonamide. A. V. Pamritov 
(Bull. Inst. Polyt. Ivanovo-Voznesensk, 1921, 4, 167—168).—In 
the oxidation of o-toluenesulphonamide to o-benzoicsulphinide 
(‘‘ saccharin”) by means of potassium permanganate, the yield 
obtained is increased by 10—15% and the proportion of per- 
manganate required diminished by nearly 50% if the alkali salt 
of the sulphonamide is used instead of the free sulphonamide. 
Electrolytic oxidation of the sulphonamide (Chemische Fabrik 
vormals von Heyden, D.R.-P. 85491), like that of p-toluenesulphonic 
acid (Sebor, A., 1903, i, 554), gives unsatisfactory results. ae 

T. &. &. 


The Formation of Derivatives of Tetrahydronaphthalene 
from y-Phenyl Fatty Acids. II. Arnotp Stevenson and 
JOCELYN Fieip THoRPE (T., 1922, 121, 1717—1722). 


Absorption of Ultra-violet Rays by Naphthalene. VIcToR 
HENRI and PIERRE STEINER (Compt. rend., 1922, 175, 421—423). 
—A quantitative measurement of the absorption of solutions of 
naphthalene in hexane, ethyl ether, alcohol, and water reveals 
seventeen bands between A=3207 and A=2563 and one band in 
the extreme ultra-violet at A4=2209. The absorption curve of 
naphthalene is displaced towards the red with respect to that of 
benzene, and its absorption is more than ten times as strong as 
that of benzene. The frequencies of the naphthalene bands present 
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a double periodicity which corresponds with the fundamental 
intervals a=921 and b=159. The influence of the solvent on the 


spectrum of naphthalene is the same as in the case of benzene. 
W. G. 


Triphenylmethyl. XXX. Diphenyl-$-naphthylmethyl and 
the Colour of Free Radicles. M. Gomsprre and F. W. SULLIvan, 
jun. (J. Amer. Chem. Soc., 1922, 44, 1810—1833).—Diphenyl- 
g-naphthylmethyl has been isolated in the crystalline state. The 
conductivity of the free radicle has been examined in sulphur 
dioxide and the conductivities of the chlorides and bromides of 
triphenylmethyl, diphenyl-«-naphthylmethyl, and diphenyl-$-naph- 
thylmethyl have been determined in both sulphur dioxide and 
hydrogen cyanide. The results show that the property of electro- 
lytic dissociation is general for this class of compound. The 
bromides give strongly conducting solutions with but little difference 
between the conductivities of the individuals. The chlorides are 
not such good conductors, and there is a variation among them. 
The conductivities of the chlorides are related in the same way 
as the dissociation of the corresponding free radicles, the order of 
diminishing conductivity being, dipheny!-«-naphthylmethy] chloride, 
diphenyl-8-naphthylmethy] chloride, and triphenylmethyl chloride. 
The latter has a large negative temperature coefficient of con- 
ductivity. The same relationship holds for the free radicles ; 
dipheny!-8-naphthylmethyl is a better conductor than triphenyl- 
methyl. The conductivity of the triarylmethyl haloids in hydro- 
cyanic acid is uniformly greater than in sulphur dioxide. The 
bromides show molecular conductivities comparable to that of an 
aqueous solution of potassium hydroxide, or about twice the con- 
ductivity of the alkali haloids in water. The molecular weight of 
dipheny]-8-naphthylmethyl has been determined in carbon tetra- 
chloride, ethylene chlorobromide, benzene, nitrobenzene, cyclo- 
hexane, p-bromotoluene, p-dichlorobenzene, and naphthalene, the 
freezing points of which cover the range —22° to +80°. It is 
found that the hexa-arylethane is dissociated from 15% to 50%, 

The effect of change in concentration of the free radicle on the 
dissociation and colour of the solutions has been examined. The 
resulting changes in colour intensity are independent of the changes 
in dissociation. Also the changes in colour intensity which result 
from variations in temperature are not parallel to the changes in 
dissociation which are thus produced. ‘These facts point to the 
conclusion that the development of colour in solutions of free 
radicles is not due entirely to dissociation of the hexa-arylethane 
into the triarylmethyl. ‘The most satisfactory explanation of the 
facts is in the hypothesis that, in addition to dissociation, there is 
also tautomerisation of the benzenoid triarylmethyl into the 
quinonoid form. The equilibrium between the bimolecular and 
unimolecular forms on the one hand, and that between the two 
unimolecular tautomerides on the other, are not equally influenced 
by changes either in concentration or in temperature. 

Diphenyl-B-naphthylcarbinol, colourless crystals, m. p. 117-5°, 
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is most conveniently prepared by the action of magnesium phenyl 
bromide on ethyl 8-naphthoate in the presence of boiling toluene, 
It is reduced by zinc dust and acetic acid to diphenyl]-8-naphthyl. 
methane, m. p. 77—78°, which has properties differing from those 
described to it by Lehne (A., 1880, 478). Diphenyl-8-naphthylmethyl 
chloride, m. p. 94-5°, is prepared in almost quantitative yield b 
saturating an ethereal solution of the carbinol with hydrogen chloride 
in the presence of calcium chloride; it gives red additive products 
with stannic and mercuric chlorides. It is converted by an alcoholic 
solution of sodium ethoxide into diphenyl-B-naphthylmethyl ethyl 
ether, colourless crystals, m. p. 114°. Diphenyl-B-naphthylmethyl 
anilide has m. p. 158-5°. Diphenyl-B-naphthylmethyl bromide, 
colourless crystals, m. p. 136°, is prepared by the addition of acetyl 
bromide to a solution of the carbinol in benzene. Diphenyl- 
8-naphthylmethyl, a colourless or pale yellow, finely divided, crystal. 
line powder, m. p. 135—140° to a red liquid, is obtained by the 
action of molecular silver on a solution of diphenyl-8-naphthyl- 
methyl chloride in carbon disulphide. It appears to form an 
additive compound with methyl butyl ketone. It is transformed 
by oxygen into the corresponding perowide, colourless crystals, 
m. p. 166°, the yield being 72% of that theoretically possible when 
an ethereal solution of the radicle is used, but only 46% in the 
presence of benzene as solvent. The free radicle is not very sensitive 
to light. It reacts with iodine in accordance with the scheme 
2CPh,°C,9H,+1,—> 2C,,H,"CPh,:I, but an equilibrium is attained 
before the change has proceeded to completion. H. W. 


Metachromism of Toluidine-blue. Roxserr Scuwarz and 
Erma Herrmann (Kolloid Z., 1922, 31, 91—94).—The colloid 
chemical properties of toluidine-blue have been investigated with 
the object of explaining the metachromatic behaviour of this sub- 
stance. On diffusion of 0-2 to 0:002% solutions, it is found that 
separation into two diffusion zones takes place with velocities of 
6 mm. and 9 mm., respectively, per twenty-four hours. The 9mm. 
zone is considerably lighter in colour than the 6 mm. zone. The 
formation of the two zones is confirmed by ultrafiltration measure- 
ments, and both sets of results indicate that solutions of toluidine- 
blue constitute a polydisperse system which contains both colloidal 
as well as molecular disperse particles. Transport experiments 
bring about a separation, the cathode region becoming reddish-blue 
in colour and the anode pure blue. The behaviour of solutions of 
toluidine-blue with various colloidal substances has been examined. 
Thus «-silicic acid gel is coloured blue, whilst the ®-gel is coloured 
red. Similar results were obtained with the various preparations 
of stannic acid, barium sulphate, aluminium hydroxide, and mag- 
nesium ammonium phosphate. The results all point to the one 
conclusion, namely, that the metachromism of toluidine-blue is due 
in the first place to the difference in the degree of dispersion of the 
adsorbent and in the second place to the electrical condition of the 
adsorbing surface, which is determined by the nature of the ions 
adsorbed on the surface. J. F.S. 
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The Condensation of Phenols with the Hydrochlorides of 

amides and Carbodi-imides, and its Relation to the 
Hoesch Reaction. Watiacre Frank Snort and JoHN CHARLES 
gatn (T., 1922, 121, 1803—1808). 


The Solubility and Volatility of 3:5-Dinitrophenol. Nevin 
Vincent SIDGWIcK and THomas Weston Jouns Taytor (T., 
1922, 121, 1853—1859). 


The Migration of Acyl from Nitrogen to Oxygen. L. Cuas. 
RalroRD and JoHn R. Couture (J. Amer. Chem. Soc., 1922, 44, 
1192—1798).—In continuation of previous work (Raiford, A., 1920, 
i, 156), it is shown that, when the acetyl and benzoyl radicles are 
introduced into the o-aminophenols obtained from o- and m-cresol, 
respectively, the benzoyl radicle is found attached to nitrogen in 
each case, regardless of the order of introduction, thus confirming 
the observations reported previously. 

o-Cresol is converted by bromine into 5-bromo-o-cresol, and the 
latter is converted by sodium nitrite and glacial acetic acid into 
5-bromo-3-nitro-o-cresol, m. p. 90°5°, which appears to be the 
sole product of the change. The nitro-compound is reduced by 
Raiford’s method (A., 1911, i, 993) to 5-bromo-3-amino-o-cresol 
lydrochloride. This substance is converted by acetic anhydride 
and fused sodium acetate into 4-bromo-2-acetylamino-o-tolyl acetate, 
pale brown, silky needles, m. p. 200°, which is slowly dissolved by 
aqueous sodium hydroxide solution with the formation of 4-bromo- 
2.acetylamino-o-cresol, colourless needles, m. p. 119°. Benzoylation 
of the latter compound with benzoyl chloride and sodium hydroxide 
gives 4-bromo-2-benzoylamino-o-tolyl acetate, slender, colourless 
needles, m. p. 168°, the constitution of which is established by the 
observation that it is hydrolysed by aqueous sodium hydroxide 
solution to 4-bromo-2-benzoylamino-o-cresol, rose-coloured needles, 
m. p. 194°5°, which is also formed by the action of benzoyl chloride 
on an ethereal solution of 5-bromo-3-amino-o-cresol. Acotylation 
of 4-bromo-2-benzoylamino-o-cresol with sodium acetate and an 
excess of acetic anhydride gives 4-bromo-2-benzoylamino-o-tolyl 
acetate, m. p. 167° (see above). 

6-Bromo-4-nitro-m-cresol (cf. Raiford and Leavell, A., 1914, i, 
1064) is reduced to the corresponding amine hydrochloride which is 
converted by sodium acetate and acetic anhydride into 6-bromo-4- 
acetylamino-m-tolyl acetate, colourless leaflets, m. p. 188°. The 
action of aqueous sodium hydroxide on the latter compound leads 
to the formation of 6-bromo-4-acetylamino-m-cresol, almost colour- 
less needles, m. p. 199° (decomp.), which is transformed by benzoyl 
chloride in the presence of sodium hydroxide into 6-bromo-4-benzoyl- 
amino-m-tolyl acetate, slender, colourless needles, m. p. 157—158°. 
The constitution of the latter substance is established by the 
observation that 6-bromo-4-amino-m-cresol is transformed by 
benzoyl chloride in dry ethereal solution into 6-bromo-4-benzoyl- 
amino-m-cresol, almost colourless leaflets, m. p. 223° (decomp.), 
which is converted by anhydrous sodium acetate and acetic 
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anhydride into 6-bromo-4-benzoylamino-m-tolyl acetate, identical 
with the product described above. H. W. 
Separation of Volatile Substances from Gases which are 
Absorbed with Difficulty. II. Use of Cresols. E. Bun, 
and W. ScHWEBEL (Z. angew. Chem., 1922, 35, 189—192; ¢f, 
ibid., 1921, 34, 278, 369, 377).—-Mixtures of cresol with ethyl! ether, 
ethyl alcohol, and acetone give lower vapour tension values than 
the pure compounds; moreover, heat is developed when the sub. 
stances are mixed; it is therefore concluded that molecular con. 
pounds are formed. In the case, however, of benzene and carbon 
tetrachloride (and therefore of hydrocarbons and chlorinated hydro. 
carbons in general), no such reduction of vapour tension takes 
place. The formation of molecular compounds, as detected by 
vapour tension measurements, does not take place between anisole 
and ethyl ether, ethyl alcohol, and acetone. A. A. E. 


Formation of Additive Products between Cresols on the 
One Hand and Ethyl Ether, Ethyl Alcohol, Acetone, Benzene, 
etc., on the Other. C. and W. von RECHENBERG (Z. angew. 
Chem., 1922, 35, 397—398)—As mixtures of cresols with ethy! 
ether, ethyl alcohol, acetone, carbon tetrachloride, benzene, and 
other volatile solvents, give perfectly smooth viscosity curves, 
which show no maxima, and the vapour-pressure curves likewise 
show no minima, the authors conclude that, contrary to the opinion 
of Berl and Schwebel (preceding abstract), no molecular additive 
compounds can be formed between these substances. G. F. M. 


Additive Products between Cresols and Alcohols, etc. 
E. Beru and W. Scuweset (Z. angew. Chem., 1922, 35, 398).—A 
reply to von Rechenberg (preceding abstract). 

The authors maintain their view that molecular compounds are 
actually formed between cresols and ethyl alcohol or ether, and 
acetone; a vapour-pressure minimum is not necessarily to be 
expected when molecular compounds are formed. Further, the 
formation of molecular compounds does not necessarily cause 4 
maximum in the viscosity curve, as the viscosity of the compound 
may be less than that of its components. G. F. M. 


Chlorination of Quinol. ALFRED Eckert and Rvupo 
ENDER (J. pr. Chem., 1922, [ii], 104, 81—84).—The chlorination 
of quinol in acetic acid yields a mixture of tetrachloroquinol, m. p. 
226°, and 2 : 3-dichloroquinol, m. p. 143—145°, and a small quantity 
of 2 : 5-dichloroquinol, m. p. 165—168°. By chlorination in chloro- 
form solution, 5 grams of 2: 5-dichloroquinol may be obtained 
from 10 grams of quinol. W. O. K. 


Researches on Residual Affinity and Co-ordination. I. 
Cobaltammine Salts of the Nitro-Dyes. Gusert T. Moreay 
and HERBERT JosEPH Seymour Kine (‘., 1922, 121, 1723—1729). 


The Precursor of Indian-yellow. K.' Gorrer (Bull. Jari. 
bot. Buitenzorg., 1922, [iii], 4, 260—267)—Euxanthogen, the sub- 
stance isolated by Wiechowsky from the leaves of Mangifera india 
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(f. van Scherpenberg, A., 1916, i, 321), is preferably named mangi- 
fein. The author has confirmed Wiechowsky’s formula, C,),H,,0;1, 
whence the substance is isomeric with euxanthic acid, to which it 
gives rise in the organism. The precursor is best prepared from 
the bark, which is first exhausted with light petroleum and then 
fl with 60% alcohol, the latter giving a yield of 2°5% on evaporation. 
The leaves yield somewhat less readily 1°7°%. The substance 
‘Bforms thin, pale yellow needles, m. p. 271°, [«]f +32°8°; unlike 
Beuxanthic acid, the substance does not at once liberate carbon 
dioxide from sodium hydrogen carbonate solution, whence the author 
concludes that it contains no carboxyl group. Ferric chloride gives 
in alcoholic solution a green coloration. Fehling’s solution is 
reduced on prolonged heating, Bial’s reagent gives a green colour. 
Diazomethane yields a dimethyl ether, C,,H,,0,(OMe),, m. p. 276°. 
Mangiferin crystallises from dilute alcohol with 3H,O, of which 
1H,0 is lost on exposure to air and the rest at 110° in a vacuum. 
It yields an amorphous hepta-acetyl derivative, C,,H,,0,;(OAc),, 
m. p. about 150°. Euxanthic acid under the same conditions 
yields a crystalline tetra-acetyl derivative, C,,H,,0, 9(OAc),, m. p. 
176°, although the substance contains six hydroxyl groups. After 
previous drying in a vacuum over sulphuric acid, this acetyl deriv- 
ative loses 1H,O at 80° in a vacuum over phosphorus pentoxide, 


apparently from a non-acetylated grouping, OS The author 


. proposes for mangiferin 

(=euxanthogen) the an- 

OH J nexed constitution. The 

transformation to eu- 

xanthic acid would take 

\ pou place by addition of a 

molecule of water at the 

ester grouping, rotation 

of the ring on the left through 180°, and elimination of water 
to form the y-pyrone ring. G. B. 


Additive Compounds of Gold Haloids with Benzyl 
Sulphide. Grorcre McPuati Smiru (J. Amer. Chem. Soc., 1922, 
44, 1769—1775).—The two compounds which are produced by the 
interaction of gold chloride with benzyl sulphide (Herrmann, A., 
1905, i, 733) are additive compounds of gold monochloride and 
gold dichloride, respectively, with benzyl sulphide. They are 
conjugated compounds, probably constituted as shown in the 


formule, [ClAu . . . S(CH,Ph),] and |©SAu . . . S(CH,Ph), |. 
gt D)s Cl ot N)g 

Unlike the additive compounds with platinous chloride, 

a> Pt< gr | which unite with further molecules of the organic 


sulphides to form interpolation compounds, such as [Pt,4SR,]Cl, 
(cf. Tschugaev and Benevolenski, A., 1913, i, 1149; Tschugaev 
and Kobljanski, A., 1913, i, 1149; Tschugaev and Chlopin, A., 
1914, i, 479), the conjugate compounds ‘of gold mono- and di- 
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chlorides appear to be incapable of yielding interpolation com. 
pounds by the further addition of benzyl sulphide. Dichloro. 
gold-benzyl sulphide probably exists in chloroform solution as a 
solvate of the formula Cl,AuS(CH,Ph),,CHCl,. 

The compound Br,Au,S(CH,Ph),, prismatic needles of a dark 
maroon colour, is prepared by extracting an aqueous solution of 
chloroauric and constant-boiling hydrobromic acids with ether and 
addition of benzyl sulphide to the ethereal extract. It is trans. 
formed when heated with alcohol into the compound BrAu,S(CH,Ph),, 
long, colourless, transparent needles. The substance I,Au,S(CH,Ph),, 
black, prismatic needles, is prepared similarly to the correspond. 
ing dibromo-compound; attempts to isolate the compound 
TAu,S(CH,Ph), were not successful. The substance CllAu,S(CH,Ph), 

H. W. 


is also described. 


Preparation of Symmetrical Aryl Alkyl Ethers. Farsey. 
FABRIKEN VORM. FRIEDR. BAYER & Co. (D.R.-P. 343930; from 
Chem. Zentr., 1922, ii, 700).—Aryl alkyl haloids are heated with 
alkali hydroxides. Dibenzyl ether is prepared by heating benzyl 
chloride with potassium hydroxide at 180—200° or with sodium 
hydroxide at 90—120°. It is a colourless liquid with slight blue 
fluorescence, b. p. 285—290°. Ditolyl dimethyl ether has b. p. 
300—310°. The products have uses as solvents. G. W. RB. 


The Solubility of the Alkali Salts of Benzoic and the 
Hydroxybenzoic Acids in Water. Nevit Vincent SrpeGwick 
and ELinork KaTHARINE Ewpank (T., 1922, 121, 1844—1853). 

The Reaction of Organomagnesium Compounds on Nitriles. 
Action of Magnesium Methyl Bromide on Phenylacetonitrile. 
AB. Ronpovu (Bull. Soc. chim. Belg., 1922, 34, 231—241)— 
Magnesium methyi bromide acts in an analogous manner to metallic 
sodium on the nitrile, producing new substances from it by poly- 
merisation. ‘Two of these have been obtained pure and exarained. 
The chief product is a bimolecular polymeride, previously obtained 
by von Meyer (A., 1895, i, 582) as an oil, but now as crystals of 
m. p. 114-5—115°. It is stated that crystallisation is hindered by 
traces of impurities. The termolecular polymeride differs from 
those previously prepared, and an attempt to investigate its struc- 
ture leads to the conclusion that it is 4 : 6-diamino-3 : 5-diphenyl- 
2-benzylpyridine (cf. Wedekind, A., 1911, i, 219). H. J. E. 


The Action of Acetic Anhydride on some Benzylidene- 
anthranilic Acids. V. J. B. Exrzry, E. C. Rogers, and 
MARGARET SwIsHER (J. Amer. Chem. Soc., 1922, 44, 1756—1758).— 
In previous papers (A., 1912, i, 211; 1913, i, 395; 1914, i, 576; 
1915, i, 166), it has been shown that oxazine derivatives are pro- 
duced when acetic anhydride reacts with benzylideneanthranilic 
acids. The reaction has been extended further to a large number 
of aldehydes and appears to be of very general applicability. The 
acids are usually very readily prepared but, for some unexplained 
reason, the condensation of anthranilic acid with cuminol ot 
8-naphtholaldehyde methyl ether could not be effected. Un- 
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axpectedly, o-nitropiperonal gives two anthranilic acid derivatives 

yhich are convertible into different oxazines, thus indicating the 
sibility that o-nitropiperonal is in reality a mixture of two very 

jmilar nitration products. 

The following benzylideneanthranilic acids are obtained by 


10n of Bnixing molecular proportions of the requisite aldehyde and 
er and @anthranilic acid in concentrated alcoholic or benzene solution at 
trans. 9°, 3-Nitrosalicylideneanthranilic acid, orange-red needles, m. p. 
2Ph),, 5-Nitrosalicylideneanthranilic acid, orange-red needles, m. p. 
2Ph),, 2: 4-Dinitrobenzylideneanthranilic acid, mustard-coloured 
pond. prisms, M. Pp. 153°. m-Tolylideneanthranilic acid, orange-red 
pound Beystals, m. p. 202°5°. p-Diethylaminobenzylideneanthranilic acid, 


rd needles, m. p. 154°. Terephthalylideneanthranilic acid, yellow 
aystals, m. p. 300°. p-Hthoxybenzylideneanthranilic acid, yellow 
needles, m. p. 117°. o-Methoxybenzylideneanthranilic acid, yellow 
needles, m. p. 130°. ®8-Hydroxynaphthylideneanthranilic acid, 
ange crystals, m. p. 252°. 4-Methoxy-3-methylbenzylideneanthra- 
nilic acid, straw-coloured needles, m. p. 161°. 3 : 4-Dimethoxybenzyl- 
ideneanthranilic acid, pale yellow needles, m. p. 169°. o-Carboxy- 
lenzylideneanthranilic acid, colourless crystals, m. p. 225°. Nutro- 
piperonylideneanthranilic acid («-form), yellowish-brown crystals, 
m. p. 185° (decomp.). Nitropiperonylideneanthranilic acid (8-form), 
yellow crystals, m. p. 128°. 2:4 : 5-T'rimethoxybenzylidencanthrantlie 
acid, orange-yellow crystals, m. p. 151°. p-Homosalicylidene- 
anthranilic acid, red needles, m. p. 209°. 

These acids yield the oxazine derivatives either by heating 
molecular proportions with acetic anhydride in xylene solution 


RBEN- 
from 
with 

enzy| 

dium 


— for several hours under a reflux condenser or by heating them 
he with an excess of acetic anhydride and removing the excess by 
tallic distillation. With terephthalylideneanthranilic acid, the reaction 
oly: 8 effected in boiling nitrobenzene. The following individual sub- 
ned, @ stances are described: 4-Acetyl-3-3'-nitro-2'-acetoxyphenyldthydro- 
ined 99-4. ne-]- CcO—O 
i of : 4-benzoxazine-1-one, CoH Act? H-C,H,(OAc)NO,? colourless 
1 by Jerystals, m. p. 190°. 4-Acetyl-3-5'-nitro-2'-acetoxyphenyldthydro- 
‘rom §§ 2:4-benzowazine-l-one, colourless crystals, m. p. 178°. 4-Acetyl- 
ruc- 93-2’ : 4'-dinitrophenyldihydro-2 : 4-benzoxazine-l-one, straw-coloured 
nyl- § crystals, m. p. 110°. 4-Acetyl-3-2’-acetoxy-4'-methoxyphenyldihydro- 
EB. 2: 4-benzoxazine-l-one, colourless crystals, m. p. 156°. 4-Acetyl- 
or 3-p-diethylaminophenyldihydro-2 : 4-benzoxazine-1-one, colourless crys- 
‘| tals, m. p. 170°. 4-Acetyl-3-p-phenylenebisdihydro-2 : 4-benzoxazine- 
and Fi l-one, colourless crystals, m. p. 267°. 4-Acetyi-3-p-ethoxyphenyl- 
* dihydro-2 : 4-benzoxazine-l-one, colourless crystals, m. p. 182°. 
ts 8 4-Acetyl-3-0-methoxyphenyldihydro-2 : 4-benzoxazine-1-one, colourless 
‘lic crystals, m. p. 178°.  4-Acetyl-3-8-acetorynaphthyldihydro-2 : 4- 
re benzoxazine-1-one, colourless crystals, m. p. 198°. 4-Acetyl-3-p- 
The methoxy-m-tolyldihydro-2 : 4-benzoxazine-l-one, colourless crystals, 
ned QP 128°. 4-Acetyl-3-mp-dimethoxyphenyldihydro-2 : 4-benzoxazine- 
- l-one, colourless crystals, m. p. 183°. 4-Acetyl-3-0-carboxyphenyl- 
"i dihydro-2 : 4-benzoxazine-l-one, colourless crystals, m. p. 134°. 


4-Acetyl-3-nitro-3' : 4'-methylenedioxyphenyldihydro-2 : 4-benzoxazine- 
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l-one («-form), brownish-yellow crystals, m. p. 206°. 4. Acetyl.) 
nitro-3’ : 4’-methylenedioxyphenyldihydro-2 : 4-benzoxazine-l-one  (f 
form), colourless crystals, m. p. 165°, 4-Acetyl-2 : 4: 5-trimehi 
oxyphenyldihydro-2 : 4-benzoxazine-1-one, colourless crystals, m. p, 
135°. 4-Acetyl-3-0-acetoxy-p-tolyldihydro-2 : 4-benzoxazine-1-one, col. 
ourless crystals, m. p. 166°. H.W. 


Researches on Residual Affinity and Co-ordination. xX, 


Salicylatotetramminocobaltic Salts and the Constitution offfAci 


Oxonium Compounds. GiBEert T. Morean and J. D. Man 
Samira (T., 1922, 121, 1956—1971). 


New Synthesis of isoFerulic Acid [3-Hydroxy-4-methoxy. x 


cinnamic Acid]. F. MauTHner (J. pr. Chem., 1922, [ii], 1048. « 


132—136).—3-Nitro-4-methoxycinnamic acid was prepared accord. 
ing to the instructions of Einhorn and Grabfield (A., 1888, 477), 
and found to melt at 248—249°, not 140°, as given by these authors, 
On reduction with ferrous sulphate and ammonia it yields 3-amino.§, 
4-methoxycinnamic acid, light, yellow crystals, m. p. 179—180°, 


which forms a diazo-compound, from which on boiling with dilutef.., ) 


copper sulphate solution isoferulic acid, m. p. 228°, is obtained. 
isoVanillin, prepared from protocatechualdehyde by partial 
methylation, condenses with malonic acid in presence of acetic 
acid, and at the same time carbon dioxide is eliminated and iso. 
ferulic acid formed. W. O. K. 


Formation and Properties of Fluorescein. O. FiscHer and 
MarTIN Boti~Mann (J. pr. Chem., 1922, [ii], 104, 123—131).—In 
fluorescein as ordinarily prepared there is at most only traces 
of | resorcinolphthalein, a fact no doubt due to the instability of f% 
this compound at the temperature of the reaction. In presence off! 
boric acid, however, the more stable boric acid ester is formed, 
and fair yields of resorcinolphthalein, nearly colourless crystals, 
m. p. 208—209°, are obtained (monoacetyl derivative, colourless 
needles, m. p. 161°). This forms a hydrochloride, C.,>H,.0;,HC, 
reddish-yellow leaflets, on passing hydrogen chloride into its 
ethereal solution, or on boiling with concentrated hydrochloric 
acid and then adding alcohol. This compound is useful in separ- 
ating the fluorescein formed from the resorcinolphthalein. The f; 
hydrobromide, small leaflets, and hydroiodide, stellar aggregates of 
dark red needles, are formed in like manner. Fluorescein forms 
two mono- and two di-methyl ethers, one of each being coloured 
and one of each colourless. These yield the following salts: 
coloured monomethyl ether: hydrochloride, prisms, m. p. 242° 
(decomp.), hydrobromide; colourless monomethyl ether: Aydro- 
chloride, dark yellow leaflets, decomp. 170—173°, hydrobromide, 
yellow needles, in tufts; coloured dimethyl ether : hydrochloride, 
yellowish-red tufts of needles, decomp. 114°; hydrobromide, orange- 
red leaflets in bunches, decomp. 172°; colourless dimethyl ether: 
hydrochloride, dark coloured needles losing their colour at 140°; 
hydrobromide, orange leaflets, decomp. 92°, sulphate, reddish- 
yellow, microscopic prisms, m. p. 212°. W. O. K. 
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sec.-8-Hydroxycamphane-epi-carb- 

oxylic Acid (2-Hydroxy-3-methyl-meso-dimethyl-(1 : 2 : 2)di- 
ycloheptanecarboxylic Acid] and 5-Hydroxycamphane-epi- 
arboxylic Acid [4~Hydroxy-3-methyl-meso-dimethyl-(1:2:2)- 
i-cycloheptanecarboxylic Acid] (o- and p-Borneolcarboxylic 


in . J. Brept (J. pr. Chem., 1922, [ii], 104, 1—27; cf. 
Bredt and Sandkuhl, A., 1909, i, 498).—It has been previously 
suggested (loc. cit.) that by intermolecular change, two camphene- 
arboxylic acids, (II) and (III), should be obtained from bornylene- 
tarboxylic acid (I). The acid (II) has already been obtained as 
its isomeric lactone, and (III) is now prepared for the first time. 
The tertiary hydrobromide of camphene-epi-sec.-carboxylic acid, 
‘In. p. 157° (previously known as «-hydrobromobornylenecarboxylic 
‘Iucid), is obtained by acting on bornylenecarboxylic acid with 


‘iuming aqueous hydrogen bromide, and this on treatment with 


alkali readily yields the tertiary hydroxy-acid, m. p. 176° (loc. 
cit.). This acid on dry distillation under reduced pressure, or on 
steam distillation, yields an acid, m. p. 76—77°. The same acid 
say be obtained directly from the hydrobromide by distilling in 
.-gsteam, or better, by warming with quinoline. This acid proves 

‘Ito be camphene-epi-sec.-carboxylic acid, b. p. 156—157°/13—14 
mm., 132—133°/4 mm., 114°/1 mm. It crystallises from acetone 
or alcohol in plates. Treatment with hydrogen bromide yields 
the hydrobromide, m. p. 157°, from which the hydroxy-acid, 
mn. p, 176°, and camphenecarboxylic acid, m. p. 76—77°, can again 
beobtained. With hydrogen bromide dissolved in acetic acid like- 
wise, camphenecarboxylic acid hydrobromide is formed and no 
isomerisation to bornylenecarboxylic acid takes place. It forms a 
silver salt, C,,H,,0,Ag, small leaflets, not hygroscopic, an ethyl 
eter, b. p, 121—126°/15 mm., 128—130°/22 mm., [«]) +4-04°, 
my, 147604. On treatment with mercuric acetate, a white 
precipitate soon separates, C,;H,.O;Hg, indicating a terminal 


~0-CH, group (Balbiano’s reaction). It is oxidised by perman- 
* I ganate to carboxycamphenecamphoric acid (IV), nodular crystals, m. p. 
234—236°. The anhydride of camphenecarboxylic acid is formed 
m treating the hydroxy-acid, m. p. 176°, with boiling acetic 
anhydride. It is a liquid, C,,H3903, b. p. 260—270°/13—15 mm. 
Camphenecarboxylic acid on treatment with acetic acid and a 
‘few drops of sulphuric acid yields a product which is separated 
by fractional distillation into a higher and a lower boiling fraction. 
"flrom the lower boiling fraction has been separated p-borneol- 
carboxylolactone (d+ 1)-bornylene carboxylic acid, and an 
unsaturated acid apparently isomeric with bornylenecarboxylic 
"feid. The higher boiling fraction consists of acetyl-3-hydroxy- 
‘ | amphane-epi-carboxylic acid (acetyl borneol-p-carboxylic acid), water- 
i fclear, prismatic crystals, m. p. 159°; on hydrolysis with potassium 


ish- Bhydroxide solution, the above-mentioned borneol-p-carboxylic acid 


(V), leaflets, m. p. 180—181°, is obtained, and (d-++])-sec.-f-endo- 
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acetoxycamphane-epi-carboxylic acid [(d+1)-acetylisoborneol-o-car}. 
oxylic acid}, hard, glistening prisms, m. p. 116°, yielding (d+-1)-igo. 
borneol-o-carboxylic acid (V1), small leaflets, m. p. 172°, on hydrolysis, 
With permanganate, borneol-p-carboxylic acid is oxidised t 
6-ketocamphane-epi-carboxylic acid (p-camphocarboxylic acid) (VII) 
tufted needles, m. p. 133—134°, whereas (d+-1)-isoborneol-o-carb. 
oxylic acid is unchanged, but is oxidised by nitric acid to camphoric 
acid. It is converted by acetic anhydride into (d+1)-bornylene 
epi-carboxylic acid, m. p. 110—111°, which is also formed on dry 
distillation of (d+1)-acetylisoborncol-o-carboxylic acid. 


CH,-CH—CH-CO,H CH,—CH—CH-CO,H CH,—CH—CH-C0,H 


| | 
CMe, | | (Me, (Me, 
CH,-CMe-CH CH,—_——CH CH—-—-CH, 
CH,:C- "CCH, 
(I.) (IL.) (IIL.) 
CO,H-CMe,CH—CH-CO,H CH,—CH—-CH-CO,H 
OH, | CMe, 
I I 
CO,H-CH—CH, OH-CH—CMe-CH, 
(IV.) (V.) 
CH,—CH—C(OH)-CO,H + CH,—CH--CH-CO,H 
l I 
| OMe, (Me, | 
| I 
CH,—OMe-CH, CO—CMe-CH, 
(VI.) (VII.) 
W. 0. K. 


Tropinonecarboxylic Acid Esters. R. Wiisrdrrer, 0. 
Wotres, and H. Marper (U.S. Pat. 1419091).—Succindialde- 
hyde is condensed with the mono-calcium salt of ethyl acetone- 
dicarboxylate and methylamine. The tropinone ester formed 
is an oily substance which hardens when exposed to air and takes 
up 2 mols. of water; m. p. 62—63° (picrate, m. p. 133—135°). 
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Tropinonecarboxylic Acid Esters. O. Wotres and H. 
Marper (U.S. Pat. 1419092)——An aqueous solution of succin- 
dialdehyde is added to a solution of an acetoacetic ester, alkali, 
and methylamine and the reaction product shaken with chloro- 
form; the chloroform solution thus obtained is extracted with 
dilute sulphuric acid to obtain (on adding soda and extracting 
with chloroform) a tropinonecarboxylic acid ethyl ester, an oily 
substance which solidifies on exposure to the air for some time. 
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Reduction of Acid Chlorides to Aldehydes by Means of 
Nickel Catalysts. H. ScuLiewiensky (Z. angew. Chem., 1922, 
35, 483).—The preparation of aldehydes from acid chlorides by 
means of hydrogen in the presence of Kelber’s nickel catalyst 
(A., 1917, ii, 215) has been described by Rosenmund (A., 1918, 
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i, 300). The author’s attempts to repeat the preparation of benz- 
aldehyde according to these directions have been unsuccessful. 
The reaction could not be effected in the presence of catalysts 
prepared from freshly precipitated basic nickel carbonate which 
was (a) ignited while moist in air to the oxide and subsequently 
reduced by hydrogen in an electric furnace at 310—320°, (6) directly 
heated in the tube at 310—320° and subsequently reduced at the 
same temperature, and (c) dried at 100° in air and then ignited 
and reduced in hydrogen at 310—320°. Failure cannot be attributed 
to inactivity of the catalyst which rapidly caused the hydrogenation 
of fats. H. W. 


Reduction of Acid Chlorides to Aldehydes by Means of 
Nickel Catalysts. K. W. Rosenmunp (Z. angew. Chem., 1922, 
35, 483)—-In reply to Schliewiensky (preceding abstract), it is 
pointed out that attention has already been directed (A., 1918, 
i, 300) to the variability in the behaviour of palladium and nickel 
as catalysts in the conversion of acid chlorides into aldehydes by 
hydrogen. A trustworthy procedure has been given in the case 
of palladium (Rosenmund and Zetzsche, A., 1921, ii, 320); a 
modified method will be published in the case of nickel. H. W. 


N-Oximino-ethers. II. N-Aryl Ethers of 2:4- and 
2:6-Dinitrobenzaldoximes. Frep Barrow, Evan DaAtton 
GrirFiTHs, and Epwarp Bioom (T., 1922, 121, 1713—1717). 


The Action of Sodium Methoxide and its Homologues on 
Benzophenone Chloride and Benzylidene Chloride. III. 
Joun Epwin Mackenzie (T., 1922, 121, 1695—1699). 


Piperitone. IV. The Interaction of dl-Piperitone and 
Semicarbazide, and the Isolation of Pure dl-Piperitone. 
Joun READ and HENRY GEORGE SmiTH (T., 1922, 121, 1863— 
1872). 

A New Organic Acid (Kojic Acid) Formed by Aspergillus 
oryzae. Trrsiro YaButa (J. Chem. Soc, Tokyo, 1916, 37, 1185— 
]233, 1234—1269)—The substance is not only present in the 
organism, but is also formed abundantly when the latter is grown 
on steamed rice (“‘ Koji’’) or in a 10% solution of dextrose with 
salts; in the latter case, one-tenth of the dextrose is converted 
according to the equation C,H,,0,+-0=—C,H,0,+3H,O. The 
formula originally given (A., 1913, i, 180) must be halved, as the 
result of molecular weight determinations. Kojic acid thus differs 
by one oxygen atom from maltol, which is formed from carbo- 
hydrates on distillation (A., 1910, i, 719). Both substances are 
3-hydroxy-y-pyrones and give with ferric chloride a coloration 
similar to that given by salicylic acid; kojic acid gives this reaction 
even at 1 : 200,000. The acid forms colourless, anhydrous needles, 
m. p. 152°, subliming in a high vacuum without change, readily 
soluble in water, alcohol, or ethyl acetate, less soluble in ether, 
chloroform, or pyridine, scarcely at all soluble in most other 
solvents. The acid is precipitated by carbon dioxide from con- 
centrated solutions of its sodium salt. I1t gives a red coloration 
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with p-diazobenzenesulphonic acid, and reduces Fehling’s and 
ammoniacal silver solutions. The copper salt, (CgH;0,),Cu, is 
the most characteristic of several crystalline salts, and is employed 
in the isolation of the substance. The barium salt has the com. 
position (Cg,H;0,),Ba,2C,H,O,; the calcium and strontium salts 
have a similar composition, +4H,O. The diacetyl derivative, 
CgH,0,(OAc),, m. p. 102°, the dibenzoyl derivative, m. p. 136°, 
the diphenylcarbamate, C,H,O,(0-CO-NHPh),, m. p. 170°, and 
the monobenzoyl derivative, CgH;0,(OBz), m. p. 135°, have been 
prepared, the latter by benzoyl chloride acting on the substance 
suspended in ether. ‘The dimethyl ether, CgH,O,(OMe),, prepared 
by diazomethane or methyl sulphate, m. p. 90°, is hydrolysed by 
boiling barium hydroxide solution into equimolecular proportions 
of formic acid, methoxyacetic acid, and methoxyacetone (acetyl- 
carbinyl methyl ether). Ammonia transforms kojic acid into 
a base, CgH,,O,N, probably the dimethyl ether of a hydroxy. 
methyl-hydroxy-y-pyridone (comenamic alcohol?). This base was 
isolated as the hydrochloride, m. p. 180—181°, the picrate, m. p. 
177°, and the platinichloride, m. p. 172°. The above facts suggest 
that kojic acid has either of the following constitutions : 
(L.) HC-O-C-CH,-OH ,, (IL.) HC-O C-CH,OH 
HC-CO-C-OH HO-C-CO-CH 

In the case of maltol, Peratoner and Tamburello (A., 1905, 
i, 807) decided between similar alternatives in favour of a formula 
analogous to I, and Peratoner and Palazzo (A., 1905, i, 806) 
assigned to comenic acid a constitution of the second type, because 
the latter does, and maltol does not, react with benzenediazonium 
acetate or amyl nitrite (only compounds of the second type can 
tautomerically furnish the -CH,°CO- grouping necessary for these 
condensations). Since kojic acid forms with benzenediazonium 
acetate a benzeneazo-derivative, CygH,,0,N,,H,O, m. p. (in sealed 
tube) 146—147°, the author considers that it is constituted accord- 
ing to formula II, so that it would be 3-hydroxy-6-hydroxy- 
methyl-y-pyrone, the alcohol corresponding with comenic acid. 
Various unsuccessful attempts at the conversion of kojic acid into 
known pyrone and pyridone compounds were made by oxidation and 
reduction. 

Bromine water yields monobromokojic acid, C,H;0,Br, m. p. 
159—160°, furnishing a copper salt, (C,H,O,Br),Cu, and with lead 
acetate and nitrate double salts of the compositions 

C,H;0,Br-Pb-C,H,0, 
and C,H,0,Br-Pb:NO,. It yields a diacetyl derivative, 
C,H,0,Br(OAc),, 

m. p. 94—95°, and a dibenzoyl derivative, C,H,0,Br(OBz),, m. p. 
133—134°. It is converted by barium hydroxide in poor yield 
into hydroxykojic acid, C,H,O;,4H,0, which gives with ferric 
chloride a transitory green or, in the presence of sodium acetate, 
a purple coloration. Hydroxykojic acid is probably 2 : 3-dihydroxy- 
6-hydroxymethyl-y-pyrone and yields an amorphous copper salt, 
C,H,O;Cu. When the lead double salt of bromokojic and acetic 
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yid (above) is treated with hydrogen sulphide, a sulphide, 
(,H;0,)9S, m. p. 210—212°, results. (Cf. also, for maltol, A., 
1994, i, 270; 1895, i, 80, and for isomaltol, A., 1910, i, 544; further, 
Brill, A., 1916, i, 876.) G. B. 


Highly Condensed Derivatives of Xanthone. ALFRED 
PexeRT and GERTRUD ENDLER (J. pr. Chem., 1922, [ii], 104, 91— 
101).—Corresponding with anthraquinone, a mesonaphthobi- 
athrone is known (Scholl, A., 1910, i, 494). The analogous meso- 
naphthodixanthylene is now described. 

2:5-Dichlorophenol and o-chlorobenzoic acid are condensed by 
boiling methyl alcoholic potash in presence of copper powder to 
form 0-2: 5-dichlorophenoxybenzoic acid, a white, crystalline 
powder, m. p. 120—124°. Sulphuric acid converts this compound 
into 1 : 4-dichloroxanthone, long, colourless needles, m. p. 159— 
161°, which, when boiled with methyl alcoholic potash under a 
reflux condenser yields 4-chloro-1-methoxyxanthone, yellow needles, 
m. p. 1566—158°. Aluminium chloride removes the methyl group 
from this, with the formation of 4-chloro-1-hydroxyxanthone, long, 
yellow needles, m. p. 156°. By treating 1 : 4-dichloroxanthone 
with copper powder in boiling naphthalene, 4 : 4’-dichloro-1 : 1'- 
divanthonoyl, long, colourless needles, m. p. 290°, is obtained, 
and this compound, on reduction with zinc dust in alcoholic potash, 
yields a pinacone, with the formula ({), yeliow crystals, m. p. 276— 
278°. This substance can be very easily oxidised back to dichloro- 
dixanthonoyl with chromic acid. On further reduction with 
red phosphorus and hydrogen iodide, it yields mesobenzdixanthylene, 
golden-yellow plates, m. p. 236—237°. This substance on oxid- 
ation with chromic acid yields dixanthonoyl, and when heated 
at 140—150° with aluminium chloride loses two atoms of hydrogen 
to form mesonaphthodixanthylene, yellow needles, m. p. 140— 
150° (II). It has not been found possible to carry out this last 
change by illuminating a solution of: mesobenzdixanthylene in 
acetic acid. 
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Preparation of Benzanthrone Derivatives. British Dyz- 
STUFFS CORPORATION, LIMITED, ARTHUR GEORGE PERKIN, and 
GzorcE Doveias SpEeNcER (Brit. Pat. 183351)—Hydroxybenz- 
anthrone is obtained by heating a mixture of benzanthrone (50 
parts), anthraquinone (50 parts), alkali hydroxide (300 parts), 
water (75 parts), and sodium chlorate or sodium nitrate (35 parts) 
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in an autoclave slowly at 250° and then maintaining the temperature 
during three hours between 250° and 265°. The product is digested 
with boiling water, and anthraquinone removed by filtration, 
Hydroxybenzanthrone is precipitated from the filtrate by carbonic 
acid or a stronger acid. 
Aminobenzanthrone is prepared by gradually heating a mixturef{ qi 
of hydroxybenzanthrone (25 parts) and ammonia (d 0°880, 500 
parts) in an autoclave at 200° and subsequently maintaining the 
temperature at 220—230° during seven hours. The product jg 
diluted with water and filtered, whereby aminobenzanthrone jg 
isolated as dull red crystals; unchanged hydroxybenzanthrone 
can be recovered by acidification of the filtrate. H. W. 


Introduction of Arylamino-groups into Aminoanthra-§ 
quinones. Bapiscuze Antmin & Sopa-Fasrik (Fr. Pat. 
526686; Brit. Pat. 171292; Swiss Pat. 90480; from Chem. Zentr,§ Ant 
1922, ii, 639)—Aminoanthraquinones or their substituted deriy. _By 
atives are treated with metallic compounds of primary aromatic quino! 
amines, or with such metals or metallic compounds, especially § are ge 
metallic amides, which give with amines metallic arylamine com- § jyctir 
pounds, in the presence of weak oxidising agents such as air. For purity 
example, by heating 1l-amino-2-methylanthraquinone with sod-§ jitro- 
amide, or with sodium, magnesium, or aluminium anilides,§ of a: 
l-amino-4-anilino-2-methylanthraquinone is obtained. 1-Amino- § gythr, 
2-methylanthraquinone and sodium p-toluidide similarly give § jitro- 
1-amino-4-p-toluidino-2-methylanthraquinone, lustrous, metallic, dark § 5.nitr 
violet prisms, m. p. 266°. Other compounds similarly prepared § one y 
are the following.  s-1:4-Dianilinoanthraquinone, _ lustrous, cryste 
metallic, violet needles, m. p. 217°; 8-1 : 4-Di-p-toluidinoanthra- § chlor: 
quinone; 1-amino-2-anilinoanthraquinone (7%), violet, lustrous § pneisc 
needles, m. p. 239°; 1-amino-4-anilinoanthraquinone, m. p. 192°; 
amino-p-toluidinoanthraquinone, m. p. 253°; amino-o-toluidine- 
anthraquinone, m. p. 206°; s-dianilinoanthraquinone, violet needles} Pr 
with slight metallic lustre, m. p. 152°; anthraquinonedihydro- | Fase 
5-phenylphenazine, m. p. 233° (cf. A., 1921, i, 274); diaminophenyl- | Chem 
aminoanthraquinone, dark violet crystals. G. W. RB. | prese’ 


chloric 
ethane 


Preparation of 1-Amino-2-anthraquinone Aldehyde. | CH, 
Lrorotp CasseLtA & Co., (D.R.-P. 346188 and Swiss Pat. 
73683; from Chem. Zentr., 1922, ii, 638).—The condensation 
products obtained by heating 1-amino-2-methylanthraquinone | CH, 
with aromatic nitro-compounds, with or without addition of]. 
primary aromatic amines in the presence of alkalis, are treated} },, 
with acids. The condensation product of the composition diet 


CoH< G9 >CoHa(NH,)*(CH:N-Aryl)® obtained by the action of }camy 


l-amino-2-methylanthraquinone on nitrobenzene in the presence } 4), 

of potassium carbonate or on $-naphthylamine in the presence of 
nitrobenzene, is heated with sulphuric acid or with acetic acid] Ty 
and strong hydrochloric acid. The 1-aminoanthraquinone-2-alde- | Pine 


hyde thus obtained, C,H,< (QC gHo(NH,)-CHO, forms lustrous, }""4- 
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metallic, red crystals, m. p. 231—233°. The solution in strong 
ef ulphuric acid gives a diazo-compound with sodium nitrite. When 
heated with primary amines, it gives an azomethine. G. W. R. 


Picolinoylaminoanthraquinones. E. bE Barry BARNETT 
(Chem. News, 1922, 125, 143—144).—1-Picolinoylaminoanthra- 
quinone, CypH,.O3N,, a dark yellow, crystalline powder, m. p. 
982—284° (decomp.), is prepared by the action of crude picolinoyl 
chloride on a solution of l-aminoanthraquinone in tetrachloro- 
ethane. On alkaline reduction, it forms a red vat-dye, but the action 
takes place slowly and with considerable difficulty. 2-Picolinoyl- 
ones aninoanthraquinone forms almost colourless crystals, m. p. 257— 
W. §258°. The compounds could not be caused to react with alkyl 
haloid with the formation of soluble, quaternary (pyridinium) 

B. W. 


Pat, salts. 

mr, # Anthraquinone Derivatives. K. Wixe (US. Pat. 1417875). 
erlv- | By the action of fuming sulphuric acid on 1-nitro-2-alkylanthra- 
atic § quinones, products are formed which are insoluble in alkalis and 
ially fare good starting materials for the manufacture of dyes. Con- 
0m- F ducting the reaction with exclusion of air gives products of greater 
For] purity. Elimination of the elements of water occurs between the 
sod: § nitro- and alkyl-group with formation of new isooxazole derivatives 
ides, fof anthraquinone. 1-Nitro-2-methylanthraquinone yields 1 : 2- 
I0- § anthraquinoneisooxazole, m. p. about 250° (decomp.), 1: 5-Di- 
give § nitro-2-methylanthraquinone yields greenish-yellow crystals of 
lark § j-nitro-1 : 2-anthraquinoneisooxazole. 1-Nitro-2-ethylanthraquin- 
ared fone yields 1 : 2-anthraquinonemethylisooxazole, coarse, dark brown 
OUS, crystals, m. p. about 210°. 1-Nitro-2-methyl-5 : 6:7 : 8-tetra- 
hra- § chloroanthraquinone yields 5:6: 7 : 8-tetrachloro-1 : 2-anthraquin- 
‘ous F oneisooxazole, a greenish-yellow powder, m. p. about 242° (decomp.). 
d2 } CHEMICAL ABSTRACTS. 


dies Preparation of Camphene Hydrochloride. CHEMISCHE 
drc- | FABRIK AUF AKTIEN (voRM. E. ScHERtnG) (D.R.-P. 348484; from 
nyl- | Chem. Zentr., 1922, ii, 699—700)—Camphene is treated, in the 
. | presence of a suitable diluent, with hydrogen chloride at low tem- 

oy peratures. The hydrochloride (formula annexed) 
de. | CH-CH-CMe, thus obtained forms branched snow-white crystals, 


> | 

i CH, m. p. 125—127°. It has a strong odour similar to 
| a —tr_car.cy that of menthol, but quite distinct from that of 
e CH,-CH-CMeCl pinene hydrochloride and isoborny! chloride. It 


is unstable and readily loses hydrogen chloride, which results in 
the gradual formation of isobornyl chloride. This transformation 
takes place more quickly in the presence of acids. By shaking 
of Jcamphene hydrochloride with water, camphene hydrate is formed 
in quantitative yield. The reaction takes place more quickly in 
the presence of alkalis. G. W. R. 


cid | The Borneol obtained from the Magnesium Compound of 
de- | Pinene Hydrochloride. G. Vavon and A. L, Berton (Compt. 
us, | %"d., 1922, 175, 369 —372).—Pinene hydrochloride when treated with 
Tt io 
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Grignard’s reagent and then oxidised yields a mixture of borneg| 
and isoborneol in different proportions depending on the tem. 
perature of oxidation. The authors state that their experiments 
yield no evidence as to the stage at which the formation of two 
isomerides takes place and suggest the possibility of the existence 
of isomerides in the pinene hydrochloride. 


Phenylcamphenol. A. M. Norpstrém (Hyllningsskrift tilli. 
gnad Ossian Aschan, 1920, 129—133).—Magnesium phenyl bromide 
and camphenol yield a viscid, oily substance, phenylcamphenol, 
b. p. 166—167°/15 mm., d? 1-0620, nF 1-55085, and a little diphenyl. 
Elimination of water yields a compound, probably of the annexed 

CH——CH constitution, d? 1-0002, ni§ 1-54679. It does not 
| | * form a nitrosochloride, but treatment with formic 
@Ph-/-CMe,"CH acid yields phenylapobornyl formate, a viscid oil, 
CH-——-CH b. p. 183-5—185°/18 mm., d? 1-0801, n> 1-53461, 
2 by hydrolysis of the ester, of which there are 
obtained phenylapoborneol, b. p. 164-5—166°/7 mm., d? 1-0583, nz 
1-55160, and an acid crystallising in fine needles, m. p. 164°. Phenyl. 
apoborneol on oxidation yields phenylapocamphor, b. p. 185—187°/20 
mm., d? 1-0716, nj 1-55228 (semicarbazone, m. p. 214°); the 
latter on oxidation gives phenylapocamphoric acid, lustrous scales, 
m. p. 205° (anhydride, m. p. 118—119°; diethyl ester, b. p. 200— 
201°/7 mm., d? 1-7028, ni} 1-50596). Phenylapoborneol yields, 
according to Chugaev, phenylapobornylene, b. p. 135°/13 mm., 
d? 0-9907, ni 1-54466 (nitrosochloride, m. p. 164°) and a substance, 
b. p. 70—74°/8 mm., d? 0-9108, nJ 1-53619, which on oxidation 
gives benzyl alcohol and a ketone (semicarbazone, m. p. 199°). 
CHEMICAL ABSTRACTS. 


Action of Sulphur and Sulphur Compounds on Terpenes. 
P. P. Bupnikov and E. A. Scuttov (Bull. Inst. Polyt. Ivanovo- 
Voznesensk, 1921, 4, 110—112).—When terpenes, b. p. 155—160°, 
are subjected to prolonged boiling with sulphur in a reflux apparatus 
and in an atmosphere of carbon dioxide, hydrogen sulphide and 
other gaseous products are formed together with a reddish-brown, 
oily liquid having a characteristic, acrid odour. Fractional dis- 
tillation of this liquid at either ordinary or reduced pressure yields 
a number of products which all contain sulphur and form pre- 
cipitates when treated with alcoholic solutions of mercuric chloride, 
auric chloride, and lead acetate. The mercury compound gradually 
decomposes with formation of mercuric sulphide and a red, oily 
liquid when boiled with water, and yields a distillate free from 
sulphur, but containing chlorine, when distilled in a current of 
steam. Hydrogen sulphide is also liberated when the fractions 
of the original product are treated with strong acids. Similar 
sulphur-containing products, giving precipitates with some of the 
heavy metal salts, are obtained when terpenes are treated with 
hydrogen sulphide under the conditions mentioned above. 

Sulphur probably unites with terpenes at the double linking, 
giving a compound of the formula 
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CMe—--CH-- S—CMe—--CH-- 
- | | | | » 
S| (Me, CH, or | | CMe, >CH,. 

CH-CH,-CH— S—CH-CH,-CH-- 


In the compound formed with mercuric chloride, the latter probably 
wites with the sulphur, the subsequent decomposition by steam 
being represented by the equation : 


Fo aeealiiila venient /MeCl CH 
CHS | OMe, Fa ne HgS + eau CMe, P me 
CH-CH,°CH-- CHCl 
T. H. P. 
The Composition of Beechnut Oil (Oleum fagi sylvatice). 
A. HerpuscHKaA and P. Roszr (J. pr. Chem., 1922, [ii], 104, 137— 


160)—An exhaustive analysis shows the presence in this oil of 
039% of «-linolenic acid, 9-19% of «-linolic acid, 76-69% of oleic 
aid, 4-88% of palmitic acid, 3-45% of stearic acid, and 0-82% 
of material which could not be saponified and was essentially 
phytosterol. W. O. K. 


The Essential Oil from Inchi Grass (Cympopogan Cesius, 
Stapf.). K.L. Movpermt and K. R. Krisnna lyer (Perf. and 
Essent. Oil Rec., 1922, 13, 292—295).—The constants for this oil 
(yield, 0-8%) are: df 0-9187; n¥ 1-484; [a] —38-9°; acid 
number, 1-7; saponification number, 5-6; acetyl number, 120; 
percentage of aldehydes (Bennett’s hydroxylamine method), 4-2. 
The oil is not identical with any of the known commercial oils 
from allied grasses, and may be used as a substitute for palmarosa 
oil, which it resembles in odour. It contains /-borneol, /-camphene, 
Llimonene, J-terpineol, and unidentified sesquiterpene constituents. 


H.C. R. 


Essential Oil of Juniper from Cyrenaica. V. MassERa 
(Riv. Ital. ess. profumi, 1922, 4, 23—24; from Chem. Zentr., 1922, 
i, 1079).—A sample of essential oil of juniper from Cyrenaica had 
750-8715; [x]p +6°; nj? 1-4732; acid number, 0-54; esterification 
number, 4-91; acetyl number, 11-92. «-Pinene and cadinene were 
present. A sample from another locality had similar properties. 


G. W. R. 


Empirical and Structural Composition of Natural and 
Synthetic Caoutchouc. F. Kircnnor (Koll. Chem. Beithefte, 
1922, 46, 47—87).—A critical discussion in which the author by 
means of an examination of the analytical data of Harries and his 
co-workers attempts to show that Para caoutchouc has the empirical 
formula C,)9H,,. The African Congo caoutchouc has, like the 
synthetic isoprene and piperylene caoutchouc, the formula C,9H,,, 
which has. been generally accepted for all forms of caoutchouc. 
These formule are in keeping with the behaviour of these substances 
during ozonisation and oxozonisation. Because of this new formula 


for Para caoutchouc, it must have a constitution different from 


Li* 2 
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that put forward by Harries. The Para caoutchouc hydrocarbon 
must have an open chain in which the group 
—CH—CH,—CH,—CMe— 

must appear, but in which other groups must also exist, as 
shown by the appearance of formic, carbonic, and _ succinic 
acids during the decomposition of the ozonide. Here, in part, jg 
the difference between Para caoutchouc and synthetic isoprene 
caoutchouc. An attempt is made to build up structural formule 
which shall represent the quantitative relationships of the ozonide 
decomposition, the depolymerisation in solution and the decom. 
position on distillation in a vacuum. Since the purely chemical 
structural formula is insufficient to represent both the chemical 
and physico-chemical facts, the author has advanced a spacial 
formula which, it is claimed, explains the colloidal, physico-chemical, 
and chemical properties of caoutchouc. 8 


Anemonins. Yasuniko AsAuHiIna and Atsusui Fusrra (Acta 
Phytochim., 1922, 1, 1—42).—A résumé in German of Asahina’s 
work on anemonin, most of which has been published in Japanese 
only (cf. A., 1892, i, 241; 1896, i, 623; 1899, i, 930; 1914, i, 561; 
1915, i, 1067; 1916, i, 401; 1920, i, 70, 321, 493, 678; 1921, i, 798). 

W. G. 


The Colouring Matter of Lithospermum erythrorhizon. 
Rrk6 Masia and Curka Kuropa (Acta Phytochim., 1922, 1, 43— 
65).—The colouring matter of shikon, the dried roots of Litho- 
spermum erythrorhizon, has been isolated in a crystalline form and been 
shown to be a monoacetyl derivative, m. p. 85—86°, of shikonin. If the 
acetyl derivative is dissolved in dilute alkali and the solution is then 
acidified with dilute acid, shikonin itself, C,,H,,0;, m. p. 147°, is 
obtained. It gives sodiwm and copper salts and on acetylation yieldsa 
triacetyl derivative, m. p. 113°, but if the acetylation is carried out in 
the presence of zinc dust, a penta-acetyl derivative of reduced shikonin, 
m. p. 90°, is formed, which on bromination gives a bromo-compound, 
C,,H,,0;BrAc;,H,O, m. p. 123°. Shikonin also yields a dibenzoyl 
derivative, m. p. 168°, and an oxime, m. p. 163°. The constitution 
assigned to shikonin (annexed formula) is that of 8-methyl-Ar- 


OH co pentenyl-2 : 5 : 8-trihydroxy-1 : 4-naphtha- 
JNJ quinone. In support of this view, it is 
OH shown that on heating, shikonin is partly 


\ 7 /JCHyCHyCH:CMe, converted into shikazarin (1 : 4-dihydr- 
UH XO oxy-8-methylanthraquinone), m. p. 232°, 
and on dry distillation gives 1- and 2- 
methylanthracenes. Shikazarin, if distilled with zinc dust, gives 
the same products. When oxidised with potassium permanganate 
in acetone solution, shikazarin gives 3-methylphthalic acid. Tri- 
acetylshikonin on oxidation with ozone yielded acetone, succinic 
acid, and 3 : 6-dihydroxyphthalic acid. W.G. 


The Structure of the Compounds produced from Olefines 
and Mercury Salts: Mercurated Dihydrobenzofurans. 
Rocer Apams, F. L. Roman, and W. N. Sperry (J. Amer. Chem. 
Soc., 1922, 44, 1781—1792).—Experimental evidence is adduced 
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fom the literature to disprove molecular formule, such as 
(H,;CH,,Hg(OH)X, for the compounds from olefines and mercuric 


salts. 
A series of mercurated dihydrobenzofurans of the general struc- 


ture CH, <CG2>cH-CH,-HeX, is described. These compounds 


ae remarkably stable towards acids in comparison with other 
mercury salt—olefine compounds. They are converted by potassium 
iodide into the corresponding iodide and by treatment with sodium 
amalgam give compounds of the general type R,Hg. No reasonable 
molecular formula for the mercurated dihydrobenzofurans can be 
written which will explain the structure and the chemical reactions 
of these compounds. The additive formula allows of a simple 
explanation of all the experimental facts. 
1-Acetoxymercurimethyl-1 : 2-dihydrobenzofuran, 


C5H,<CE2>cH-CH,'Hg-OAc, 


colourless plates, m. p. 80—81°, is prepared by the gradual addition 
of an aqueous solution of mercuric acetate to a suspension of o-allyl- 
phenol in water. It is converted by sodium chloride solution into 
|-chloromercurimethyl-1 : 2-dihydrobenzofuran, m. p. 137°, which is 
also obtained from o-allylphencl and mercuric chloride in the 
presence of water, ethyl alcohol, or n-butyl alcohol. If the reaction 
is effected in the presence of aqueous hydrochloric acid, an unstable 
intermediate compound, probably OH-C,H,°CH,°CHCI-CH,"HgCl, is 
also formed which, however, could not be isolated in a homogeneous 
condition. The acetoxy-compound is converted by hot potassium 
bromide solution into 1-bromomercurimethyl-1 : 2-dihydrobenzofuran, 
colourless, lustrous crystals, m. p. 122°, and by potassium iodide 
into 1-iodomercurimethyl-1 : 2-dihydrobenzofuran, colourless plates, 
m. p. 114—115-5°; the latter substance is also obtained from the 
chloromercuri-derivative and potassium iodide. 1 : 1-Sulphato- 
mercuridimethylenebis-1 : 2-dihydrobenzofuran, 


(C,H,<°§2>CH-CH,Heg),S0,, 


m. p. 123° (decomp.), is prepared by the cautious addition of o-allyl- 
phenol to a solution of mercuric oxide in aqueous sulphuric acid. 
Reduction of 1-chloromercurimethyl-1 : 2-dihydrobenzofuran by 
sodium amalgam and ethyl alcohol leads to the production of 
1: 1-mercuridimethylenebis-1 : 2-dihydrobenzofuran, 
(c.H,<°G2>cH-CH, ),He, 

colourless crystals, m. p. 93°. 

o-Allylanisole reacts with an aqueous or methy] alcoholic solution 
of mercuric acetate with the formation of «-acetoxymercuri-y-o- 
anisylpropan-B-ol, C,H,(OMe):CH,-CH(OH)-CH,"HgOAc, which 
could not be caused to crystallise. It is readily decomposed by 
hydrochloric acid with regeneration of o-allylanisole. It appears 
to be converted by sodium chloride into the corresponding chloride, 
which could not be caused to solidify. Mercuric chloride or sulphate 
does not react with o-allylanisole. 
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1-Iodomercurimethyl-1 : 2-dihydrobenzofuran is transformed } 
a hot solution of iodine in aqueous potassium iodide into 1-iod. 
methyl-1 : 2-dihydrobenzofuran, C,H, <CG2>cH-CHLI, colourless 
crystals, m. p. 36-5—37-5°, b. p. 150—151°/13—15 mm., d3! 1-792 
(liquid), nf 1-614; the latter substance is reduced by granulated 
zinc and hydrochloric acid to 1-methyl-1 : 2-dihydrobenzofuran, 
b. p. 199—202°/744 mm., d3} 1-507, n® 1-536. H. W. 


The Relation between Vitali’s Reaction and the Constitu- 
tion of the Alkaloids which give it. Paun Harpy (J. Pharm. 
Chim., 1922, [vii], 26, 172—176).—It has been pointed out that 
Vitali’s reaction is given by substances other than atropine and 
hyoscyamine. The author shows that it is a general reaction for 
esters of certain acids the constitution of which is analogous to that 
of tropic acid. The reaction is given by scopolamine and by iso. 
atropyleocaine but not by homatropine or veratrine. H. J. E. 


Salts of Codeine: The Hydrobromide; Preparation of 
Solutions for Injection. Frrr Martin (J. Pharm. Chim., 
1922, [vii], 26, 176—187).—Codeine hydrobromide crystallises with 
2 mols. of water, which are not lost on exposure to the atmosphere; 
in dry air, 4 mol. of water is lost at the ordinary temperature. At 
100°, the salt is only partly dehydrated and must be heated at 
115—116° before becoming anhydrous. The solubility in water 
at 97° is 2-04. Addition of sodium benzoate or salicylate increases 
its solubility at the ordinary temperature; this is considered to 
be due to double decomposition, as codeine salicylate may be ex- 
tracted with ether from a mixed solution. Several analyses of 
commercial codeine indicate a product of a high degree of purity. 


Harmine and Harmaline. VI. The Synthesis of N-Methyl- 
tetrahydronorharmine and the Constitution of Harmaline 
and of the Alkylated Harmines. Witi1am Ocitvy KeERMaAcK, 
Witi1am Henry Perkin, and Rospert Rosrnson (T., 1922, 121, 
1872—1896). 


Preparation of O-Alkyl Derivatives of Hydrocupreine. 
VEREINIGTE CHININFABRIKEN ZIMMER & Co., (D.R.-P. 344140; 
from Chem. Zentr., 1922, ii, 812)—Hydrocupreine oxide, which 
may be obtained by oxidation of hydrocupreine, is alkylated 
by the usual methods and the products are reduced to the alkyl 
derivatives of hydrocupreine. Since the nitrogen atom which is 
alkylated is protected by an oxygen atom, ammonium bases are 
not formed. Hydrocupreine oxide (leaflets, m. p. 199°, obtained 
by the action of 30% hydrogen peroxide on hydrocupreine) is 
treated with ethyl sulphate, ethyl hydrocupreine oxide sulphate, 
thereby obtained, forms colourless needles. By heating with excess 
of sulphur dioxide under pressure, ethyl hydrocupreine is obtained. 
By treatment of hydrocupreine oxide with ethylene chloride and 


Bm @ 
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reduction with sulphuric acid and sodium sulphite, chloroethyl 
lydrocupreine is obtained; it forms colourless needles, m. p. 164°. 


G. W. R. 


The Isolation of Muscarine, the Potent Principle of 
Amanita Muscaria. Haroup Kine (T., 1922, 121, 1743—1753). 


Arylated Pyridines and their Relations to the Correspond- 
ing Pyrylium Compounds. IV. Watruer Duruey [with 
J. Nisstery, Heryr. Meyer, and H. Karrer] (J. pr. Chem., 
1922, [ii], 104, 28—36; cf. A., 1921, i, 735)—It has been shown 
that whereas the salt-forming powers of pyrylium compounds are 
not much affected by the introduction of aryl groups, those of 
pytidine compounds are considerably weakened. It has now been 
found, however, that, under suitable conditions, penta- and tetra- 
phenylpyridines form a picrate, and that pentaphenylpyridine 
forms a perchlorate, the basicity thus being rather stronger than 
had been suspected. 

The following new compounds have been prepared: Penta- 
phenylpyridine picrate, nodular, yellowish-orange crystals or compact 
prisms, m. p. 233—-237°, perchlorate, colourless crystals, m. p. 299°; 
2:4:5:6-tetraphenylpyridine picraie, small, yellow needles, m. p. 
192—193°; 4:5: 6-triphenyl-2-(p-bromophenyl)pyridine, colourless 
needles, m. p. 172° (picrate, m. p. 226°); 4-phenyl-2 : 6-di-(p-bromo- 
phenyl)pyridine, colourless, silky needles, m. p. 196° (hydrochloride, 
citron-yellow needles, picrate, yellow prisms, m. p. 212°); 4: 6- 
diphenyl-2-(4-methoxy-3-methylphenyl)pyridine, colourless needles, 
m. p. 112° (hydrochloride, greenish-yellow crystals like glass-wool, 
m p. l00—104°); 4: 6-diphenyl-2-(6-hydroxy-m-tolyl)pyridine, 
colourless needles, m. p. 151—152° (picrate, yellow needles, m. p. 
232°); 4 : 6-diphenyl-2-(6-acetoxy-m-tolyl)pyridine, colourless prisms, 
m. p. 99—101° (picrate, nodular, yellow crystals, m. p. 126—127°). 

W. O. K. 


Preparation of Hydrogenated 1-Alkylpyridine-4-Carb- 
oxylates. E. Merckx (D.R.-P. 344028; from Chem. Zenir., 1922, 
i, 810).—Trigonelline (methylbetaine of pyridine-3-carboxylic 
acid), its 1-alkyl homologues, or the salts of these compounds are 
reduced by metals in alcoholic solution. Reduction of trigonelline 
chloride by tin and hydrochloric acid in methyl alcoholic solution 
gives methyl 1-methylhexahydropyridine-3-carboxylate, an oil, b. p. 
92—94°/16 mm. The alkylhaloids have therapeutic uses, The 
methiodide has m. p. 190° (corr.). Ethyl 1-ethylhexahydropyridine- 
3-carboxylate, a basic-smelling, colourless oil, b. p. 108—110°/13 
mm., is obtained by reduction of ethyltrigonelline hydrochloride 
(? hydrobromide). The latter is prepared by heating pyridine- 
3-carboxylic acid with ethyl bromide, sodium carbonate, and water 
in a closed vessel; it forms white, lustrous spangles, m. p. 227° 
(decomp.). G. W 

Preparation of Hydrogenated 1-Alkylpyridine-3-carboxyl- 
ates. RicHarRD WoOLFFENSTEIN (D.R.-P. 346888; from Chem. 
Zentr., 1922, ii, 811).—In the place of 1-alkylhaloids of alkyl pyridine- 
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3-carboxylates (this vol., i, 365), other quaternary ammonium salts , 


are used. For example, methyl 1-methylpyridine-3-carboxylate 
methosulphate is reduced by tin and hydrogen chloride to methy| 
1-methylhexahydropyridine-3-carboxylate, which is identical with 
the compound obtained by reduction of the corresponding 1-alky]. 
halcids. Ethyl 1-ethylhexahydropyridine-3-carboxylate, similarly pre. 
pared, is a basic, oily liquid. G. W. R. 


Preparation of Alkyl Salts of Hydrogenated 1-Alkyi- 
pyridine-3-carboxylates. RicHARD WOLFFENSTEIN (D.R.P.. 
346461 and 348379; from Chem. Zentr., 1922, ii, 810—811; cf. this 
vol., i, 365)—Hydrogenated 1-alkylpyridine-3-carboxylates are 
treated with alkyl haloids or with other alkyl salts. By the action 
of methyl iodide on methyl 1-methylhexahydropyridine-3-carb. 
oxylate in the presence of a diluent, the corresponding 1-methiodide 
is obtained. It is a colourless or light yellow, crystalline powder 
of fish-like odour, having m. p. 185—188°. The 1-methobromide is 
a white, crystalline powder, m. p. 196°. The 1-methochloride is 
prepared by the action of silver chloride on the 1-methiodide. The 
ethosulphate forms white, lustrous leaflets, m. p. 90—96°. The 
ethosulphate of ethyl 1-methylhexahydropyridine-3-carboxylate is 
also mentioned. The products have therapeutic uses. 


G. W. R. 


Preparation of 1-Alkylpyridine Carboxylates. E. Merck 
(D.R.-P. 344029; from Chem. Zentr., 1922, ii, 810).—Betaines of 
the pyridine series are esterified with alcohols by the usual methods 
in the presence of strong acids. The chloride of methyl 1-methyl- 
pyridine-3-carboxylate, CzH,,O,NCI,H,O, is prepared by heating 
trigonelline or trigonelline chloride with methyl alcohol containing 
hydrochloric acid. It forms colourless-crystals, m. p. 101°. 


G. W. R. 


Preparation of Betaines of the Pyridine Series. E. Mrrck 
(D.R.-P. 344030; from Chem. Zentr., 1922, ii, 810).—Pyridine- 
carboxylic acids are treated with methyl chloride in alkaline solu- 
tion at about 100°. ‘Trigonelline is thus prepared from pyridine-3- 
carboxylic acid. Pyridine-2 : 3-dicarboxylic acid (quinolinic acid) 
gives a methyl pyridine-2 : 3-dicarboxylic acid having m. p. ee 

G. W. R. 


The 6-Alkyloxy-2-methylquinolines. GurRNEY O. GUTE- 
Kunst and H. Lz B. Gray (J. Amer. Chem. Soc., 1922, 44, 1741— 
1746).—The preparation of 6-alkyloxy-2-methylquinolines involves 
the production of relatively large quantities of the various p-amino- 
phenyl alkyl ethers, some of which are more conveniently obtained 
by the reduction of the corresponding p-nitrophenyl compounds, 
whereas others are derived more readily from the p-acetylamino- 
phenyl alkylethers. The amines are transformed into the 2-methyl- 
quinolines according to the Doebner-Miller quinaldine synthesis. 

p-Nitrophenyl butyl ether, slender, colourless needles, m. p. 32°, 
is prepared by the protracted heating of a solution of p-nitrophenol 
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jn aqueous alcoholic (50%) potassium hydroxide solution with 
butyl alcohol and butyl iodide under a reflux condenser. p-Amino- 
phenyl butyl ether, obtained by reducing the nitro-compound with 
sannous chloride and concentrated hydrochloric acid, is a pale 
yellow liquid, b. p. 143—144°/12 mm. p-Nitrophenyl isoamyl ether, 
a pale yellow liquid, b. p. 183°/18 mm., is reduced similarly to 
paminophenyl isoamyl ether, a pale yellow liquid, b. p. 149— 
150°/15 mm. 

p-Acetylaminophenyl allyl ether, minute crystals, m. p. 88—89°, 
is prepared by the action of allyl bromide on a boiling solution of 
pacetylaminophenol and potassium hydroxide in alcohol (75%). 
It is hydrolysed by sulphuric acid to p-aminophenyl allyl ether, a 
pale yellow liquid, b. p. 143—144°/13 mm., the sulphate of which, 
large, colourless plates, m. p. 244° (decomp.), is described. The 
following compounds have also been prepared: p-Acetylamino- 
phenyl butyl ether, colourless needles, m. p. 112°; p-aminophenyl 
butyl ether, a pale yellow liquid, b. p. 143—144°/12 mm. [sulphate, 
large colourless plates, m. p. 270° (decomp.)]; p-acetylaminophenyl 
benzyl ether, colourless needles, m. p. 142°; p-acetylaminophenyl 
isobutyl ether, colourless needles, m. p. 80—81°; p-aminophenyl 
isobutyl ether, a colourless liquid, b. p. 145—146°/10 mm. (sulphate, 
large colourless plates, decomp. 251—252°); p-acetylaminophenyl 
isoamyl ether, colourless plates, m. p. 103—103-5°; p-aminophenyl 
isoamyl ether, a pale yellow liquid, b. p. 149—150°/15 mm. [sulphate, 
colourless plates, m. p. 253—-254° (decomp. )]. 

6-Propoxy-2-methylquinoline, a pale yellow liquid, b. p. 176— 
177°/16 mm., is prepared by the action of concentrated hydrochloric 
acid on a mixture of paracetaldehyde and p-aminophenyl propyl 
ether hydrochloride ; the corresponding ethiodide crystallises in pale 
yellow needles, m. p. 147-:5°. The following compounds are 
obtained in an analogous manner: 6-Allyloxy-2-methylquinoline, a 
red, oily liquid, and the corresponding ethiodide, small, yellow needles 
which could not be purified satisfactorily; 6-butory-2-methyl- 
quinoline, yellow nodules, m. p. 52° after softening at 48°, b. p. 
182—183°/13 mm. (ethiodide, small, yellow needles, m. p. 186°); 
6-isobutoxy-2-methylquinoline, a colourless, oily liquid, b. p. 171— 
172°/12 mm. (ethiodide, small, yellow needles, m. p. 142°); 6-iso- 
amyloxy-2-methylquinoline, a pale yellow liquid, b. p. 182—183°/10 
mm. (ethiodide, yellow needles, m. p. 201°). H. W. 


Quinolines. I. Preparation of 6-Ethoxy-2 : 4-dimethyl- 
quinoline. S. Parkin and M. Harris (J. Ind. Eng. Chem., 
1922, 14, 704—705).—-The method employed is a modification of 
that described by Mikeska, Haller, and Adams (A., 1921, i, 54). 
The reaction product is distilled in steam for half an hour, cooled, 
decanted, and the tarry residue washed with dilute hydrochloric 
acid, which is added to the main liquid. Excess of sodium hydroxide 
solution is added and the oil which slowly rises to the surface is 
removed and distilled under reduced pressure (30—70 mm.). The 
oil is collected up to 225°/30 mm. ‘The crude base is treated on 


a steam-bath with acetic anhydride and poured into water. Most 
1 [** 
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of the primary base and the hydro-base are thus removed x 
insoluble acetyl compounds. The filtrate is treated with exces 
of sodium hydroxide solution, and the solidified base removed, 
dissolved in twice its weight of hydrochloric acid, and diazotised, 
On dilution with water, the hydrochloride of the base dissolves, 
leaving a residue containing phenacetin and the nitroso-compound, 
The filtrate is steamed for twenty minutes to decompose diazonium 
salts, filtered through cotton, and neutralised. The base solidifies 
and is collected on a filter and distilled in a vacuum. It is then 
recrystallised from 18°/ hydrochloric acid and the solution filtered 
in three stages—namely, at 40—50°, at room temperature, and at 
0°. The product has b. p. 314—316° and m. p. 88—88-5°. Boiling 
range curves for the crude base and after the diazotisation process 
are given. A. G. P. 


Preparation of Substituted Derivatives of Hydrogenated 
2-Phenylquinoline-4-carboxylic Acid, and their Salts. Frm 
ZUCKMAYER (D.R.-P. 344501; from Chem. Zentr., 1922, ii, 811).— 
An earlier patent (this vol., i, 574) is modified, whereby in place of 
2-phenylquinoline-4-carboxylic acid, hydroxy-, amino-, or acetyl- 
amino-derivatives substituted in the quinoline group are used. By 
reduction of 7-acetylamino-2-phenylquinoline-4-carboxylic acid with 
sodium amalgam, 7-acetylamino-2-phenyltetrahydroquinoline-4-carb- 
oxylic acid is obtained; it forms yellowish-brown crystals, m. p. 
210°, and gives a light yellow nitroso-compound. The potassiwm 
salt is a tasteless, yellow powder. Reduction of 6-hydroxy-2- 
phenylquinoline-4-carboxylic acid (a yellow mass, m. p. above 300°) 
yields 6-hydroxy-2-phenyltetrahydroquinoline-4-carboxylic acid; it is 
a white, tasteless powder, m. p. 248—250° (decomp.). The tetra- 
hydro-compounds may be acetylated, and form wen a 6 


Preparation of 2-ar-Tetrahydronaphthylquinoline-4-carb- 
oxylic Acids. CHrmiscHe Faprrk aur AKTIEN (voRM. E. 
ScHERING) (D.R.-P. 344027; from Chem. Zenitr., 1922, ii, 811— 
812).—Isatins are condensed with ar-acetyltetrahydronaphthalenes 
in alkaline solution. 2-ar-J'etrahydronaphthylquinoline-4-carboxylic 
acid, from the condensation of isatin with ar-acetyltetrahydronaph- 
thalene, forms dark yellow, transparent leaflets, m. p. 196—197:5°. 
With 6-bromoisatin, 7-bromo-2-ar-tetrahydronaphthylquinoline-4- 
carboxylic acid is obtained; it forms yellow crystals, m. p. 228— 
229-5°. G. W. R. 


Phenylecarbazole. Atrrep Ecxkerrt, Fritz SritpEL, and 
GERTRUD ENDLER (J. pr. Chem., 1922, [ii], 104, 85—90).—Carb- 
azole, when heated in a reflux apparatus with o-iodobenzoic acid 
in nitrobenzene solution in the presence of potassium carbonate 
and copper oxide yields carbazole-o-benzoic acid, white, lustrous 
needles, m. p. 184° (methyl ester, long needles, m. p. 138—140°). 
This decomposes at 350—400° to yield 9-phenylcarbazole, m. p. 94— 
95°, purified as the picrate, m. p. 126—129°._ When heated with 
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% zinc chloride at 280°, carbazole-9-benzoic acid 
/ —-_ 5 yields an acridone derivative (annexed formula), 
\ | oy crystals, m. p. 190°. This is also formed on boiling 
/N: > carbazole-9-benzoic acid in xylene solution with 
JO phosphorus pentachloride and then adding alumin- 
( | ium chloride. On reduction in alcoholic solution 
a, with sodium, the derivative yields the di- 
hydroacridine derivative, C,,H,,N, yellow needles, 

m. p. 158—160°. Ww. Oo 


Preparation of an Unsaturated Ether of p-Dihydroxy- 
diphenylacetamidine. SocreTy FOR CHEMICAL INDUSTRY IN 
BasLE (Swiss Pat. 91728; from Chem. Zentr., 1922, ii, 699).— 
p-Aminopheny]l allyl ether is condensed with p-acetylaminopheny] 
allyl ether in the presence of phosphorus compounds such as 
phosphorus haloids, phosphoric oxide, phosphoryl chloride, or 
phosphoryl bromide, using benzene or toluene as diluting agents. 
The diallyl ether of p-dihydroxyphenylacetamidine thus obtained 
forms colourless crystals, m. p. 85—86°. The hydrochloride is 
crystalline, m. p. 152—153°. This product has a more powerful 


local anzesthetic action than the corresponding saturated ethers. 
G. W. R. 


Glyoxalinedicarboxylic Acid for the Recognition and 
Separation of Organic Bases. H. Pauty and E. Lupwie 
(Z. physiol. Chem., 1922, 121, 165—169).—Glyoxalinedicarboxylic 
acid forms sparingly soluble and well crystallised mono-hydrogen 
salts with a number of organic bases. The hydrogen salts with 
the following bases have been prepared : Methylamine, m. p. 240— 
245°; dimethylamine, m. p. 238—239°; trimethylamine, m. p. 
260—265°; ethylamine, m. p. 253—254°; diethylamine, m. p. 180°; 
propylamine, m. p. 212°; n-butylamine, m. p. 225—227°; piperidine, 
m. p. 221—222°; d-coniine, m. p. 208—209°; atropine, m. p. 93°; 
the solubility of these being between 2 and 45 per cent., but with 
those of hydrazine, m. p. above 260°; guanidine, m. p. 241—242°, 
glyoxaline, m. p. 245°, and /-histidine, m. p. 253—254° (decomp.), 
the solubilities are very small. The ionisation constants for the 


two stages of ionisation are K,—0-00285 and K,=6-44 x 10-8. 
H. K 


Glucosamine as the Basis of Formation of Heterocyclic 
Compounds. Herm. Pavuty and Ernst Lupwie (Z. physiol. 
Chem., 1922, 121, 170—176).—Glucosamine forms heterocyclic 
compounds of the glyoxaline and pyrrole type more easily than 
dextrose. By condensation with silver cyanate, glucimidazolone 
(5-aByé6-tetrahydroxybutylglyoxal-2-one), C,H,,0;N,,$H,O, is ob- 
tained, m. p. 130—135°, and [«]?} —49-4° in water, and from 
potassium thiocyanate in a similar manner, 2-thiolglucimidazole, 
C,H,,0,N,8,H,O, m. p. 168°, and [«]f —17-9° in water. On 
oxidation with hydrogen peroxide, the latter gives glucinimidazole 
hydrochloride, m. p. 162°, but when oxidised with dilute nitric acid 
an impure additive product of the silver salt and silver nitrate was 

ti** 2 
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obtained. Stronger nitric acid gave glyoxalinecarboxylic acid, 
Glucosamine condenses at 100° with acetoacetic ester or acetyl. 
acetone, giving, respectively, the ethyl ester of 2-methyl-5-«y8. 
tetrahydroxybutylpyrrole- 3-carboxylic acid, m. p. 120°, and [«], 4-49" ‘T° 
in water, and 3- acetyl- 2-methyl-5-aBy8- terahydroxybutylpyrrote, m. p. 
98°, and [«],—25-1° in water. . 


Preparation of Aminoacetyl Compounds of 4-Amino-1- 
phenyl-2 : 3-dialkylpyrazolones. FaRBWERKE VORM. MEISTER, 
Luctus, & Brinrine (Austr. Pat. 86136; from Chem. Zenitr., 
1922, ii, 575)—Aqueous ammonia is allowed to act on 
4-chloroacetylamino-|-phenyl-2 : 3-dialkylpyrazolones, or the addi- 
tive compounds of the latter with hexamethylenetetramine are 
treated with acids. 4-Chloroacetylamino-1-phenyl-2 : 3-dimethyl-5- 
pyrazolone, m. p. 187°, is prepared by the action of chloroacety] 
chloride on 4-amino-l-phenyl-2 : 3-dimethyl-5-pyrazolone. The 
additive compound with hexamethylenetetramine gives by treat- 
ment with strong hydrochloric acid 4-aminoacetylamino-1-pheny- 
2 : 3-dimethyl-5-pyrazolone (formula annexed). It forms a dihydro- 


N:Ph chloride, m. p. about 233°, and a 
/ monohydrochloride, m. p. 260—265°. 
Melt CO The aminoacetyl compound may also 


MeC_.—/CNH-CO-CH,"NH, be prepared by the action of aqueous 
ammonia on the chloroacetyl com- 

pound. 4. Chloroacetylamino-1-phenyl-3-methyl-2-ethyl-5-pyrazolone 
(m. p. 186°) gives with aqueous ammonia 4-aminoacetylamino-1- 
phenyl-3-methyl-2-ethyl-5-pyrazolone. The hydrobromide has m. p. 
about 150°. The compounds have antipyretic properties. 
G. 


W. RB. 


Hydantoins. Synthesis of the Soporific 4-Phenyl-4-ethyl- 
hydantoin [Nirvanol]. Witx1am T. Reap (J. Amer. Chem. Soc., 
1922, 44, 1746—1755).—The synthesis is nn in accordance 
with the scheme: COEtPh =°S CN-CEtPh-OH “3 CN-CEtPh-NH, 

KOON 


= EtPh:-NH-: hina NE ‘CO 
= sane COS -CEtPh 


‘The preparation of propionyl ealitis by the action of chlorine 
on a mixture of propionic acid and sulphur monochloride is 
described. The optimal conditions for obtaining phenyl ethyl 
ketone from benzene, propionyl chloride, and aluminium chloride 
have been ascertained. Phenyl ethyl ketone does not react with 
ammonium cyanide in aqueous or dilute alcoholic solution, whilst 
the yields are poor in 95% alcoholic solution. Reasonably good 
results are obtained when an absolute ethyl alcoholic solution of 
ammonium cyanide (made by the action of ammonia on hydrogen 
cyanide dissolved in alcohol) is employed. The best results are 
secured when dry ammonium cyanide dissolved in a small amount 
of ethyl alcohol is allowed to react with phenyl ethyl ketone or 
when a mixture of hydrogen cyanide and phenyl ethyl ketone 
dissolved in alcohol is treated with ammonia. Under the best 
conditions, the yield of phenylethylaminoacetonitrile is 90% of 
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that theoretically possible, allowance being made for the recovered 

henyl ethyl ketone, since the conversion is never complete. The 
ield does not appear to be affected by an excess of the reagent 
or the volume of solvent. The reaction is carried out at atmo- 
spheric temperature, the time being from one to four days. 

Phenylethylaminoacetonitrile reacts with potassium cyanate in 
glacial acetic acid to form the nitrile of phenylethylhydantoic acid 
in 80% yield. When this compound is boiled with hydrochloric 
acid (20%), it is converted into 4-phenyl-4-ethylhydantoin, the 
yield being 85%. It is possible to prepare the latter substance by 
the procedure outlined above from phenyl ethyl ketone without 
isolating and purifying the intermediate products; the yield is 
62% of that theoretically possible. 

Potassium or ammonium thiocyanate does not react with pheny]l- 
ethylaminoacetonitrile in glacial acetic acid solution; phenylethyl- 
acetylaminoacetic acid or its nitrile is not acted on by potassium 
thiocyanate in the presence of acetic anhydride. 

Phenylethylaminoacetonitrile is transformed by acetic anhydride 
into phenylethylacetylaminoacetonitrile, NHAc*CEtPh:CN, m. p. 
147°; phenylethylacetylaminoacetic acid, prepared by the action of 
dilute hydrochloric acid on the nitrile, has m. p. 225° (decomp.). 

H. W. 


The Preparation of 6 : 6’-Di-«-hydroxyisopropylindigotin 
from p-Cymene. Max Puitiipes (J. Amer. Chem. Soc., 1922, 
44, 1775—1780).—p-Cymene is obtained by the distillation of 
spruce turpentine (cf. Schorger, A., 1917, i, 467) with steam, agitation 
of the distillate with sodium hydroxide solution and water, desic- 
cation over calcium chloride, digestion over sodium, and fractional 
distillation. It is converted into mononitrocymene by a modi- 
fication of the method described by Andrews (A., 1918, i, 339). 
The nitro-compound is oxidised by potassium permanganate in 
the presence of sodium hydroxide to o-nitro-p-«-hydroxyisopropyl- 
benzoic acid, colourless crystals, m. p. 168° (corr.), which is reduced 
by tin and hydrochloric acid, ferrous sulphate, and ammonia or 
(preferably) ferrous sulphate and barium hydroxide to 0-amino-p-a- 
hydroxyisopropylbenzoic acid, colourless plates, m. p. 158° (corr.). The 
latter is transformed by chloroacetic acid into 0-aminoacetic-p-«-hydr- 
oryisopropylbenzoic acid, CMe,(OH):C,H,(CO,H)-NH-CH,°CO,H, 
faintly yellow, probably triclinic, crystals, m. p. 232-6° (corr.). 
Fusion of the acid with potassium hydroxide at 180—230°, and 
subsequent oxidation of the aqueous solution of the melt by air, 
gives 6 : 6’-di-a-hydroxyisopropylindigotin, which closely resembles 
indigotin in appearance. It dyes cotton from a hyposulphite bath 
greenish-blue, and compares rather favourably with indigotin as 
regards fastness to light, acid, washing, and rubbing. It differs 


from indigotin notably in its solubility in most organic solvents. 
H. W. 


The Cyanine Dyes. V. The Virtual Tautomerism of the 
Thiocyanines. Wu1tL1am Hopson Mis and WaLTER THEODORE 
Kart BRAUNHOLTzZ (T., 1922, 121, 1489—1495). 
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Dyes Derived from Phenanthraquinone. I. Phenanthra- 
naphthazines. ANUKUL CHANDRA SrircaR and SIKHIBHUSAN 
Dott (T., 1922, 121, 1944—1951). 


Dyes Derived from Phenanthraquinone. II. Naphtha- 
flavindulines. Sikuisuusan Dorr (T., 1922, 121, 1951—1955). 


Synthesis of Substantive Azo-dyes derived from Naphth- 
alene. N.N. Vorosucov (Bull. Inst. Polyt. Ivanovo-Voznesensk, 
1921, 4, 95—109).—In so far as the formation of azo-colouring 
matters of substantive character is concerned, the analogues of 
benzidine in the naphthalene series are, not the bimolecular naph- 
thidines, but the unimolecular naphthylenediamines with the two 
amino-groups in the 1: 5-, 1:4-, 2:6-, and 1: 6-positions. The 
scale of colours given by these colouring matters approximates to 
that obtained with the corresponding compounds of the benzidine 
series. 2 oe 


Attempts to prepare Red Sulphide Dyes. I. Epwin Roy 
Watson and Sikuipuusan Dorr (T., 1922, 121, 1939—1943). 


The Constitution of the Products Arising from the Con- 
densation of o-Aminoazo-compounds with Aldehydes. I. 
Orto Fiscuer (J. pr. Chem., 1922, [ii], 104, 102—122).—The 
colourless bases obtained by Goldschmidt (A., 1890, 614; 1891, 
839) by the action of aldehydes on o-aminoazo-compounds, and 
considered by him to be triazines, are hg shown to be derivatives 

F er, 
of l-aminobenziminazole, CHy<N>CH , a8 they are converted 


by hydrogen iodide into a derivative of benziminazole, and an 
amine, and also as they can be synthesised from such a benzimin- 
azole derivative by heating the chloroimide, obtained from it 
on treatment with a hypochlorite, with a base. Moreover, it has 
in certain cases been found possible to isolate the Schiff’s base 
compounds formed as intermediate stages in the condensation 
to Goldschmidt’s bases, corresponding with the Schiff’s base com- 
pounds obtained by the action of aldehydes on p-aminoazo-com- 
pounds. 

[With Wo.treane Merer.}+—-From _p-tolueneazo-8-naphthyl- 
amine and salicyaldehyde in methyl alcohol in presence of piperidine, 
tolueneazo-o-hydroxybenzylidene-B-naphthylamine is formed, deep red 
prisms, m. p. 162°, and this compound, on longer boiling in alcohol, 
acetic acid, formic acid, or alcoholic hydrogen chloride, or on 
heating with pyridine, further condenses to 1-p-toluidino-2-0- 
hydroxyphenylnaphthiminazole, white, compact crystals, m. Pp. 
192° (diacetyl compound, white, compact crystals, m. p. 180° 
[decomp.]). Similarly, p-tolueneazo-8-naphthylamine yields with 
furfuraldehyde p-tolueneazofurfurylidene-B-naphthylamine, needles, 
m, p. 66°, which further condenses to 1-p-toluidino-2-furylnaphth- 
iminazole, white needles, m. p. 215° (nitrosoamine, light yellow, 
compact crystals, decomp. about 150—160°); and with benz- 
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aldehyde, 1-p-toluidino-2-phenyl-a-naphthiminazole, needles, m. p. 
208° (nitrosoamine, light yellow crystals). 

The following compounds have been similarly prepared from 
o-aminoazo-p-toluene. 1-p-Toluidino-2-phenyl-5-methylbenz- 
iminazole, m. p. 231° (nitrosoamine, compact, yellow crystals, 
m. p. 129°); 1-p-toluidino-2-0-hydroxy phenyl-5-methylbenziminazole, 
white needles, m. p. 197—198° (diacetyl derivative, microcrystalline 
structure, but not crystallisable), 1-p-tolwidino-2-furyl-5-methylbenz- 
iminazole, white, compact crystals, m. p. 227°. 

[With H. Scuwappacuer.}—The following compounds are 
obtained similarly. From benzeneazo-8-naphthylamine and para- 
formaldehyde, 1-anilino-«-naphthiminazole, colourless prisms, m. p. 
184° (hydrochloride, white needles, m. p. 254°, picrate, yellow, 
pointed crystals, m. p. 206—207°; nitrosoamine, long yellow needles, 
m. p. 120—121°). From o-tolweneazo-8-naphthylamine, compact 
rismatic dark red crystals, m. p. 125—126° (acetyl compound, 
fine, light red needles, m. p. 150—151°), and paraformaldehyde, 
1-0-toluidino-a-naphthiminazole, yellow, crystalline powder, m. p. 
166—167° (nitrosoamine, m. p. 130° [decomp.]) is formed. From 
o-tolueneazo-8-naphthylamine, with acetaldehyde, 1-0-toluidino- 
2-methylnaphthiminazole, colourless prisms, m. p. 169—170° (acetyl 
compound, small prisms, m. p. 117—118°); with benzaldehyde, 
1-0-toluidino-2-phenyl-a«-naphthiminazole, colourless needles, m. p 
210—211° (picrate, pointed, yellow crystals, m. p. 181—182°); 
with salicylaldehyde, 1-0-toluidino-2-0-hydroxyphenylnaphthimin- 
azole, fine needles, m. p. 194—195°; with p-hydroxybenzalde- 
hyde, 1-0-toluidino-2-p-hydrexyphenylnaphthiminazole, colourless, 
granular crystals, m. p. 228° (nitrosoamine, yellow, crystalline 
powder, decomp. 100°; diacetyl compound, coarsely granular 
crystals, m. p. 208°); with furfuraldehyde, 1-o0-toluidino-2-furyl- 
naphthiminazole, fine, colourless needles, m. p. 194—195° (nitroso- 
amine, yellow crystals, m. p. 147° [decomp.]). 

(With H. Kracxer.]—On treating naphthiminazole with a 
hypochlorite 1-chloro-«-naphthiminazole, colourless, flat prisms, 
m. p. 198—199°, is obtained. This reacts with p-toluidine to 
yield 1-p-toluidino-«-naphthiminazole, short needles, m. p. 221— 
222°, identical with the base obtained by Goldschmidt from form- 
aldehyde and p-tolueneazo-$-naphthylamine. In the same way, 
hypochlorite yields with 2-methyliminazole, 1-chloro-2-methyl-a- 
naphthiminazole, fine needles, m. p. 229°, which reacts with aniline 
to give 1-anilino-2-methylnaphthiminazole, m. p. 231—232°, 
identical with the substance formed from acetaldehyde and benzene- 
azo-8-naphthylamine, and with toluidine, to give 1-toluidino-2- 
methylnaphthiminazole, m. p. 197—198°, obtained from p-toluene- 
az0-8-naphthylamine and acetaldehyde. W. O. K. 


A New Fractionation Method for Proteins and . their 
Derivatives. M. A. Raxusin (Biochem. Z., 1922, 130, 432— 
441).—The filtrates from a 95% alcoholic extract of a large number 
of animal and vegetable proteins and of enzymes were tested 
qualitatively by various colour reactions and found to contain 
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carbohydrate and nitrogenous substances in most cases. Pepsin- 
fibrin peptone can be fractionated by extraction with 95% alcohol 
and subsequent successive treatment of the filtrates with a 10% 
suspension of aluminium hydroxide for periods of twenty-four 
hours each, into a number of fractions which differ from one another 
in their colour reactions to various protein and carbohydrate 
reagents. H. K. 


Combined Action of Enzymes. A. J. J. VANDEVELDE 
(Natuurwetenschapp. Tijdschr., 1921, 3, 200—203).—The assump. 
tion that enzymic action in a living organism is due to the com. 
bined action of several enzymes is tested by experiment. The 
action of a mixture of invertase (extracted from yeast) and of 
amylase (extracted from malt) is compared with the action of each 
enzyme alone. No increased action could be observed although 
the experiment was repeated in various ways. There is no evidence 
of a difference in the action of enzymes alone and in mixtures. 

CHEMICAL ABSTRACTS. 


The Action of Chymosin and Pepsin. VII. Further 
Experiments on the Purification of the Enzyme of the 
Stomach. Otor Hammarsten (Z. physiol. Chem., 1922, 121, 
240—260).—The starting material was prepared by extraction of 
the mucous membrane of the pig’s stomach with 0-2° hydrochloric 
acid and precipitation of the “ crude pepsin”’ as a hyaline mass 
by half saturation with sodium chloride. Preliminary experiments 
are described in which the sodium chloride is dialysed away in 
0-2°% hydrochloric acid solution and the solution kept at 37—38° 
to denature. The solution was then either (1) dialysed against 
water, (2) precipitated by half saturation with sodium chloride, 
or (3) precipitated by saturation with ammonium sulphate. A 
detailed account is to follow later. The present communication 
deals with the fractional extraction of the “crude pepsin” by 
water in a centrifuge, dialysis of the extracts and analysis of their 
contents in organic matter, pepsin, and chymosin. The successive 
extracts except the later ones compare favourably in activity 
with Pekelharing’s pepsin, although the qualitative reactions are 
different. A comparison of the clotting time on milk (chymosin 
factor) and the digestive action by Mett’s test (pepsin factor) of 
the author’s preparation with Pekelharing’s preparation showed 
no parallelism under any conditions. The author’s solutions are 
stable, very faintly acid, and lose activity rapidly if neutralised. 

H. K. 


The Action of Chymosin and Pepsin. VIII. Relative 
Sensitiveness to Alkali of the Stomach Enzymes of the Calf 
and Pig. O Lor Hammarsten (Z. physiol. Chem., 1922, 121, 
261—282).—Michaelis and Rothstein (A., 1920, i, 775) found that 
alkali destroyed chymosin and pepsin from the pig’s stomach at 
the same rate, whilst the author (A., 1915, i, 911) found that these 
enzymes when prepared from the calf’s stomach were acted on 
by alkali at totally different rates. This is now ascribed to the 
influence of the use of different animals. Chymosin from the pig’s 
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Psin- § stomach is destroyed much more rapidly than from the calf’s and 
cohol f the same probably applies to the pepsin. Moreover, the experi- 
10% ff ments show the distinct entities of chymosin and pepsin as they 
-four ff are destroyed at different rates. H. K. 
= The Proteolytic Enzymes of Malt. Harry LUuUNDIN 
K (Biochem. Z., 1922, 131, 193—218)—The optimum P, for malt 
‘ peptase is 3-7—4-3 in malt, and 3-2 in green malt. Malt peptase 
SLDE §f js not found in malt germ. The malt tryptase of green malt and 
unp- # of malt germ acts best at Py 6-3. At the optimum Py, neutral 
om- Bsalts have little action. The autolytic process in malt is con- 
The ff ditioned by the various enzymes, each having their own optimum 
1 of § P,. For the autolysis, the general optimum Py is 4-3—5-0 in malt, 
ach #44 in green malt, and 6-3 in malt germ. H. &. 
= Inactivation of Saccharase by Small Quantities of Silver 
Salts. H. von EvuLer and Kari Myrpicx (Z. physiol. Chem., 
1922, 121, 177—-182).—-Euler and Svanberg (ibid., 1919, 107, 269, 
; 302) had previously shown that whilst invertase was inhibited by 
her ff <ilver salts in proportion to their concentration, mercuric salts 
the Bf behaved differently, the results lying on acurve. A re-examination 
21, Ff of the effect with silver salts reveals, however, a parallelism with 
of mercury salts, the previous résults being due to the observation 
Tic § now recorded that the results depend greatly on the concentration 
- of the enzyme. H. K. 
in Toxicity. The Combined Action of Quinine and of 
3° — Narcotics on Invertase and on the Action of Arsenic Com- 
st yy on Maltase, and on «-Methylglucosidase. P. Rona, 
e, . ArrizA, and A. LasniTzki (Biochem. Z., 1922, 130, 582—591).— 
A [The combined inhibitory actions of quinine and narcotics on 
n invertase is less than the sum of their individual actions. Arsenious 


acid, arsenic acid, and atoxyl] had no action on maltase or on «-methyl- 
glucosidase, but methylarsenious oxide was inhibitory. H. K. 


Amylases of the Cereal Grains—The ‘‘ Insoluble '' Amylase 
of Barley. Jurian Levert Baker and Henry FRancis 
EvVERARD Hutton (T., 1922, 121, 1929—1934). 


Emulsin. II. Ricnuarp WILLSTATTER and GERTRUD OPPEN- 
HEIMER (Z. physiol. Chem., 1922, 121, 183—194; cf. this vol., 
i, 282, 284, 390).—In continuation of previous work, it is found 
that those enzyme actions of the emulsin complex which proceed 
best in a decidedly acid medium follow the unimolecular law, as, 
for instance, the hydrolysis of salicin, arbutin, phenylglucoside, 
and helicin. By comparing the time at which 50% of the following 
glucosides have been hydrolysed, helicin, salicin, phenylglucoside, 
arbutin, methylglucoside, prunasin, and amygdalin, by nine totally 
distinct preparations of emulsin, it is found that the ratio of the 
time values for helicin, salicin, and phenylglucoside alone is the 
same in each case. This is the first quantitative demonstration 
that one enzyme of the emulsin complex can attack different 
substrates. This enzyme, phenylglucosidase, is most specific for 
helicin. H. K. 
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The Enzyme Hydrolysis of Benzyl Succinate. J. W. 
Howarp (J. Amer. Chem. Soc., 1922, 44, 1763—1765; cf. Shonle 
and Row, A., 1921, i, 341; Christman and Lewis, A., 1921, i, 755; 
Volwiler and Vliet, this vol., ii, 41).—The lipase of the pancreas 
hydrolyses dibenzyl succinate only to benzyl hydrogen succinate: 
the latter is not hydrolysed by this enzyme. H. W. 

The Chemical Action of Rennin. G. S. InicHov (Biochem, 
Z., 1922, 131, 97—108).—There is no appreciable increase of acidity 
on addition of rennin to milk or caseinogen solutions under various 
conditions. Peptonisation does not therefore occur. The action 
of rennin is purely physical, the formation of casein being due to 
a change in the degree of dispersity of the solution under the 
influence of the ferment and in presence of bivalent ions and 
hydrogen ions. H. K. 


Phosphatases. I and II. M. Tomita (Biochem. Z., 1922, 
131, 161—-169, 170—174).—I. Saccharophosphatase. Animal 
organs possess a phosphatase which can hydrolyse saccharose 
monophosphate. The order of activity of the organs is: kidney, 
liver, spleen, pancreas, brain, and, least of all, muscle. The 
enzyme is thermo-labile. 

II. Hexosemonophosphatase. The kidneys, spleen, liver, and 
muscle of cold- and warm-blooded animals can hydrolyse hexose 
monophosphate. Muscle extract exerts the weakest action. The 
action is more pronounced in each case than with saccharo- 
phosphatase. H, K. 


Comparative Study of Ring-substituted Phenylphosphinic 
and Phenylarsinic Acids. D. R. Nix (Rec. trav. chim., 1922, 
41, 461—500).—A comparison of the aromatic derivatives of nitric, 
phosphoric, and arsenic acids shows that nitrobenzene, phenyl- 
phosphinic acid, and phenylarsinic acid are very stable compounds 
from which the acidic group is not easily removed. In the case 
of the two last-named, removal of the group may be effected by 
very energetic methods. However, on the introduction of an amino- 
group in the ortho- or para-position with respect to the acidic group, 
the stability of the resulting phosphinic or arsinic acid undergoes 
considerable modification, although no such change is observed 
in o-nitroaniline or p-nitroaniline, the nitro-group remaining quite 
stable. The author points out that p-aminophenylphosphinic 
acid is less stable than the corresponding arsenic compound. If 
the amino-group be introduced into the meta-position with respect 
to the acidic group, no such change of stability takes place; it 
is a matter of some difficulty to remove the acidic group from 
m-aminophenylphosphinic and m-aminophenylarsinic acids. The 
author considers that the compounds studied exhibit an alternation 
of properties in aromatic derivatives of the same type containing 
nitrogen, phosphorus, and arsenic. 

Full experimental detail of the work is given, and methods of 
preparation are described for 3-nitrophenylphosphinic acid, 3-amino- 
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phenylphosphinic acid, p-aminophenylarsinic acid, 5-nitro-2-amino- 
phenylarsinic acid, phenylarsinic acid, and 3-nitrophenylarsinic 
acid, Which are claimed to be more satisfactory than those previously 
published. The nitration of phenylphosphinic acid was effected 
at 0°; it has been stated (Michaelis and Benzinger, A., 1878, 
51) that a temperature of 110° is necessary. The method specified 
in the patent (D.R.-P. 264924) for the preparation of phenyl- 
arsinic acid is criticised. 

The following substances do not appear to have been previously 
described : 3-nitro-4-aminophenylphosphinic acid, deep yellow 
plates, m. p. 231° (decomp.); m-carbethoryaminophenylphosphinic 
acid, thick, white plates, m. p. 140°, saponified on boiling in aqueous 
solution, cannot be diazotised, and gives no coloration with 
naphthol; nztro-3-carbethoxyaminophenylphosphinic acid, a bright 
yellow substance, explodes on heating; the aqueous solution does 
not react with nitrite, and is turned deep yellow by sodium hydr- 
oxide ; 2-( ?)nttro-3-aminophenylphosphinic acid, deep yellow needles, 
m. p. 185°. H. J. E. 


The Crystalline Form of Atoxyl [Sodium p-Aminophenyl- 
arsinate]. G. Giuta (Bull. Soc. chim. Belg., 1922, 34, 211— 
213).—Detailed measurements of the crystals were made in order 
to obtain a rapid method of distinguishing between this substance 
and sodium diaminodiphenylarsinate. Monoclinic, a:b:¢ = 
2481 :1:0°963, 8 = 97° 40’. The work of Melon (Bull. Acad. 


Roy. Belg., 1922, 50) is criticised. H. J. E. 


Preparation of Aromatic Aminoarsinic Acids. Rocker- 
FELLER INSTITUTE FOR MepicaL Resgarcu (Dutch Pat. 6581; 
from Chem. Zentr., 1922, ii, 873—874).—«-Halogenacylamides of 
the composition X-CHR-CO-NR,R, (where X=halogen, R=alkyl, 
aryl or hydrogen, R,,R,=alkyl, aryl, substituted aryl, or hydrogen) 
are allowed to act on aminophenylarsinic acid, its homologues, its 
derivatives (substituted in the nucleus), or the salts of these com- 
pounds. p-Phenylglycylamidoarsinic acid, 
C,H,(AsO,H,)*?(NH-CH,*CO-NH,)® 
is obtained by the action of chloro- or iodo-acetamide on the 
sodium salt of p-aminophenylarsinic acid; it forms colourless 
crystals, m. p. above 280°. The sodium salt forms colourless 
masses of crystals. By treating an alkaline solution of p-amino- 
phenylarsinic acid with chloroacetylcarbamide, p-phenylglycyl- 
carbamidoarsinic acid, C,H,(AsO,H,)'?-(NH-CH,-CO-NH-CO-NH,)* 
is obtained. p-Phenylglycinearsinic acid is formed from this acid 
by hydrolysis; it has m. p. above 280°. The sodium salt contains 
two molecules of water of crystallisation. From «-chloroacetyl- 
methylearbamide and p-aminophenylarsinic acid, p-phenylglycyl- 
methylcarbamidoarsinic acid, 

C,H,(AsO,H,)-(NH-CH,*CO-NH:CO-NH-CH,), 
is obtained; it forms colourless crystals, m. p. 232°. p-Phenyl- 
glycylanilinoarsinic acid, prepared similarly, using iodoacetanilide, 
forms a crystalline mass. p-Phenylglycyl-m’-aminophenolarsinic 
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acid is prepared by the action of 3N-chloracetylamino-1-hydroxy. 
benzene on p-aminophenylarsinic acid in alkaline solution. |t 
forms small plates, m. p. above 230°. G. W. R. 


Preparation of Aromatic Arseno-compounds. Rock:. 
FELLER InstitUTE FoR MerpicaL Resgarcu (Dutch Pat. 6352; 
from Chem. Zenir., 1922, ii, 573—574).—Aminophenylarsinic acids 
or aminophenylarsenoxides, unsubstituted in the aromatic nucleus, 
in which a hydrogen atom of the amino-group is replaced b 
an acylarylamino-group of the composition ~-CHR-CO-NHR, 
(R=alkyl, aryl, or hydrogen; R,=aryl with one or more acid 
groups such as hydroxyl, sulphonamide, carboxyl, or sulphonic 
acid) are reduced by ordinary methods to corresponding arseno. 
compounds. Phenylglycyl-m’-aminophenol-p-arsinic acid is re. 
duced by hypophosphorous acid and hydriodic acid to the corre. 
sponding arseno-compound, which is a yellow powder, m. p. 180— 
190°. The dihydrochloride forms a light yellow powder, m. p. 
about 130°, which can only be kept in sealed vessels in the presence 
of indifferent gases, or in a vacuum. Phenylglycyl-m’-aminophenol- 
p-arsenoxide, AsO-C,H,’-NH-CH,°CO-NH-C,H,°OH, is prepared by 
reduction of the corresponding arsinic acid with sulphur dioxide 
and hydriodic acid. It is a white powder with m. p. above 200° 
after softening at 130°. Phenylglycylanthranilic acid-p-arsenoxide, 
AsO:C,H,*NH-CH,°CO-NH-C,H,°CO,H, is similarly prepared. The 
compounds have therapeutic uses in trypanosome and spirochete 
infections. G. W. R. 


Physiological Chemistry. 


Preparation of Crystalline Oxyhzemoglobin. Micnaz. 
HEIDELBERGER (J. Biol. Chem., 1922, 53, 31—40).—The method 
described depends on the fact that the washed corpuscles from dog’s or 
horse’s blood crystallise almost completely in the presence of toluene 
when saturated with a mixture containing four parts of carbon 
dioxide to one part of oxygen. The oxyhemoglobin so obtained 
may be recrystallised by dissolving in sodium carbonate solution 
and reprecipitating by saturation with the above mixture of gases. 
Salts may be removed from the recrystallised product by pressure - 
dialysis. It is essential to perform all operations in the cold and 
in the presence of excess of carbon dioxide, and to prevent the 
oxyhemoglobin becoming dry at any stage. Using this method, 
preparations with 96—100% of the theoretical oxygen capacity 
have been obtained. E. $8. 


Effect of Carbon Dioxide on Sugar in Blood. FriepRIcH 
BINSWANGER (Pfliiger’s Archiv, 1922, 193, 296—312; from Chem. 
Zentr., 1922, i, 1053—1054).—Increase in the proportion of carbon 
dioxide in the air induces hyperglycemia in rabbits, cats, and dogs. 
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Whilst increase in blood sugar is first observed in rabbits when 
20% of carbon dioxide is present, 7% suffices to induce the condition 
in cats. The nature of the diet is without influence. Diminution 
of the pressure of carbon dioxide by forced respiration is without 
effect on the sugar content of the blood in man. Carbon dioxide 
hyperglycemia is probably due to general cell injury, as it is 
accompanied by a marked fall in body temperature. G. W. R. 


Adrenaline Hyperglycemia. Cu. Acnarp, A. Risot, and 
Lton Brnet (Rev. méd., 1921, 38, 447—456; Ber. ges. Physiol., 11, 
319; from Chem. Zentr., 1922, i, 987—988)—The percentage 
increase in blood-sugar and its duration depend on the amount 
of dextrose injected. With injection of dextrose and adrenaline, 
hyperglycemia is more pronounced. Hypophysis extract exerts 
the same effect. With dextrose and aqueous pancreatic extract, 
the hyperglycemia is less than with dextrose alone. Pancreatic 
extract partly neutralises the effect of adrenaline in adrenaline 


hyperglycemia. G. W. R. 


Partition of Urea in Blood. G. Ertenne and M. V&rain 
(Compt. rend. soc. Biol., 1922, 86, 394—395; from Chem. Zentr., 
1922, i, 1054).—Marked differences are found in the urea contents 
of blood and blood-clot. The amount of urea found in each com- 
ponent depends on the length of contact between clot and plasma. 
In experiments with liquids containing blood corpuscles, addition 
of trichloroacetic acid prevents diffusion of urea. G. W. R. 


The Lipoids of the Blood in Tuberculosis. B. H. HENNING 
(J. Biol. Chem., 1922, 53, 167—170).—The blood of twenty-one 
tuberculosis patients was found to contain normal amounts of 
lecithin and of total fatty acid. When estimated without saponi- 
fication, the content of cholesterol was also normal, but was uni- 
formly low when the saponification method was employed. It is 
concluded that, in tuberculosis, the cholesterol of the blood is 
partly replaced by a related substance giving the same colour 


reaction. High values were obtained for “ residual ” fatty acid. 
E. 8. 


Biochemistry of Methyl Alcohol Poisoning. I. M. RaBino- 
vitcH (Arch. int. Med., 1922, 29, 821—827).—In the case of a woman 
of seventy years, who lived for six days after taking methy] alcohol, 
the following results were observed: blood, increase of uric acid 
to 9°3 mg. per 100 c.c., urea to 144 mg., and creatinine to 4°5 mg., 
decrease in oxygen-saturation (15°5%); plasma, decrease in carbon 
dioxide (26%). On the last three days, the acid-soluble phosphorus 
content of the blood varied between 8°6 and 10°8 mg. per 100 c.c., 
and the dextrose content was 225 mg. per 100 c.c. The blood did 
hot contain methemoglobin. CHEMICAL ABSTRACTS. 


Buffer Systems of Blood-serum. Epwarp A. Dorsy, 
Emty P. Eaton, and K. 8. CuHouxe (J. Biol. Chem., 1922, 53, 
61—74).—Experiments on the increased binding power of serum 
for carbon dioxide with increased tensions of this gas have been 
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extended (cf. A., 1921, i, 753). Buffers due to the presence of the 
corpuscles are termed “‘ loaned ” buffers, and those independent oj 
the corpuscles (phosphates, serum-proteins) “ self-possessed” 
buffers. Average results from a number of experiments on de. 
fibrinated human and dog’s blood indicate that, between the P, 
range of 7°45 and 7°25, 16% of the base furnished for the increase 
of hydrogen carbonate in serum comes from self-possessed non- 
migrating serum buffers, 1 to 3% of this being supplied by phos. 
phates, whilst loaned buffers supply 84%. Of the latter, 80% is 
due to the migration of hydrochloric acid into the corpuscles, and 
the remainder probably to the similar migration of other Pan 
8. 


Total Nitrogen and Residual Nitrogen Content of Edematous 
Fluids. Rupoitpu SrrisoweR (Wiener Arch. inn. Med., 1922, 
4, 115—120).—Normal values of the content of residual nitrogen 
in edematous fluids lie between 0°02 and 0°05%; the content is 
parallel to the total protein content. The value is usually higher 
than that of the blood, and is increased in cardiac insufficiency, 
arteriosclerosis of the kidney and chronic parenchymatous nephritis, 
There does not appear to be any direct relation between the uremia 
and the increase of residual nitrogen in the cedematous fluid. 

CHEMICAL ABSTRACTS. 


Solubility, Capillary Activity, and Hemolytic Activity of 
Terpene Derivatives. HzrInricH RHODE (Biochem. Z., 1922, 


130, 481—496).—The above-named properties of camphor, borneol, 
menthone, menthol, «- and 8-terpineol, and norcamphor have been 
determined without revealing a relation between the physical 
properties and the hemolytic values. The hemolytic value of a 
substance is the same above or below its melting point. H. K. 


Effect of Ether on Anti-substances. J. Forssman (Compt. rend. 
Soc. Biol., 1922, 86, 495—497; from Chem. Zenir., 1922, i, 1055).— 
When heated with ethyl ether at 56°, hemolysin is destroyed whilst 
agglutinin is unaffected. Protective anti-substances behave normally. 
With sera, varying results are obtained owing to the presence of 
protective colloids. To this may be attributed the fact that anti-sub- 
stances precipitated by ammonium sulphate behave differently from 
those precipitated by acetic acid and distilled water. G. W. R. 


An Equilibrated Sterilisable Fluid of Physiological 
Hydrogen-ion Concentration. ALFRED FLEIscH (Arch. expt. 
Path. Pharm., 1922, 94, 22—27).—The fluid has certain advantages 
over Ringer’s or Tyrode’s solutions. It possesses a constant P, 
value of 7°52 at 37°, is isotonic with blood, is sterilisable, and 
contains potassium and calcium in a ratio which approximates to 
that in arterial blood. A similar relation exists between the total 
univalent and bivalent positive ions. The stock solution has the 
composition: sodium chloride, 10°5 grams; potassium chloride, 
0°5 gram; calcium chloride, 0°3 gram; magnesium chloride, 0'l 
gram; 5 c.c. of N-phosphoric acid, and 50 c.c. of water. This 
requires filtering. For use, 50 c.c. of the stock solution are mixed 
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with 1 litre of water, heated, and, after cooling, saturated with 
oxygen. Five c.c. of sterile N-sodium carbonate solution are then 
added. The heating may be omitted if a sterilised solution is not 
required. Modifications may be made to give fluids either richer 
or poorer in carbon dioxide. 


{Imperfect Digestion and] the Amino-acid Fractions and 
Hippuric Acid in the Urine of Pellagrins. J. R. MURLIN 
(U.S. Public Health Service, Hygienic Lab. Bull., 1920, No. 116, 
45—72).—The imperfect gastric digestion, established in 50—60% 
of the cases of pellagra, might be expected to lead to imperfect 
assimilation of protein material and the production of toxic im- 
perfectly resolved substances which might be eliminated in part 
unchanged in the urine. It is clearly suggested, by comparison 
of two subjects, one without free acid and pepsin in the stomach 
and the other with normal gastric juice, that the quantity of formol- 
titration nitrogen in the urine may depend on gastric conditions. 
The quantity of hippuric acid excreted by pellagrins, especially 
those kept on a maize—vegetable diet, is from twice to three times 
the quantity excreted by normal men on a general mixed diet. 
This may denote an intestinal condition capable of producing 
toxins which may have far-reaching somatic effects. 

CHEMICAL ABSTRACTS. 


Products of Prolonged Tryptic Digestion of Casein. 
SiemuND FRANKEL and PavuL JELLINEK (Biochem. Z., 1922, 130, 
592—603).—When casein is digested with trypsin until the bromine 
reaction is negative for tryptophan, the filtrate after precipitation 
with Hopkins’s reagent gives on removal of mercury and addition 
of alcohol racemic hydroxyproline in 0°8% yield. From the 
filtrate mercuric chloride precipitates histidine anhydride dihydro- 
chloride, decomp. 285°, in minute quantity. The mercuric chloride 
precipitate from alkaline solution, however, contained ammonium 
chloride and methylamine hydrochloride. The presence of the 
latter is attributed to a decarboxylase action of the tryptic ferment 

H. K. 


_ fj on glycine. 


Observations on Sugar Synthesis. II. An Abnormal 
Disturbance of Carbohydrate Exchange and its Relation to 
Diabetes Mellitus. Ricuarp WaGneR and J. K. Parnas (Z. 
ges. expt. Med., 1921, 25, 361—384; from Chem. Zenir., 1922, i, 
893; cf. this vol., i, 487)—Further data are given with regard to 
the carbohydrate metabolism in a child with chronic interstitial 
hepatitis. ‘Thyreoidin caused an increase in blood-sugar and a 
depression of acetone production, accompanied, however, by 
lipemia, lipuria, and steatorrhcea. The production of sugar by 
degradation of body protein is held to be conditioned by thyroid 
activity, which is itself held in check by the pancreas as well as 
by mobilisation of liver carbohydrate. Conversely, excessive 


thyroid activity exerts an inhibitory effect on the pancreas. 
G. W. R. 
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Effect of Radiothorium on Metabolism. K. Miyapmi 
(Deut. med. Woch., 1922, 48, 252—253; from Chem. . Zentr, 
1922, i, 1049).—A single injection of radiothorium into the blood. 
stream causes a gradual disturbance of metabolism resulting in an 
increase in the total nitrogen output in urine and feces and als 
in the excretion of uric acid. These changes are attributed to 
increased protein decomposition and decreased nitrogenous anabol. 
ism. Oxidative processes are also intensified. G. W. R. 


Animal Calorimetry. XXII. The Production of Fat from 
Protein. H. V. Arkinson, Davip Rapport, and GRAHAM Lusk 
[with G. F. SopERstrom and James EvENDEN] (J. Biol. Chem., 
1922, 53, 155—166)—From measurements of the respiratory 
quotient of dogs, it is concluded that, when the glycogen reservoirs 
of the body are full, the ingestion of large amounts of meat is 
followed by the production of fat from protein. E. 8. 


Lung Stones. A. Scurrer (Beitr. klin. Tuberculose, 192, 
49, 17—27).—The chief constituents of lung stones are calcium 
carbonate and phosphates; magnesium carbonate, magnesium 
phosphate, fats, cholesterol, and traces of silicates are also present. 

CHEMICAL ABSTRACTS. 


Degradation of Bile Pigments by Anzrobic Putrefactive 
Intestinal Bacteria. Frirz Passtnt (Wiener klin. Woch., 
1922, 35, 217—219; from Chem. Zenir., 1922, i, 1057—1058).— 
Putrefactive anzrobic intestinal bacteria rapidly break down 
biliverdin and bilirubin. Formation of urobilinogen or urobilin 
was not observed. Presence of sugar does not prevent the decom- 
position of bile pigments by typical putrefying bacteria. Anzrobic 
fermentative bacteria have no effect on the bile pigments in sub- 
strates containing sugar. It is supposed that bile pigments are 
unaltered in those parts of the intestine where bacterial decomposi- 
tion is mainly fermentative, their decomposition being confined to 
those parts where putrefactive action is predominant. G. W. R. 


The Effects of Adrenal Feeding on the Iodine Content of 
the Thyroid Gland. E. M. Biracx, M. Huprsr, and J. Rogers 
(Amer. J. Physiol., 1922, 59, 222—226).—The addition of various 
preparations of adrenal glands (ox) to the dietary of dogs causes 
an increase in forty-five days of 50°7—70°4% in the iodine content 
of the thyroid gland. The effect appears to be chiefly due to a 
substance other than adrenaline. CHEMICAL ABSTRACTS. 


Probable Occurrence of Proteinogenic Amines in the 
Thyroid. Usatpo Sammartino (Biochem. Z., 1922, 131, 219— 
225).—From 3 kilos of fresh thyroid glands, the author has isolated 
a trace of histamine picrate, tyramine picrate, and phenylethyl- 
amine picrate, as well as inositol. At an intermediate stage of the 
process of isolation, benzoylation of the purified alcoholic extract 
was resorted to and the insoluble benzoylated products isolated 
and hydrolysed. In a shorter process, avoiding benzoylation and 
using 400 grams of fresh horse thyroid and working very quickly 
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Periodicity in Chloride Excretion during Dropsical 
Nephritis. P. L. ViottE (Compt. rend. soc. Burol., 1922, 8 
362—363 ; from Chem. Zentr., 1922, i, 1052).—In dropsical nephritis 
with marked retention of chlorides, the excretion of sodium chloride 
is constant, independently of the water balance. When the kidneys 
again become permeable to chlorides, variations in the daily output; 
of chlorides occur. G. W. BR. 


Theory of the Retention and Excretion of Absorbed 
Bromine Salts, and the Halogen Content of the Organism. 
Fr. Baur and E. OpPENHEIMER (Arch. expt. Path. Pharm., 1922, 
94, 1—21).—The known facts concerning the retention and ex. 
cretion of bromides are explained by the assumptions that the 
organism is in halogen equilibrium and that the ratio of chloride 
to bromide in the urine is the same as that in the organism. Using 
these assumptions, expressions are deduced which give, in terms 
of the original chloride content of the organism, the amount of 
bromide and chloride which will be excreted on any day following 
the administration of one or several similar daily doses of bromide. 
These expressions may also be used to calculate the chloride content 
of the organism. E. S. 


Fate of certain Sulphur Compounds when Fed to the Dog. 
Cart L. A. Scumipt and Guy W. CxiarK (J. Biol. Chem., 1922, 
53, 193—207).—Estimations were made of the sulphur and amino- 


nitrogen content of the urine following the administration of certain 
sulphur compounds. The following conclusions are drawn from 
the results : Cysteic acid is deaminised but is otherwise unattacked 
during its passage through the animal organism. In agreement 
with the results obtained with man (A., 1920, i, 510), taurine does 
not combine with urea to form taurocarbamic acid, neither is its 
sulphur oxidised to any appreciable extent. The administration 
of isethionic acid does not lead to an increase in urinary sulphates. 
The greater part of the cystine absorbed undergoes oxidation. 
Urine is not a channel for the elimination of bile acids taken by 
the mouth. Appreciable amounts of sulphurous and thiosulphuric 
acids were found in the urine only after the ingestion of large 
quantities of sodium thiosulphate. E. S. 


Genesis of Thiosulphuric Acid in Animals. SERAFINO 
Drzant (Arch. Farm. sperim. Sci. aff., 1922, 33, 76—80, 81—91, 
97—109).—The author discusses previous work on this subject, 
methods for detecting and estimating thiosulphuric acid in urine, 
and the various hypotheses which have been advanced to explain 
the occurrence of this acid in the animal organism. Salkowski’s 
method for estimating thiosulphuric acid (A., 1914, i, 455) leads 
to erroneous results. T. H. P. 


Fat Excretion. Este Hi and W. R. Bioor (J. Biol. Chem., 
1922, 53, 171—178).—The amount and composition of the fat in 
the feces are to a large extent independent of the diet. These 
results favour the idea of a fat excretion from the intestine. E. 8. 
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Cholesterol in Cerebrospinal Fluid. Sranistao Fasris 
(Pediatria, 1921, 29, 1057—1064; Ber. ges. Physiol., 11, 322; 
isMfrom Chem. Zentr., 1922, i, 1058).—In normal children, 0°01% of 
cholesterol was found in cerebrospinal fluid. In hydrocephalic 
eases, cholesterol was absent, whilst in tubercular meningitis 
‘Bincreased amounts were found. G. W. R. 


Scorpion Venom. Ws. H. Witson (Bull. inst. Egypte, 1921, 
3, 67—73).—An examination of the venom of Prionurus citrinus 
Mind Buthus quinque-striatus. The former has d 1°903, and contains 
65% of mineral salts and 13°7% of other solid material, chiefly 
protein. It consists of a clear plasma containing numerous re- 
fractile granules of two’ types; solubility and precipitation reactions 
are described. In contrast with the venom of spiders and snakes, 
the activity of that of P. citrinus is not destroyed by putrefaction. 
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The Wax of Corpses. S. Goy and E. Wenpz (Biochem. Z.. 
1922, 1434, 8—12).—The wax of two corpses buried five and one 
ad a half years, respectively, consisted essentially of free fatty 
aids, free glycerol being present in very small quantity. A certain 
amount of the free fatty acids had become converted into calcium, 
magnesium, and ammonium soaps. H. K. 


Acetonuria of Diabetes. Roczur 8. Hupparp and SAMUEL 
T. NicHoxson, jun. (J. Biol. Chem., 1922, 53, 209—230).—Based 
m certain assumptions, a formula has been developed by means 
of which the molecular ratio of ketogenic to antiketogenic sub- 
stances in the diet of diabetic patients may be calculated. From 
astudy of a number of cases, it has been found that acetone ex- 
cretion varies inversely as the value of this ratio. The excretion 
of acetone is sometimes increased by the inclusion of additional 
fat in the diet, although the extra fat theoretically replaces fat 


which the patient had been drawing from his own reserves. “ 
E. 8. 


Acute Yellow Atrophy of the Liver. Max Kann and 
JosepH Barsky (Arch. int. med., 1921, 28, 142—150; Ber. ges. 
Physiol., 14, 303—304; from Chem. Zenir., 1922, i, 991).— 
In acute yellow atrophy of the liver, the tissue shows a very high 
water-content and an increase in ash, particularly soluble consti- 
tuents, chlorine, sulphur, and magnesium. Calcium, iron, and 
silicon show a decrease. The content of fat varies; lecithin, 
phosphatides, and sulphatides show decreases. G. W. R. 


Sugar Regulation in Paralysis Agitans. K. DRrEsEL and 
F. H. Lewy (Z. ges. eap. Med., 1922, 26, 95—103; from Chem. 
Zentr., 1922, i, 897).—After administration of sucrose in paralysis 
agitans, blood-sugar remains normal for one and a half hours, but 
ultimately rises above the normal. After administration of dextrose, 
blood-sugar remains longer at a maximum than in normal cases. 


G..W. R. 
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Effect of Primary Sodium Phosphate on Body Power. 
HERBERT HERXHEIMER (Klin. Woch., 1922, 1, 480—483; from 
Chem. Zentr., 1922, i, 985—986).—Phosphoric acid given as sodium 
dihydrogen phosphate has a favourable effect on growth and 
energy production. G. W. R. 

The Effect of Adrenaline on Healthy Individuals. Atrrzp 
BsurRE and Joun Svensson (Upsala lakareférenings forhandlingar, 
1921, 26, 36 pp.; Ber. ges. Physiol., 11, 319; from Chem. Zentr,, 
1922, i, 988).—Adrenaline, either in intramuscular or subcutaneous 
injections, produces increase in blood pressure and pulse frequency, 
Sugar in the urine does not increase, although an increase in blood. 
sugar occurs. The absolute amount of sodium chloride excreted 
in the urine increases, although the sodium chloride content of the 
urine decreases. G. W. R. 


Behaviour of 5-Iodoguaiacol in the Human Organism. 
ItaLo Simon (Arch. Farm. sperim. Sci. aff., 1922, 33, 133—144)— 
5-Iodoguaiacol, administered gastrically, produces little effect in 
the animal organism. In the rabbit, a dose of 0°64 gram per kilo, 
causes no inconvenience ; in the dog, 0°83 gram per kilo. leads only 
to slight albuminuria; in man, 0°25 gram per kilo. produces no 
harmful phenomenon, and 1 gram only transient diarrhoea. The 
compound is partly absorbed by the gastro-enteric tube and partly 
expelled with the feces. A dose of 0-08 gram per kilo., administered 
to a dog, is eliminated in the urine in combination with sulphuric 
acid, whilst with a dose of 0°83 gram union occurs also with glycur- 
onic acid. The elimination takes place rapidly. =. a. ©. 


Choline as Hormone of Peristalsis. K. Arar (Pfliiger’s 
Archiv, 1922, 193, 359—395; from Chem. Zentr., 1922, i, 889).— 
In experiments with cats suffering from artificially induced peri- 
tonitis, peristalsis was produced by administration of choline 
chloride (0°01 gram per kilo.). G. W. R. 

The Nature of Specific Poisons. PrtTerR BERGELL (Z. physiol. 
Chem., 1922, 121, 231—239).—The author has investigated the 
question as to whether an animal dosed with tropine is especially 
sensitive to tropic acid, and, conversely, when dosed with tropic 
acid is sensitive to tropine, these components of the toxic alkaloid 
atropine being individually relatively harmless. Mice readily become 
acclimatised to tropine or tropic acid. After the injection of a succes- 
sion of small doses of either of these substances, a subsequent injection 
of the other substance leads to death or very severe illness. H.K. 


Physiology and Pharmacology of the Leech, Hirudo 
medicinalis. WERNER TESCHENDORF (Pfliiger’s Archiv, 1921, 
192, 135—162; from Chem. Zentr., 1922, i, 893).—The musculature 
of the leech is comparatively little affected by an induction current, 
by variations in osmotic pressure, or by inorganic substances. It 
is sensitive to alkaloids, for example, nicotine. Small variations 
in hydrogen-ion concentration have little effect on the tonus; 
alcohol and chloroform increase tonus. G. W. R. 
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Chemistry of Vegetable Physiology and Agriculture. 


Denitrification with Formates. Influence of the Kation. 
J. GROENEWEGE (Bied. Zentr., 1922, 51, 219—220).—With Bac- 
rium denitroformicicum, n. sp., using calcium formate as_ the 
exclusive source of carbon, denitrification does not take place in 
culture solutions containing potassium monohydrogen phosphate 
owing to reaction with the calcium formate whereby calcium 
phosphate and free formic acid are produced. When the culture 
olution is maintained neutral or slightly alkaline, denitrification 
takes place only on zration. If, however, the calcium formate is 
replaced by potassium or sodium formate, denitrification takes 
place even under anerobic conditions. G. W. R. 


Fermentation of Hexoses and Related Compounds by 
Certain Pentose-fermenting Bacteria. W. H. PETERSON, 
E. B. Frep, and J. A. ANDERSON (J. Biol. Chem., 1922, 53, 111— 
123).—The action on various sugars of four cultures of the group 
of pentose-fermenting organisms previously described (this vol., 
i, 201) has been determined. Dextrose, levulose, lactose, raffinose, 
and melezitose were converted almost quantitatively into lactic 
aid, small quantities of carbon dioxide, which is regarded as a 
product of cell respiration, also being produced. With the last 
three sugars, the action was slow, and, when the cultures became 
old, a secondary fermentation began with the production of volatile 
acids. Mannitol was fermented differently from the sugars, thus 
showing the influence of the terminal alcohol group. With one 
exception, in which no volatile acids were formed, the products 
from this substance were lactic acid, ethyl alcohol, formic acid, 
and acetic acid. The action of the pentose-fermenting bacteria 
resembles that of Streptococcus lactis. The lactic acid produced 
by the former, however, is always optically inactive whereas that 
produced by the latter is active. E. S. 


The Acetone and Butyl Alcohol Fermentation of Various 
Carbohydrates. Guy C. Rosrnson (J. Biol. Chem., 1922, 53, 
125—154).—The fermentative ability of an organism of the Granu- 
lobacter type, isolated from a sample of fresh barley, towards various 
carbohydrates was studied. The course of fermentation was 
followed by making periodic estimations of the titratable acidity 
of the media and of the amount and, where possible, the com- 
position of the carbohydrates present. The carbohydrates studied 
fell into two groups, according to the type of fermentation which 
occurred. In the first group, which consisted of dextrose, leevulose. 
mannose, sucrose, lactose, and starch, the acidity of the media, 
after reaching a maximum, showed a decided fall, whilst the carbo- 
hydrate was completely consumed. The second group comprised 
galactose, xylose, arabinose, raffinose, melezitose, inulin, and 
mannitol. In these cases, the high acidity persisted and the 
consumption was incomplete. Dextrin fell into the first or second 
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group, according as it was prepared by malt amylase hydrolysis 
or acid hydrolysis of starch. Trehalose, rhamnose, melibiose, and 
glycerol were not fermented. With mixtures containing dextrose 
and either sucrose or lactose, dextrose was preferentially consumed, 
Maltose, however, was fermented concurrently with dextrose, 
levulose, or mannose. Galactose was more completely consumed 
in the presence than in the absence of dextrose. From the experi- 
mental data, it is concluded that the organism secretes the enzymes 
amylase, inulinase, and maltase, but not sucrase, lactase, or raffinase, 
Raffinose is hydrolysed to melibiose and levulose by sucrase within 
the cell. E. 8. 


Decomposition of Inositol and Glycerol after the Manner 
of True Sugars by Bacillus lactis aerogenes. H. KuMAGawa 
(Biochem. Z., 1922, 134, 157—160).—In presence of calcium car. 
bonate and calcium sulphite, inositol is degraded by B. lactis 
aerogenes with production of acetaldehyde, lactic acid, and succinic 
acid. Glycerol gives acetaldehyde. H. K. 


The Action of Tribromoxylenol on the Tubercle Bacillus. 
(Miz) T. DuBoc (Compt. rend., 1922, 175, 326—328).—Emulsions of 
bovine, avian, and human tubercle bacilli were treated with tri- 
bromoxylenol. Part of the organisms was absorbed at once; 
the remainder formed a yellow, frothy layer on the surface of the 
liquid, gradually disappearing as the liquid cleared. After periods 
of nineteen to one hundred and forty-five days, varying with the 
nature and previous history of the organisms, all bacilli had dis- 
appeared and the liquid remained perfectly clear. Microscopic 
examination of organisms, periodically removed from treated 
emulsions, showed the gradual disappearance of acid-fast organ- 
isms, loss of structure, and finally complete solution. A. G. P. 


Accelerators of Fermentation. Hans von EULER and 
SienE Karisson (Biochem. Z., 1922, 130, 550—555).—Washed 
dry yeasts, free from co-enzyme, are not activated by juices and 
extracts containing much vitamin-B, but there is a marked acceler- 
ation of fermentation by washed dry yeast on addition of the 
co-enzyme. H. K 


Influence of Mineral Spring Water on the Carbohydrate 
Interchange in Yeast. Paunt Mayer (Biochem. Z., 1922, 131, 
1—5).—The use of Karlsbad water as solvent for the sucrose in 
yeast fermentation leads to an increased production of glycerol 
and diminished production of alcohol. Solutions made up from 
Karlsbad salts (powder form), show this effect to an enhanced 
degree. H. K. 

The Influence of Thyroxin on Alcoholic Fermentation. 
M. Tomita (Biochem. Z., 1922, 131, 175—177).—Thyroxin has a 
slight, stimulating action on alcoholic fermentation. H. K. 

Production of the Second and Third Forms of Ferment- 
ation with Saccharomyces Saké, Zygosaccharomyces major, 
and Z. salsus. H. Kumacawa (Biochem. Z., 1922, 131, 148— 
156).—The Japanese yeasts named can ferment sugar according to 


VEGETABLE PHYSIOLOGY AND AGRICULTURE. i. 973 


the second and third modes. Saccharomyces Saké can withstand a 
greater proportion of sodium hydrogen sulphite than German 
easts, With the resultant production of increased yields, 19°6% of 
acetaldehyde, and 39°2% of glycerol, whilst the alcohol production 
was only 10%. H. K. 
Carboligase. V. The Binding of Carbon to Carbon 
Biosynthetically in the Aliphatic Series. Juiius Hirscu 
(Biochem. Z., 1922, 131, 178—187).—Yeast fermentation in 
presence of pyruvic acid leads to the production of optically active 
aetylmethylearbinol, which is isolated and identified by its 
phenylosazone, m. p. 241—242°, its p-nitrophenylosazone, m. p. 
308—310° (decomp.), and its semicarbazone, 
OH-CHMe:-C(‘N-NH-CO-NH,):CHs, 
m. p. 193—194°. This “ acyloin”’ condensation is brought about 
by the carboligase. H. K. 


Ammonia as a Product of Protein Transformation 
caused by Mould Fungi and the Conditions of its Formation. 
V.8. Burkevicn (Rec. d’articles dedié au Prof. C. Timriazev, 1916, 
47499; Abstracts Bact., 4, 36)—The different species of fungi 
vary as regards their capacity to decompose proteins with form- 
ation of ammonia. The mould fungi are capable of utilising for 
the formation of ammonia not only amino- but also the amido- 
complexes. Both these reactions were studied, with the mycelium 
and with the expressed juice of Aspergillus niger. This fungus 


contains an enzyme which is capable of transforming the amido- 
group of asparagine into ammonia. An alkaline medium is most 
favourable for its action. The ammonification of the amino-group 


of amino-acids can only be observed with living cells. 
CHEMICAL ABSTRACTS. 


Formation of Citric and Oxalic Acids in Citromyces 
Cultures on Sugar and a Process for the Estimation of these 
Acids. Wut. BurkrewitscH (Biochem. Z., 1922, 131, 327— 
337).—Various kinds of Citromyces were cultivated on 10% 
sucrose solutions deficient in nitrogen, and calcium carbonate was 
added. Citric and oxalic acids were formed, and were estimated. 
In each case, a large yield of oxalic acid means a diminished yield 
of citric acid, and vice versa. This is due to the formation of oxalic 
acid at the expense of the citric acid. These two acids may be 
estimated when present together in an approximately quantitative 
manner either (1) by extraction of the mixed calcium salts with 
dilute hydrochloric acid, or (2) by dissolving the salts in hydro- 
chloric acid and adding sodium acetate which precipitates calcium 


oxalate alone. The main discrepancy falls on the citrate. 
H. K. 


Utilisation and Formation of Citric Acid in Cultures of 
Citromyces glaber on Sugar. WL. BurKEwirscu (Biochem. 
Z., 1922, 131, 338—350).—Citric acid is formed by Citromyces 
glaber when grown either on normal or on abnormal media. If 
citric acid or citrates be added to the nutrient media, oxalic acid 
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appears directly. In dilute solution, the ‘‘ economic coefficient” 
ot the utilisation of citric acid approaches that of dextrose, but in 
concentrated solutions it falls off. The combination dextrose-citric 
acid stimulates the productive metabolism. H. K, 


Action of Selenium on the Metabolism of Plants in Presence 
of the Radioactivity of Air and of Soil. Juxius Sroxtasa 
[with P. KkiéKa, J. Pinxava, J. ZELENKA, J. CHMELAR, and 
V. JAnsKY | (Biochem. Z., 1922, 130, 604—643; cf. this vol., i, 613, 
614).—The authors have investigated the action of ions containing 
selenium in the presence and absence of radium emanation on 
(a) the growth of azotobacter, (b) the germination of seeds, and 
(c) the development of plants. Sodium selenite is found to inhibit 
the growth of Azotobacter chroococcus but this inhibition is to some 
extent overcome by radium emanation. On the germination of 
seeds, both sodium selenite and selenate are detrimental, the 
selenite being the more powerful. Radioactive air accelerates the 
growth of seeds and inhibits the toxic action of selenites and selen- 
ates. A parallel behaviour is observed on the growth of plants, 
except that very minute quantities of selenates may stimulate 
growth. H. K. 


The Diastatic Value of Malt. Fr. DucHAcex (Chem. Listy, 
1922, 16, 202—207).—The importance, in post-war brewing, of 
knowing the diastatic value (determined by the method of Windisch, 
Woch. Brau., 1921, 38, 149) of the malt used, is pointed out, 
and this value is given for numerous samples of last year’s malt 
production in Czechoslovakia. From a comparison of the chemical 
and physical properties of these samples, it is concluded that none 
of these can alone allow of the estimation of the diastatic value of 
the sample in question, but that this value is more affected by the 
procedure in the germinator and in the malt-kiln. Particularly 
on the upper shelf of the latter is the diastase apt to be destroyed 
by inefficient drying, whilst efficient drying will sometimes double 
the diastatic value of a malt. R. T. 


The Presence of the Antineuritic Substance, Water- 
soluble B, in Chlorophyll-free Plants. C. R. Orton, E. V. 
McCot.ivuM, and Nina Stmmonps (J. Biol. Chem., 1922, 53, 1—6).— 
Vitamin-B is present in small quantities in onion roots ;' it is there- 
fore concluded that this vitamin is not associated with the chloro- 
plasts in plant-tissue. The mushroom, Agaricus campestris, is 4 
good source of vitamin-B; experiments with Indian-pipe, Mone- 
tropa uniflora, gave inconclusive results, whilst Gronovius’s dodder, 
Cuscuta Gronovii, could not be tested owing to its toxic properties. 

eke 


Preparation and Properties of Vitamin-B. Socxen TSUKIYE 
Biochem. Z., 1922, 131, 124—139).—The author has prepared 
an active vitamin-b preparation from an 80% alcoholic extract 
of 30 kilos of rice polishings and from an aqueous extract of 4 kilos. 
After cleansing with basic lead acetate, the vitamin is precipitated 
by phosphotungstic acid and the precipitate decomposed by barium 
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ydroxide. After removal of excess of barium hydroxide, a pre- 
ipitation is effected in acid solution with silver and the filtrate 
nade weakly alkaline with barium hydroxide, whereupon a second 
iver fraction is obtained containing the vitamin. The vitamin 
paration is precipitated by tannin and picric acid and the 
irate is soluble in alcohol and hot water. It is not soluble in 
the neutral state in alcohol of more than 80% strength, but is 
radily soluble in acidified alcohol and in water. H.K 


Glacial Acetic Acid as a Solvent for the Antineuritic Sub- 
dance, Water-soluble B. Victor E. Levine, E. V. McCotivum, 
wd Nova Stumonps (J. Biol. Chem., 1922, 53, 7—11).—Glacial 
uetic acid is a good solvent for the extraction of vitamin-B from 
jant material. Impurities can be largely removed from such 
atracts by precipitation with ether. E. 8. 


Chemical Constituents of Green Plants. XIX. Occurrence 
it Lactic Acid and Succinic Acid in the Leaves of the Rasp- 
(Rubus idaeus). Hartwic FRaNzEN and Emmi STERN 
(2. physiol. Chem., 1922, 121, 195—-220).—The aqueous extract of 
nspberry leaves, after removal of substances precipitable by lead 
acetate, contains chiefly magnesium, calcium, and manganese salts 
if lactic acid with a little succinic acid. The content of lactic 
aid in the dried leaves is 1%. The isolation and characterisation 
if these acids is facilitated by fractionation of the esters, conversion 
into hydrazides, and condensation with benzaldehyde. H. K. 


Nutmeg Butter. H. B. (Mat. grasses, 1922, 14, 6099).—Nut- 
meg butter is composed of 1% butyrin, 19% olein, and the remainder 
nyristin. It has m. p. 31°. CHEMICAL ABSTRACTS. 


The Presence of Cobalt and Nickelin Arable Soil. GABRIEL 
BERTRAND and MoKRAGNATz (Compt. rend., 1922, 175, 112—114).— 
Ih two samples of arable soils the authors have found respectively 
000028°%, of cobalt and 0°00136% of nickel, and 0°00037% of 
cobalt and 0:00174% of nickel. Ww: & 


The Effect of Lime, Leaching, form of Phosphate, and 
Nitrogen Salt on Plant and Soil Acidity, and the Relation 
of these to the Feeding Power of the Plant. I. C. Bavrr and 
A. R. C. Haas (Soil Sci., 1922, 13, 461—480)—Soja-beans and 
maize were grown in sand cultures with suitable nutrient solutions 
and the rates of growth, together with the hydrogen-ion concen- 
trations of the juices of various parts of the plants were compared. 
Limestone treatment, leaching, and the nature of the phosphate 
and nitrogen salts applied produced considerable effects on the 
acidity of the nutrient medium and of the plant juices. The 
acidity was closely related to the growth and feeding power of 
the plants. Limestone, by reducing soil acidity, reduced also the 
acidity of soja beans grown in the soil. In a few cases increased 
vigour of the plants resulted from liming and this was accompanied 
by increased acidity of the plant juices. The increased acidity 
of the nutrient medium by leaching usually resulted in increased 
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acidity of the juices of maize plants. Acid phosphates raised 
the acidity of the medium and of the plant juices more than did 
rock phosphates. The availability of rock phosphate to the plant 
increases with greater acidity of the medium. Ammonium nitrate 
increased the acidity of the soil and of the root juices of maize 


more than did sodium nitrate, but there was little difference]; 


apparent in the juices of the upper portions of the plants. The 
total acidity of soja-bean roots did not increase with increasing 
actual acidity. On the other hand, the total acidity of the maize 
plant increased with the actual acidity of the juices of both roots 
and tops. The total acidity of maize tops was usually greater 
than that of the roots. Sodium nitrate produced greater acidity 
than ammonium nitrate in maize tops. Limestone reduced the 
actual acidity of soja bean nodules below that of the roots on 
which they grew. Variations in the acidity of soja-bean nodules 
due to liming followed those of the juices of the upper portions of 
the plant, A. G, P. 


Acid Soils. III. The Influence of Calcium Carbonate, 
Calcium Oxide, and Calcium Sulphate on the Soluble Soil 
Nutrients of Acid Soils. R. H. Ropinson and D. E. Butts 
(Soil Sci., 1922, 13, 449—460).—The acid soils examined responded 
very differently in field trials, when limed to the requisite extent 
to satisfy the Veitch “lime requirement.” Examination of the 
water-soluble constituents of laboratory samples showed the chief 
difference to be a rapid formation of nitrates in those soils which 
responded to lime in the field. Treatment with calcium sulphate 
increased the soluble potassium and magnesium in all soils. [See 
also J. Soc. Chem. Ind., 1922, 6774]. A. G. P, 


Influence of Salts on Azofication in Soil. J. E. Greavzs, 
E. G. Carter, and Yeppa Lunp (Soil Sci., 1922, 13, 481—499).— 
Soil was treated with varying amounts of the chlorides, sulphates, 
carbonates, and nitrates of sodium, potassium, magnesium, calcium, 
iron, and manganese, and their effects on the rate of nitrogen 
fixation were compared. The toxicity of the salts is specific, and 
is not governed by the electronegative ion. All the salts examined 
were less toxic to the nitrogen-fixing organisms than to the 
nitrifiers or ammonifiers. The toxic quantity of any particular 
salt varied with the type of soil. No sodium salts were toxic in 
quantities up to 460 parts of sodium per million of soil. Potassium 
chloride and carbonate, manganese carbonate, and ferric sulphate 
did not stimulate nitrogen fixation under any conditions examined. 
All other salts had a stimulating effect. The common soil alkalis 
would not affect nitrogen-fixing organisms, even if present in 
sufficient quantities to retard ammonification, nitrification, and 
plant growth, provided the soil is not acid and contains the 
necessary nutrients. Nitrogen-fixing bacteria are much more 
resistant to the salts than are ammonifiers, nitrifiers, and many 
higher plants. A.'G. ¥: 
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Organic Chemistry. 


The Ozonides of Petroleum. Rupotr Kortscuav (Z. angew. 
Chem., 1922, 35, 509—513; cf. Molinari and Fenaroli, A., 1908, 
i, 983)—A Texas transformer oil, d 0°915, was found to have a 
molecular weight of 293, whilst the ozonide, of which 25% was 

duced from the oil, had a molecular weight of 663. A solution 
of this ozonide in benzene, after keeping for a few hours, had a 
molecular weight of 606 oniy, and after two days a molecular 
weight of 479, showing that decomposition into compounds of 
lower molecular weight had taken place. The figure 663 corre- 
sponds closely with that of a dimeric diozonide (688). The mole- 
cular weights of mineral oils determined in camphor are generally 
lower than those determined in benzene. The ozonides from 
Texas and Pennsylvanian spindle oils have a characteristic pungent 
odour, and separate as white, flocculent precipitates, which gradually 
change to a red resin at temperatures of 20° and above. Oils 
por in sulphur give more stable ozonides of a lighter colour. The 
curves of ozone absorption are very steep at their commencement, 
and the maximum increase of weight is 16—17%. ‘‘ White oils ” 
show no formation of ozonides, but a considerable increase in 
viscosity when exposed to the action of ozone. 

The ozone value is subject to too great variations for employment 
in analysis, but a “ splitting number ” determined by taking the 
acidity of an ozonised oil which has been boiled for half an hour 
with water is of utility in the examination of used transformer oils. 

H. M 


Hydrogenation of Unsaturated Hydrocarbons. CHEMISCHE 
FaBRIK GRIESHEIM-ELEKTRON (D.R.-P. 350429; from Chem. 
Zentr., 1922, ii, 1026).—In the hydrogenation of unsaturated hydro- 
carbons by passing them, mixed with hydrogen, over metallic 
catalysts, a better utilisation of the hydrogen is obtained by diluting 
with methane, ethane, or ethylene. For example, in the preparation 
of pure ethane from acetylene the mixture is diluted with ethane 
until the acetylene content of the mixture amounts to less than 
30% by volume. Similarly, in the preparation of a mixture of 
ethylene and ethane the mixture is diluted with ethane or ethylene 
until the acetylene content is less than 35% by volume. 


G. W. R. 


The Formation of Butadiene from Ethylene. J. E. ZANETTI, 
J. R. Suypam, jun., and M. Orrner (J. Amer. Chem. Soc., 1922, 
44, 2036—2041).—The formation of butadiene from ethylene has 
been studied at temperatures varying from 550° to 850°. The 
temperature of maximum formation has been shown to be 750°, 
above which the decomposition of ethylene into methane, hydrogen, 
and carbon occurs very rapidly. The maximum quantity of ethylene 
transformed into butadiene is 0°0096 litre per litre of ethylene. 

VOL. CXXII. i. mm 
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It is suggested that the formation of aromatic hydrocarbon; 
from ethylene takes place, at least in part, through the inter. 
mediate formation of butadiene. Attention is directed to the 
formation of an aliphatic hydrocarbon of higher boiling point 
from one of a lower boiling point and to the possible réle of similar 
reactions in the cracking of oils. H. W. 


The Addition of Hydrogen Haloids to Isoprene. H. Srav. 
DINGER, W. Kreis, and W. Sour (Helv. Chim. Acta, 1922, 5, 
743—756).—When isoprene combines with 1 mol. of hydrogen 
bromide, addition takes place at the «- and 8-positions with form. 
ation of  dimethylallyl bromide [«-bromo-y-methyl-A®-butene], 
CMe,:CH’CH,Br, the constitution of which was established in 
the following manner. It condenses readily with sodium ethyl 
malonate, forming ethyl y-methyl-A®-butenylmalonate, 

CMe,:CH-CH,°CH(CO,Et),, 

b. p. 127°/11 mm. When hydrolysed with alcoholic sodium 
hydroxide, this gives y-methyl-A®-butenylmalonic acid, m. p. 95°5— 
96°. The fact that the crude acid has a sharp melting point proves 
that the compound of isoprene and hydrogen bromide is a uniform 
product. y-Methyl-A®-butenylmalonic acid when heated at 160° 
loses carbon dioxide with formation of dimethylallylacetic acid 
(6-methyl-Ay-hexenoic acid), a colourless oil, b. p. 103—105°/10 mm. 
The constitution of this compound is fixed by its oxidation with 
permanganate to the known 6-dimethyl-8-hydroxylevulic acid and 
eventually into acetone and succinic acid. 

The halogen of «-bromo-y-methyl-A*-butene is specially reactive, 
on account of the double bond in the $y-position. With guaiacol, 
it condenses in alcoholic sodium hydroxide solution to give guaiacyl- 
y-methyl-A®-butenyl ether, a viscous, nearly colourless oil, b. p. 
140°/10 mm., which, by heating at 220°, changes into p-y-methyl- 
A’-butenylguaiacol, b. p. 148—149°/12 mm. The latter was 
methylated with methy! sulphate to p-y-methyl-A®-butenylveratrole, 
b. p. 140°/10 mm., which gave veratric acid on oxidation. The 
great reactivity of bromomethylbutene was shown by its behaviour 
with magnesium, when very little Grignard compound could be 
detected since it reacted almost at once with more of the bromide 
to form tetramethyldiallyl [@y-dimethyl-A*s-octadiene], b. p. 45— 
50°/11 mm. A similar reaction was observed by Rupe and Burgin 
(A., 1910, i, 161) with styryl bromide. They also obtained, besides 
the normal distyryl, an isomeric compound which, from its oxidation 
products, must be a diphenylallyl, that is «}-diphenyl-A*-hexadiene, 
CHPh:CH-CH,-CHPh:CH:CH,, not «5-diphenyl-At-hexene, as they 
supposed. Evidence was obtained of the formation of a second 
hydrocarbon, CMe,:CH’CH,°CMe,°CH:CH,, in a similar manner 
from «a-bromo-y-methyl-A*’-butene. The presence of this com- 
pound would account for the observed formation of dimethyl- 
succinic acid among the oxidation products of the mixed hydro- 
carbons obtained from bromomethylbutene and magnesium. With 
magnesium phenyl bromide, bromomethylbutene reacts to form 
y-methyl-A*-butenylbenzene. By the action of magnesium on 
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x-bromo-y-methyl-A*’-butenyl bromide in presence of carbon dioxide, 
asmall quantity of pyroterebic acid wes formed. KE. H. R. 


) the 

point | Isoprene Dibromide. H. Sraupincrer, O. MunTWYLER, and 
milar @ 0. KupFER (Helv. Chim. Acta, 1922, 5, 756—767).—The dibromide 
W. § formed by addition of bromine to isoprene is «5-dibromo-y-methyl- 


M-butene, since on oxidation it gives bromoacetic acid. The 
compound therefore contains two reactive bromine atoms (ef. 
receding abstract). Attempts to obtain a cyclapentene derivative 
ty condensing it with sodium ethylmalonate were not successful. 
Only one atom of bromine reacted with the malonate, the other 


es being lost as hydrogen bromide. The condensation product was 
thy] not a uniform substance but appeared to consist principally of 


ethyl 6-methyl-A-pentadiene-au-dicarboxylate. On reduction, it 
united with four atoms of hydrogen and the resulting ester, after 
hydrolysis, was converted into a monocarboxylic acid which was 
identified as 6-methylhexoic acid. ‘The condensation product must 
consequently contain the ester, CH,-CMe-CH,°CH°C(CO,Et),. By 


hi hydrolysing the condensation product before hydrogenating, and 
169° § distilling after removing carbon dioxide, there were obtained a 
wid § methylpentadienecarboxylic acid and a lactone of a hydroxy- 


methylpentenecarboxylic acid which were not identified with 


i certainty. The lactone may be that of y-hydroxy-3-methyl-A®-pentene- 
and § “arboxylic acid ; it is a colourless liquid, b. p. 105—110°/12 mm.; 


itis oxidised by permanganate or by hydrogen peroxide to succinic 
acid. Besides these two products were isolated a lacionic acid, 


‘ol m. p. 119—122°, giving a monoethyl ester, m. p. 85—86°, and a 
oyl- mixture of substances formed by the action of 1 mol. of isoprene 
D. dibromide on 2 mols. of ethyl malonate. 

yl From isoprene tetrabromide was obtained a new dibromoisoprene, 
vas @ ». p. 78—83°/12 mm., a liguid of pleasant odour. Isoprene 
le, dibromide, from isoprene and bromine in carbon disulphide solution, 
he @ San unpleasant smelling liquid, b. p. 90—96°/12 mm., and has the 


constitution given above. When incompletely oxidised with 
permanganate, it forms «é-dibromo-$y-dihydroxy-B-methylbutane, 
CH,Br-CMe(OH)-CH(OH)-CH,Br, m. p. 127°. From isoprene 
dibromide by treatment with alcoholic sodium methoxide was 
obtained a mixture of bromoisoprenes difficult to separate. Unlike 
isoprene itself, the mono- and di-bromoisoprenes do not polymerise 
to form caoutchouc-like products, but decompose when heated. 


4 E. H. R. 
"y Electrolytic Oxidation of Alcohols. I. isoAmyl Alcohol. 
id § Saunzo Koizumi (Mem. Coll. Sci. Kyoto, 1922, 5, 359—382),— 


The material used in the investigation had b. p. 130—132°, d 0-811, 
and was obtained by fractional distillation of technical isoamy]l 
alcohol; it possibly contained a small quantity of optically active 
amyl alcohol. The experiments were made in a divided cell, the 
cathode being of nickel gauze or sheet lead and the cathode solution 
being sulphuric acid or dilute sodium hydroxide solution. Lead 
peroxide acted most effectively as anode material. The products 
mm 2 
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of the oxidation were isovaleric acid, isovaleraldehyde, and carbon 
dioxide. Jn alkaline solution, the acid formed was always accom. 
panied by the aldehyde; the current efficiency increased with 
decreasing current density. In a sulphuric acid solution, aldehyde 
was produced only when the current density fell below 1 amp, 
per 100 sq. cm. For the electrolytic preparation of isovaleric 
acid, the most suitable current density was found to be 1—1-4 
amp./sq. dem., if the solution remained stationary and about 
2 amp./sq. dem. when it was stirred. The most favourable con. 
centration of sulphuric acid was 10—20%. The temperature 
should be maintained below 30°. Vanadium pentoxide, cerium 
sulphate, potassium dichromate, and ferrous sulphate were found 
to be effective oxygen carriers. 

A convenient and rapid electrolytic method for preparing iso. 
valeric acid without involving the use of a diaphragm is described 
in detail. H. W. 


Preparation of Glycerol from Sugar. VE5REINIGT: 
CHEMISCHE WERKE AkT.-GeEs. (D.R.-P. 343321; from Chem. 
Zentr., 1922, ii, 1085).—The fermentation of sugar to form glycerol 
is carried out with addition of salts of acid or neutral reaction as 
well as nutrient salts. As examples of the salts added, ferrous 
sulphate, aluminium sulphate, ammonium chloride, and calcium 
chloride are mentioned. Ammonium sulphate, sodium phosphate, 
potassium sulphate, and magnesium sulphate are used as nutrient 
salts. The addition of neutral or acid salts increases the yield 
of glycerol. The yeast is also less harmfully affected than is the 
case in alkaline solution. G. W. R. 


Preparation of Glycerol from Sugar. VEREINIGIE 
SHEMISCHE WERKE Axkv.-Gus. (D.R.-P. 347604; from Chem. Zentr., 
1922, ii, 1086).—In the formation of glycerol from sugar, the 
fermentation is allowed to reach its maximum intensity and, 
without interruption of the process, a further addition of sugar 
is made together with smaller amounts of yeast and nutrient salts 
than in the initial mixture. A larger yield of glycerol and a 
quicker fermentation are thereby obtained. In an example given, 
the yield of glycerol was 23°% of the sugar used. G. W. R. 


The Action of Epichlorohydrin on Normal Sodium 
Phosphate in Aqueous Solution and the Stability of a 
Diglyceromonophosphoric Diester. Octave Baty (Bull. 
Soc. chim., 1922, [iv], 31, 848—862; cf. A., 1921, i, 299, 493).—On 
attempting to prepare sodium «-glycerophosphate by using epi- 
chlorohydrin in place of the «-monochlorohydrin, the fact that 
one of the —-ONa groups of the sodium phosphate behaves in a 
somewhat similar manner to the same group in sodium phenoxide 
(cf. Fourneau, A., 1910, i, 246) causes other reactions to take place 
simultaneously. When normal sodium phosphate is treated in 
aqueous solution with an equimolecular quantity of epichloro- 
hydrin, formation of sodium monoglycidophosphate and diglycido- 
phosphate occurs, and at the same time sodium «-y-monoglycero- 
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monophosphate and «y-monoglycerodiphosphate are formed. The 
two first-named substances are readily hydrolysed to «-glycero- 
phosphate and ««-diglyceromonophosphate, respectively. It is 
pointed out that the latter is extremely stable. An attempt was 
made to convert potassium diallyl phosphate into ««-diglycero- 
monophosphate but this substance was only obtained in solution 
and in an impure condition; all attempts at crystallisation failed. 
like the sodium salt, it is very stable and is not hydrolysed by 
rolonged boiling at 120° under pressure (cf. Fischer and Pfahler, 
A., 1920, i, 807). H. J. E. 


Hydrolysis of $8’-Dichlorodiethyl Sulphide. Synthesis of 
Divinyl Sulphide and the Preparation of a Non-vesicant 
Isomeride of £8’-Dichlorodiethyl Sulphide. Srpnzy HarTLey 
Bates and STANLEY ARTHUR NIcKELSON (T., 1922, 121, 2137— 
2139). 


Monothioethylene Glycol. Grorge MacponaLp BENNETT 
(T., 1922, 121, 2139—2146). 


The Constitution of Soap Solutions. Hexadecanesulphonic 
(Cetylsulphonic) Acid and other Sulphonates. Mase. 
HaRRieET Norris (T., 1922, 121, 2161—2168). 


Complex Compounds of Lead Acetate. R. WrINLAND and 


ent # RupotF Srrow (Ber., 1922, 55, [B], 2219—2225).—A series of 
eld § salts in which the lead—acetate ion functions in all probability as 


kation has been prepared by the action of perchloric or nitric acid 
on lead oxide and acetic acid or on lead acetate under conditions 
which are precisely described in the original. The kation is con- 
sidered to be produced by the union of the lead atoms and the 


he @ acetate residue by means of the subsidiary valencies of the oxygen 
d, OMe (" O-CMe:O.. 
ar {| atoms thus, | Po< OMe? | and | Pb O-CMe:0-;Pb |. The 
ts - _ I o@1eMe0% 
a § salts are without exception beautifully crystalline. The per- 


chlorate acetates explode violently when strongly heated or when 
struck; occasionally they appear to explode violently without 
obvious cause. Their electrical conductivity is in harmony with 
the conception that they are complex salts. 

The following individual compounds have been prepared: The 
salt, [Pb,(CH,CO,),](C1O,).,H,O, colourless, rhombic plates, formed 
by the action of perchloric and glacial acetic acids on a thin paste 
of lead monoxide and water; the salt, [Pb,(CH,*CO,),|ClO,,24,0, 
colourless, microscopic needles; the salt, 

[ Pb,(CH,°CO,), |(C10,)3,2H,0, 
aggregates of needles or thick, hexagonal rods (this is the only 
salt of the series which can be crystallised unchanged from aqueous 
solution); the salt, Pha(CHy-C0,), [G7 CO,’ large, rhombohedral 
crystals; the salt, [Pb,(CH,*CO,),](NO3).,H,O, microscopic needles ; 
the salt, [Pb,(CH,°CO,),]NO3,H,O, small needles. H. W. 
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Complex Salt of Mercuric Acetate and Sulphide. A. Miotan 
(Gazzetta, 1922, 52, ii, 27).—The compound, HgS,Hg(C,H,0,), 
described by Bernardi and Rossi (this vol., i, 421), was prepared 
by Palm (1862) in another way, and is referred to in current hand. 
books. With other mercuric salts, such as the chloride or iodide, 
mercuric sulphide gives salts containing a complex kation of which 
the mercuric sulphide forms part (cf. Borelli, A., 1908, i, 515; 
ii, 1039; 1909, i, 452). a: BB 

Saponification of Oils and Fats. H. M. Laneron (J. Oil 
and Colour Chemists’ Assoc., 1922, 5, 41—75).—Large scale experi- 
ments were carried out on the hydrolysis of various oils and fats 
under a steam pressure of eight atmospheres, using 2°5°% of the weight 
of oil of calcium or magnesium oxide as catalyst. The resulting 
curves obtained are of the exponential type in every case, the 
greater part of the oil or fat being hydrolysed in the first four hours 
and the velocity of the reaction thereafter falling to a very low 
rate. In most cases, magnesium oxide was more effective weight 
for weight than calcium oxide as a catalyst. H. C. R. 

The Action of the Brush Discharge on Fatty Acids and 
their Glycerides. Econ Eicnwaup (Z. angew. Chem., 1922, 35, 
505—506).—If oleic. acid is subjected to the action of the brush 
discharge, the iodine value steadily falls, the mean molecular weight 
steadily rises, and stearic acid is produced. The increase in mole- 
cular weight per unit fall in iodine value increases from 6°3 at the 
beginning of the treatment to 43°5 after twenty-two hours’ treat- 
ment. About 11% of the acid is converted into stearic acid in an 
atmosphere of air or nitrogen and 15% in an atmosphere of 
hydrogen. It is considered that the bombardment of the molecules 
causes hydrogen atoms to become detached in a highly active 
state, and that they immediately saturate the double bonds of 
other molecules of oleic acid, leaving some highly unsaturated 
molecules, which polymerise and cause the increase in molecular 
weight. Glycerides show similar effects under the brush discharge, 
the glyceryl part of the molecule being unaffected. The resulting 
polymerised oils have high viscosities and flat viscosity—temperature 
curves, and are of value as lubricants. Owing to the possibility of 
intramolecular saturation of double bonds in the case of glycerides, 
the increase in molecular weight in this case becomes even more 
apparent in the later stages of treatment than in the case of the 
free fatty acids. H. C. BR. 

The Transformation of Methyl «-Elzostearate into Methyl 
8-Elzostearate. R.S. Morrert (J. Soc. Chem. Ind., 1922, 41, 
3281T).—Polemical, pointing out that Bauer and Herberts (this 
vol., i, 806) failed to acknowledge the author’s work (A., 1918, 
i, 372), in which it was shown that methyl «-elzostearate is trans- 
formed into the $-variety when distilled in a vacuum. E. H. R. 

Brassidic Anhydride, and Anhydridisation by means of 
Carbonyl Chloride. D. Hotpr and K. Scumipt (Z. angew. 
Chem., 1922, 35, 502—503).—Brassidie acid, brassidic anhydride, 
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and ethyl brassidate were prepared from erucic acid and its corre- 
sponding derivatives by isomerisation by means of nitrous acid. 
Brassidic anhydride crystallises from alcohol in small needles, 
m, p. 64°, and gives the theoretical iodine value with the Hanus 
reagent. It has dj 0-835. LHthyl brassidate forms leaflets, m. p. 
30—30:5°, n* 1-4587. The anhydrides of the fatty acids of train oil 
were prepared in an impure condition, containing chlorine, by 
the action of carbonyl chloride on their alkali salts. They formed 
pasty products of higher melting point than the corresponding 
glycerides and acids. The difference frequently observed between 


fats § the acid and saponification values of the acids of fatty oils may 
sight possibly be explainable by the observation that they are often 
ting acompanied by a proportion of anhydrides, which, as in the case 


of erucic, brassidic, and other,higher anhydrides, do not react 
normally with cold alcoholic hydroxide solutions. G. F. M. 


Promoters of the Hydrogenation of Oils. I. Sxcn1t UENO 
(J. Chem. Ind. Japan, 1922, 25, 777—783; cf. ibid., 1918, 21, 
$98, and 1920, 23, 1216).—In the hydrogenation of herring and 
cotton-seed oils with hydrogen, using nickel or nickel sulphate 
(0-3—0-5% as nickel) as a catalyst, the presence of 2—3% of 
palmitic, oleic, stearic, or benzoic acid promotes the reaction. 
K. K. 


Perilla Oil. K.H. Bauer and R. Harpece (Chem. Umschau, 
1922, 29, 301—305).—Experiments were made to separate and 
identify the saturated and unsaturated fatty acids of perilla oil, 
obtained from the fruit of the East Asian labiate Perilla ocymoides. 
The oil had the following constants: d” 0-9280; nj) 1-4830; 
saponification number, 187-4; iodine number, 204-0; mean hexa- 
bromide number, 50:8%. The m. p. of the hexabromide was 180°. 
The oil contained 12% of saturated and 88% of unsaturated fatty 
aids. By fractional precipitation of the magnesium salts and 
crystallisation of the acids from the different fractions, palmitic 
acid was identified in the saturated acids; a second saturated acid 
of higher m. p. than palmitic appears also to be present. The 
unsaturated acids were investigated by oxidising with cold potassium 
permanganate in alkaline solution and extracting the oxidation 
product with different solvents. From the water-soluble portion 
were obtained the two hexahydroxystearic acids, linusic acid, 
m. p. 201°, and isolinusic acid, m. p. 173—175°. From the water- 
insoluble portion was isolated a tetrahydroxystearic acid, m. p. 
135—140°, which may be identical with the acid obtained by 
Nicolet and Cox through the dichloro- and dibromo-dihydroxy- 
stearic acids (this vol., i, 320). 

Attempts were made to separate the mixed hexahydroxystearic 
acids by fractional crystallisation of the methyl esters. It was 
not possible in this way to separate linusic and isolinusic acids, 
By extraction of the mixed esters with ethyl acetate, however, an 
ester soluble in this solvent was obtained, m. p. 158—160°, which 
when hydrolysed gave what appears to be a new hexahydroxy- 
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stearic acid, m. p. 165°. Methyl linusate forms colourless, micrp. 
scopic crystals, m. p. 195°. E. H. R. 


Direct Oxidation of Esters of Hydroxy-acids by Oxygen 
or Air. L.-J. Smuon (Compt. rend., 1922, 175, 489—491; ¢ 
Fenton and Jones, T., 1900, i, 69; also Ciusa and Piergallini, A, 
1914, ii, 604).—Ethy] lactate is spontaneously oxidised in contact 
with air, ethyl pyruvate being formed. The action is slow in the 
cold, but is accelerated by shaking or by the influence of light, 
On heating in a current of air, this ester, and also the methyl, 
butyl, and amy] esters of lactic acid, yield the corresponding ester 
of pyruvic acid; after some hours, sufficient oxidation has taken 
place to admit of detection of methyl or ethyl pyruvate by the 
formation of phenylhydrazones, whilst in twenty-four to forty. 
eight hours the transformation has taken place to the extent of 
5 to 10%. Rise of temperature facilitates the change, but after 
a certain point other and more complex reactions take place. In 
the case of butyl lactate, heating for twenty hours at 180° gave a 
yield of 9% of butyl pyruvate. A second oxidation reaction of 
ethyl lactate occurs at the ordinary temperature, the products 
being acetaldehyde and carbon dioxide; it is stated that this is 
one type of reaction which prevents larger yields of pyruvate 
being obtained. Direct oxidation of ethyl glycollate to ethyl 
glyoxylate has also been observed and the question is raised as to 
the generality of this reaction with «-hydroxy-acids. H. J. E. 


Inorganic Complex Salts. Crystallographic and Optical 
Study. I. Isasen Exvtiz Knaces (T., 1922, 121, 2069—2079). 


Preparation of Maleic Acid. Cuartes R. Downs (US. 
Pat. 1374720; from Chem. Zentr., 1922, ii, 1055; cf. A., 1921, 
i, 216—217).—For the preparation of maleic acid, benzene in a 
state of vapour is mixed with a gas containing oxygen and passed 
over vanadium oxide, as catalyst, at about 400°. In order to 
limit the oxidation, a constant temperature is maintained by the 
dispersion of mercury vapour in the zone of eaueue™ “* 


Ethyl «-Cyano-$-methylglutaconate and its Methyl 
Homologues. Epwarp Hope (T., 1922, 121, 2216—2223). 


The Addition of Hydrogen Cyanide to Derivatives of 
Glutaconic Acid. I. The Addition of Hydrogen Cyanide 
to Ethyl «-Cyano-$-methylglutaconate and its Homologues. 
Epwarp Horr and Witrrip SHELDON (T., 1922, 121, 2223— 
2235). 


Action of Uranyl Acetate on some Organic Substances. 
I. Action of Uranyl Acetate on Tartaric Acid and its Salts. 
Fritz Kopatscuek (Anal. Asoc. Quim. Argentina, 1922, 10, 133— 
151).—An investigation of the effect of uranyl acetate on tartaric 
acid and tartrates, alone and in the presence of sugars, as shown 
by polarimetric determinations. Uranyl acetate combines with 
hydroxylic compounds but not with hydroxy-aldehydes. The 
compounds formed are optically active, the optical activity being 
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probably due to the formation of new asymmetric atoms or to the 
formation of new complex compounds of greater rotatory power. 


* The formation of such compounds depends on the presence of 
Ygen one or more central hydroxyl groups. The reaction in the case 
3 ¢. ff of tartaric acid and tartrates is influenced by concentration. The 
l, A, use of uranyl acetate in the estimation of tartaric acid is suggested. 
ntact # The supposed compounds are sensitive to light and unstable. 

1 the G. W. R. 
light 


Keto-enolic Tautomerism. H. P. Kaurmann (Ber., 1922, 
55, [B], 2255—2257)—A preliminary account of experiments 
with ethyl diacetylsuccinate (cf. Knorr and Kaufmann, this vol., 


i, 220), the details of which will be published subsequently. 
™ The ferric chloride reaction is given only by the «-ester (dienol, 
t y m. p. 45°) and the «,8-ester (semi-enol, m. p. 20°); the «,8-ester 


liquid semi-enol), on the other hand, does not give a coloration 
with ferric chloride when quite pure; the brown coloration pre- 
viously attributed to it is due to the presence of small amounts 
of the isomeric «,$-ester. It appears, therefore, that the ferric 
chloride reaction is not common to all enols. 

The «- and «,$-esters do not react with bromine under the con- 
ditions of K. H. Meyer’s bromine titration method, which, however, 
may be applied to the «,@-ester. It is, however, found that the 
direct and indirect methods lead to considerably different results. 
The cause of the discrepancy lies in the use of aqueous potassium 
iodide solution, since the presence of water causes secondary 
reactions which prevent the complete elimination of iodine. (The 
formation of ethyl diacetylfumarate by loss of hydrogen bromide 
from the additive compound primarily formed with bromine has 
been established.) The difficulty can be overcome by replacing 
the aqueous potassium iodide by a 10% solution of sodium iodide 
in alcohol, and this modification of the original process appears 
generally advisable. 

The proportions of «,$-, «,8-, and $- and y-esters in equilibrium 
in alcoholic solution has been determined by a combination of 
the bromine titration and colorimetric methods. H. W. 


The Addition of Ethyl Sodiocyanoacetate and Ethyl Sodio- 
malonate to Ethyl Muconate. Ernest Harotp Farmer (T., 
1922, 121, 2015—2022). 


Determination of the Three Dissociation Constants of 
Citric Acid. A. Bamrp Hastings and DonaLp D. Van SLYKE 
(J. Biol. Chem., 1922, 53, 269—276).—On the basis of the theoretical 
considerations previously outlined (this vol., i, 893), the three 
dissociation constants of citric acid have been calculated from the 
results of the electrometric titration of 0-1M-citric acid with 
N-sodium hydroxide. The values obtained are: K’,=8-3x104, 
K',=4:1 10%, K’,=3-2 x10. E. 8. 

Decomposition of Aliphatic Ketones. ALtrHonsze MAILHE 
(Bull. Soc. chim., 1922, [iv], 31, 863—867).—A continuation of the 
author’s work (this vol., i, 803) on the behaviour of aliphatic ketones 


mm* 
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when heated at 600° in presence of copper-aluminium. The 
substances here dealt with are methyl isopropyl ketone, methy| 
isobutyl ketone, methyl butyl ketone, methyl isoamyl ketone, 
diisopropyl ketone, isopropyl tsobutyl ketone, and dihexyl ketone, 
and the results obtained show that decomposition readily occur 
under the conditions of experiment with formation of products 
which are chiefly gaseous. The molecule is disrupted at the ketonic 
group with formation of carbon monoxide and liberation of the 
two residues. The latter react, by gain or loss of hydrogen, to 
yield either a saturated or an ethylenic hydrocarbon. When the 
residues are of a certain degree of complexity, they are further 
decomposed into simpler substances; this occurs with the butyl, 
tsoamyl, isobutyl, and heavier groups. The composition of the 
gaseous products obtained varies with small increments of ten. 
perature, a rise of 20° to 30° being sufficient to bring about a marked 
change. H. J. E. 


Diacetylacetone. Joun Norman Couuie and Amy Apa 
Beatrice Remy (T., 1922, 121, 1984—1987). 


Solubility of Dextrose in Water. R. F. Jackson and Ciara 
G. SmsseE (U.S. Bureau of Standards, Sci. Papers, 1922, No. 487, 
715—724).—The equilibria in the system dextrose—water have been 
determined. At temperatures below 90°, three solid phases are 
capable of existence, namely, ice, «-dextrose monohydrate, and 
anhydrous «-dextrose. The freezing-point curve was computed 
from the data of Roth and of Abegg. The cryohydric point, 
determined graphically, lies at —5-3° (31-75% dextrose). The 
solid phase, «-dextrose monohydrate, which occurs in lustrous 
plates, is stable between —5-3° and 50°. Its solubility shows a 
very high temperature coefficient. Thus, at 0:5°, 100 parts of 
water dissolve 54-32 parts; at 50°, 243-76 parts of dextrose. The 
observed m. p., 80—90°, although located far from the extrapolated 
solubility curve, is shown to be compatible with the measurements, 
on the theory that $-dextrose is present in the saturated solution 
and absent during a m. p. determination. Above the transition 
point, 50°, the anhydrous form becomes stable. The solubility 
measurements of this phase in the metastable state were continued 
down to 28°. CHEMICAL ABSTRACTS. 


Carbohydrate-sulphates. IV. Hinz One (Biochem. Z., 
1922, 131, 601—610).—By the action of chlorosulphonic acid in 
chloroform at —10° on dextrose in pyridine and _ subsequent 
acetylation, the crystalline sodium salt of tetra-acetyldextrose-£-mono- 
sulphate is obtained. It has m. p. 137° (decomp.) and [«]p +12-45° 
in water. The pyridine salt has [a], +11-71° and m. p. 158—160°. 
On hydrolysis with baryta, dextrose-¢-monosulphate is isolated as 
the brucine salt, m. p. 184°, and [«], initially —4-07°, and after 
twelve hours —6-28°. Tetra-acetyldextrose on sulphonation gave 
the pyridine salt of tetra-acetyldextrose-a-monosulphate, m. p. 127°, 
[a] —4-65° in water. The sodium salt has m. p. 149—151° and 
[x]» —6-23° in water. By the action of silver sulphate on aceto- 
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bromoglucose in pyridine solution, a substance is obtained of doubt- 
ful constitution. It has m. p. 143—144° and [«], —13-99° in 
chloroform, and loses the whole of its sulphur as sulphate instantly 
on treatment with baryta. The sodium salt of triacetyl B-methyl- 
lucoside-monosulphate has m. p. 141—142° and [«], —5-1° in water, 
and on hydrolysis with baryta gave B-methylglucoside monosulphate. 


The brucine salt has m. p. 136—155° and [a], —32-5° in water. 
H. K. 


The Constitution of Acetone Derivatives of Glucose and 
Fructose. JAMES CoLQUHOUN IRVINE and JocELYN PATTERSON 
(T., 1922, 121, 2146—2161). 


y-Methyliructoside. Robert CuarLes Menzizs (T., 1922, 
121, 2238—2247). 


Phosphoric Esters of some Substituted Glucoses and 
their Rate of Hydrolysis. P. A. Levene and G. M. MEYER 
(with I. WeBrR] (J. Biol. Chem., 1922, 53, 431—435).—In previous 
papers on this subject (A., 1920, i, 712; 1921, i, 845), incorrect 
positions were assigned to certain groups in two of the esters. 
The substances described as phosphoric ester of £-benzoyl-«$-mono- 
acetoneglucose and ¢-phosphoric esters of «-, B-, y-, «-diacetone- 
glucose were, in reality, the «- or ¢-phosphoric ester of y-benzoyl- 
ap-acetoneglucose and the y-phosphoric esters of «-, f-, «-, ¢-di- 
acetoneglucose, respectively. When these corrections are made, it 
appears that the more resistant esters are those with the phosphoric 
acid group in the e- or ¢- (probably the latter) position. Benzylidene- 
monoacetone glucose, m. p. 141—142°, [«]} -+22°, was prepared 
from monoacetoneglucose. With phosphoryl chloride, it gave 
the ¢-phosphoric ester of «8-monoacetoneglucose, isolated in the form 
of its amorphous barium salt. The hydrolysis constant of this 
was 17x 10%. The abnormal results previously obtained with the 
§-phosphoric ester of ye{-trimethyl methyl glucoside are now 
attributed to admixture with the ¢-phosphoric ester of Bye-tri- 
methyl methyl glucoside. E. 8S. 


Sulphuric Esters of some Substituted Glucoses and their 
Rates of Hydrolysis. P. A. Levene and G. M. Meyer [with 
I. Weer] (J. Biol. Chem., 1922, 53, 437—440).—The y-sulphuric 
ester of a-, B-, «-, ¢-diacetoneglucose, isolated in the form of its 
amorphous barium salt, was obtained by the action of sulphuryl 
chloride on diacetoneglucose. The «- or ¢-sulphuric ester of 
48-monoacetoneglucose was similarly obtained from y-benzoyl 
«8-monoacetoneglucose. These substances gave hydrolysis con- 
stants of 60x 10-3 and 40 x 10°, respectively. EK. 8. 


Methylation of Xylose. AtBerT CARRUTHERS and EpmMuND 
Lanatey Hirst (T., 1922, 121, 22992308). 

A New Depolymerisation Product of Starch. Am& Picrzrt 
and R. JaHn (Helv. Chim. Acta, 1922, 5, 640—644).—By heating 
potato starch in glycerol at 200—210°, distilling off the glycerol 

mm* 2 
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under reduced pressure at the same temperature, and purifying 
the residue by dissolving in water and precipitating by means of 
alcohol, a new decomposition product of starch was obtained 
having the formula (C,H,,.0;),. It forms a white, amorphous, 
slightly hygroscopic powder, [«]) in water +162-2°. It does not 
give a coloration with iodine, and is identical neither with Pring. 
sheim’s triamylose or isotriamylose (A., 1913, i, 1156) nor with 
Karrer’s ®-hexamylose (this vol., i, 435), which may be identical 
with triamylose. It does not reduce Fehling’s solution at the 
boiling temperature, and when hydrolysed with hot dilute sulphuric 
acid gives dextrose. It forms a nona-acetyl derivative, 
[C,H,O,(Ac).],, m. p. 153—154°. The name trihexosan is proposed 
provisionally. The existence of the compound confirms the 
presence in the starch molecule of CgH,,0,; units combined in 
groups of three, and cannot be reconciled with the idea that starch 
is a polymeride of an anhydride of maltose. KE. H. R. 


Preparation and Properties of Cellulose Solutions. P. 
WaeEntia (Papierfabr., 1922, 20, 359—361; from Chem. Zenir, 
1922, ii, 1063—1064).—Viscose solutions, suitably prepared, do 
not change so quickly as copper solutions. Cellulose, artificially 
prepared, is very sensitive to time, temperature, and method of 
bleaching, and to treatment with acids and alkalis. Heating with 
dilute alkaline solutions increases the viscosity of viscose solution. 
The changes in viscosity are conditioned by colloidal as weil as 
by chemical changes. It may be assumed that there is a difference 
in constitution between cotton and artificial cellulose, the latter 
probably consisting of molecular aggregates of differing sizes. 
Treatment with boiling dilute alkaline solutions results in a 
simplification of larger aggregates and a solution of smaile 
aggregates. G. W. R. 


Reactions of Cellulose with Sodium Chloride and other 
Neutral Salt Solutions. I. Preliminary Survey. Hezx 
Masters (T., 1922, 121, 2026—2034). 

Cellulose. VII. Cellulose Copper Compounds. Kunl. 
Hess and Ernst Messmer [in part with Fru. E. Jacxa] (Ber, 
1922, 55, [Bj], 2432—2443)—It has been pointed out previously 
(A., 1921, i, 401) that the enhanced specific rotation of cellulose 
in ammoniacal copper hydroxide solutions is probably due to the 
formation of a complex copper compound. Measurements are 
now recorded of the specific rotations of such solutions with increas- 
ing concentration of copper and constant concentration of cellulose, 
and conversely with increasing cellulose and constant copper 
content. The concentration of ammonia, which within wide 
limits does not affect the specific rotation appreciably, was kept 
uniform throughout. The results, particularly in the case of the 
first series of measurements, are in harmony with the hypothesis 
of the union of the molecules C,,H.0,) and Cu(OH),. Similar 
experiments are recorded with the biose anhydride, obtained from 
cellulose by means of acetyl chloride and hydrogen chloride, which 
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11ying # in Schweizer’s reagent has a specific rotation of the same order 
ns of B a5 cellulose. Apparently, on account of dissociation, the results 
ained B are not easy to interpret; this suggestion is supported by the 
hous, B observed influence of sodium hydroxide on the specific rotation of 
S Dot & the solutions. 
‘Ting: @ = Jndications of the nature of the copper complex are found in 
With the observation that the blue zone wanders towards the anode 
ntical # when a solution of the biose anhydride in Schweizer’s reagent is 
Fae subjected to electrolysis in the presence of sodium hydroxide, 
“Ure @ whereas, in the absence of the latter the copper wanders towards 
itive, BH the cathode. Cathodic copper thus appears to be displaced into 
oosed HF the anion by sodium hydroxide (similar results are recorded with 
Pi solutions of glycerol and mannitol), and, in addition, the dissociation 
‘1 & of the sodium copper salt is depressed by the excess of alkali. This 
_ isin complete harmony with the observation that a copper—biose 
* @f anhydride solution gives a precipitate when treated with an excess 
P. @ of sodium hydroxide which contains copper, sodium, and carbon 
mir, in the atomic ratio 1 : 2: 12. 
, do Similar experiments with cellulose show that the specific rotations 
ially @ of solutions of the latter in Schweizer’s reagent are increased in 
d of § asimilar manner by the addition of sodium hydroxide, that copper 
with § is displaced from the kation to anion by the addition of the alkali, 
tion, @ 2nd that a compound containing copper, sodium, and carbon in 
1 as & the atomic ratio 1 : 2:12 is also formed. 
once The capacity of the biose anhydride for combining with copper 
tte in solution is not exhausted when the substances are present in 


the proportion 1Cu : 1C,.H 5904p. 
The Reduction of Lignin and of Carbohydrates with 


lle} Hydrogen Iodide and Phosphorus. R. Wuusrirrer and 
.. L. Kats (Ber., 1922, 55, [B], 2637—2652).—The behaviour of 


lignin towards hydrogen iodide and phosphorus is so closely similar 
to that of carbohydrates that the substances must be considered 
as nearly related in constitution. The formuls for lignin proposed 
by Cross and Bevan and subsequently by Klason, which involve 
a relationship to aromatic substances, appear therefore to be 
improbable, whereas the authors’ views in their more important 
features coincide with those of Fuchs (A., 1921, i, 309) and Jonas 


ne (A., 1921, ii, 554). 
’ The lignin is obtained from pine and red beech, respectively, 
are @ by treatment with hydrochloric acid (d 1-21), in accordance with 


the method of Willstitter and Zechmeister (A., 1913, i, 955). It 


8 is converted by boiling hydriodic acid (d 1-96) and red phosphorus 
“ into a granular product which contains iodine; dehalogenation 
i : can only be effected incompletely with zinc dust in boiling glacial 
i. acetic acid solution. The final material is a pale grey or yellow 


resin; it is not homogeneous, and appears to consist mainly of 
two substances of faintly acidic character. A more promising 
material is obtained by treating lignin under pressure at about 
250° with red phosphorus and hydriodic acid (d 1-7); the products 
from pine and red beech lignins resemble one another closely, but 
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differ in the relative quantities of their constituents. The portion 
of the product which does not dissolve in ether is a pale grey, non. 
homogeneous mass, which melts at a very high temperature with 
decomposition and distillation of difficultly-volatile oils. The 
portion which dissolves in ether is separated by treatment with 
alkali into an acidic material (C=76-50%, H=10-39%), an almost 
colourless, brittle resin, and a mixture of hydrocarbons. The 
latter is separated by successive treatment with acetone and glacial 
acetic acid into a solid and a liquid portion both of which are free 
from oxygen. The composition of the mixture approximates to 
a@ mean value which corresponds with the formula CH,.,; the 
liquid portion is somewhat richer, the solid portion somewhat 
poorer in hydrogen. The liquid hydrocarbons have d 0-9—1+ 
for the fractions of lowest and highest boiling point. The lowest 
observed molecular weight is 167, the highest 842 (for the solid 
portion). The two mixtures are an interrelated analogous (not 
homologous) series the properties of which are reminiscent of that of 
hydroaromatic hydrocarbons. 

The four different fractions thus obtained have been separately 
subjected to further treatment with hydriodic acid and phosphorus. 
The purified residue, which is insoluble in ether, is almost com- 
pletely converted into the mixture of solid hydrocarbons. The 
acid substance yields mainly solid together with some liquid hydro. 
carbons, the approximate ratio being 3:1. The liquid and solid 
hydrocarbon mixtures are practically unaffected. 

[With G. von MrtteR.|—Hexitol, dextrose, xylose, and cellulose 
yield mixtures similar to those derived from lignin when treated 
with hydriodic acid and phosphorus under exactly similar conditions. 
The analogy extends to the production of the feebly acidic material 
and a product which is insoluble in all media. Xylose and cellulose 
yield larger proportions of compounds of high molecular weight 
than do dextrose and hexitol. These are also obtained in quantity 
from the humus-like material prepared by treating dextrose with 
hydrochloric acid. The known convertibility of hexitol into 
n-hexyl iodide suggests the possibility that the haloid is an inter- 
mediate product in the change; this cannot, however, be the case, 
since it does not give a mixture of hydrocarbons under the experi- 
mental conditions actually used. It appears more probable that 
the intermediate compound is a derivative of furan or a di-olefine. 


H. W. 


Catalytic Synthesis of Hexamethylenetetramine. Lavw- 
RENCE E. Rompavut and Jutius A. NrEUWLAND (J. Amer. Chem. 
Soc., 1922, 44, 2061).—Hexamethylenetetramine is formed in small 
amount when a mixture of carbon monoxide, hydrogen, and 
ammonia at the atmospheric pressure is passed over a mixture of 
equal parts of reduced, finely-divided nickel and very pure di- 
atomaceous earth heated to 250—280°. A trace of ammonium 
cyanide and a relatively large quantity of ammonium carbonate 
are also produced, the latter undoubtedly resulting from the 
reaction, 2CO0 —> C + CO,, since a deposition of carbon is noticed 
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in the reaction chamber. Reaction does not occur when the nickel 
catalyst is replaced by platinised asbestos. The effectiveness of 
a catalyst in this synthesis undoubtedly depends on its ability 
to form an unstable carbonyl. H. W. 


Preparation of Hexamethylenetetramine Derivatives. 
J. D. Rieprt, Ax?.-Ges (D.R.-P. 346383; from Chem. Zentr., 
1922, ii, 1081)—-Ethylene halogenhydrins are allowed to act, with 
or without solvents, on hexamethylenetetramine. The additive 
compound of hexamethylenetetramine and ethylene chlorohydrin 
forms crystals, m. p. 135° (decomp.). The additive compound of 
hexamethylenetetramine with ethylene iodohydrin forms rod-like 
prisms, m. p. 149° (decomp.). G. W. R. 


Preparation of Additive Products of Hexamethylene- 
tetramine with Esters of Monohalogen Fatty Acids. J. D. 
RrepeL, Axt.-Gres (D.R.-P. 346462; from Chem. Zenir., 1922, 
i, 1081; cf. A., 1921, i, 774)—Hexamethylenetetramine is 
allowed to act on monobromoacetic esters of alcohols or phenols 
which are insoluble or slightly soluble in water. The additive 
compound of bornyl bromoacetate and hexamethylenetetramine 
is a white, crystalline powder from which borneol separates 
gradually on warming with water. The additive compound of 
thymyl bromoacetate (from thymol, bromoacetic acid, and phos- 
phoryl chloride, a yellow, heavy oil, b. p. 153—157°/4 mm.) 
and hexamethylenetetramine forms colourless needles, m. p. 
155—157°. Thymol is liberated on warming the aqueous solution. 
At body temperature, these compounds break up into the alcohol . 
or phenol and the antiseptic additive compound of bromoacetic 
acid and hexamethylenetetramine. G. W. R. 


Preparation of Amino-alcohols. Paut Karrer (D.R.-P. 
347377 ; from Chem. Zentr., 1922, ii, 1137—1138).—Ethy]l «-acetyl- 
amino-y-methylvalerate, CHMe,*CH,-CH(NHAc)-CO,Et, mixed 
with ethyl alcohol, is allowed to act on metallic sodium with 
occasional heating. After heating for two to three hours and 
adding ethyl alcohol, water is added and the alcohol distilled 
off. On extraction with ether, @-amino-d-methylamyl alcohol, 
CHMe,°CH,°CH(NH,)-CH,°OH, is obtained as a colourless oil of 
basic odour, b. p. 194°. It forms crystalline salts with acids, for 
example, the hydrosulphate or hydrochloride, m. p. 148—150°. 
An optically active (levorotatory) -amino-5-methylamyl alcohol 
may be obtained by starting from optically active leucine. 
8-Amino-y-phenylpropyl alcohol, CH,Ph*CH(NH,)*CH,°OH, prepared 
from the ethyl ester of acetylphenylalanine, is a viscid oil with 
basic odour having b. p. 150—160° in a vacuum. It forms crystal 
line salts with acids; the hydrochloride has m. p. 128°. By acetyl 
ation of the products of hydrolysis of casein and subsequent reduc 
tion with sodium and ethyl alcohol, a mixture of amino-alcohols 
is obtained having b. p. 50—240°/16 mm. By fractionation, the 
following may be obtained. Up to 175°/16 mm., colamine, alaninol, 
ete.; 105—190° [? 175—190°]/16 mm., valine alcohol, leucine 
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alcohol, phenylalanine alcohol; and a fraction distilling over at 
190—235°/16 mm. The products have therapeutic uses and serve 
as intermediate products. G. W. R. 


Preparation of Cystine. Cari L. A. Scumipt (Proc. soc. exp, 
biol. med., 1921, 19, 50—52; from Chem. Zentr., 1922, i, 1277) — 
Human hair, or wool, from which fat has been extracted, is hydro. 
lysed with twice its weight of concentrated hydrochloric acid 
until the biuret reaction has almost or completely disappeared. 
This takes place in approximately twelve hours, longer heating 
being undesirable. The greater part of the liquid is then distilled 
off in a vacuum at 60—70°. Water is added up to the original 
volume and a thick suspension of calcium hydroxide is added, 
avoiding rise in temperature, until a chocolate-brown colour is 
obtained. After filtering and washing with water, the filtrate, 
which should be clear and of light brown colour, is partly neutralised 
with hydrochloric acid and finally acidified with acetic acid. On 
keeping in an ice-chest, cystine separates. It is purified by dis. 
solving in the least possible quantity of 5% hydrochloric acid, 
decolorising with animal charcoal, and again precipitating by the 
addition of sodium acetate until the liquid is no longer acid to 
congo-red. After filtering and washing with water until tyrosine 
is completely removed, a yield of cystine amounting to 6:3% is 
obtained. . W. R. 


Preparation of Carbamide. Bapiscue Antmin- & Sopa. 


Fasrik (D.R.-P. 301279; Brit. Pat. 145060; from Chem. Zentr., 
1922, ii, 1135—1136).—Carbon dioxide and ammonia are heated 
together under pressure and the product is maintained at the 
necessary temperature sufficiently long for the ammonium carb- 
amate to be changed into carbamide (for example, two hours at 
135°). The mixture of carbon dioxide and ammonia disengaged 
on removal of the product from the autoclave is again led back 
into the autoclave under pressure, whilst the carbamide is obtained 
free from ammonium salts. G. W. R. 


The Constitution of Carbamides. XIV. The Decomposi- 
tion of Urea by Sodium Hypobromite in Alkaline Solution, 
and an Improved Procedure for the Estimation of Urea by 
this Means. Emm ALPHONSE WERNER (T., 1922, 121, 2318— 
2325). 


Preparation of Bromodialkylacetylearbamides. Farsey- 
FABRIKEN VORM. FRIEDRICH BAYER & Co. (D.R.-P. 347609; Swiss 
Pat. 92296; from Chem. Zentr., 1922, ii, 1111—1112).—Dialky]l- 
malonuric acids of the general formula CO,H-CR,*CO-NH:CO-NH, 
(R=alkyl) are treated with bromine with or without addition of 
solvents, or diluents, or bromine carriers. The reaction proceeds 
at 100° with elimination of carbon dioxide. For example, diethyl- 
malonuric acid is heated with an equal weight of bromine and 
some aluminium chloride at 100° under a reflux apparatus until 
the evolution of hydrogen bromide and carbon dioxide is completed. 


From 
obtain 


Pre 
VORM. 
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From the residue, bromo-a-ethylbutylcarbamide, m. p. 118—-120°, is 
obtained with 80—85°% of the theoretical yield. G. W. R. 


Preparation of Carbamide from Cyanamide. l'arBWERKE 
yvorm. Meister, Lucius, & Britnrne (D.R.-P. 301278; from 
Chem. Zentr., 1922, ii, 1135).—-Cyanamide is warmed in acid solution 
with the sediment, consisting of ferrosoferric oxide, obtained from 
the reduction of nitro-compounds by iron. For example, cyan- 
amide solution acidified with sulphuric acid is warmed at 80° and 
apaste containing 83% of ferrosoferric oxide is added with shaking. 
The transformation to carbamide is complete in one hour. In 
acid solution no dicyandiamide is formed ; neither, in dilute solution, 
does the cyanamide combine with the sulphuric acid. A smalier 
amount of catalyst is needed than where ferric oxide or ferric 
hydroxide is used, G. W. R. 


Quantitative Reduction by Hydriodic Acid of Halogenated 
Malonyl Derivatives. II. ‘The s.-Tetra-substituted Amides 
of Bromo- and Chloro-malonic Acid. RatpH Winton WEST 
(T., 1922, 121, 2196—2202). 


The Oxime of Mesoxamide (isoNitrosomalonamide) and 
sme Allied Compounds. IV. The Ethers of isoNitroso- 
malonanilide, isoNitrosomalondimethylamide, and _ iso- 
Nitrosomalondibenzylamide. ARTHUR GEOFFREY RENDALL 
and Mantua ANNIE WHITELEY (T., 1922, 121, 2110—2119), 


Iron as Photochemical Catalyst. I. The Decomposition 
of Potassium Ferrocyanide in Daylight. Oskar BavpIscu 
and LAWRENCE W. Bass (Ber., 1922, 55, [6], 2698—2706).—A pale 
yellow, alkaline solution of potassium ferrocyanide in water speedily 
becomes lemon-yellow in colour when exposed to direct sunlight 
in the complete absence of oxygen, but reverts to its original tint 
when placed in the dark. After some time, colourless crystals 
of ferrous hydroxide separate in very small amount; these do 
not redissolve when the mixture is removed from the light. The 
change in colour is not therefore due to the formation of a peroxo- 
compound as supposed previously (A., 1921, ii, 337). In the 
presence of air, the initial intensely yellow coloration is succeeded 
by a brown turbidity and ultimate separation of ferric hydroxide. 
The first part of the change in the absence of air is accompanied 
by a reversible development of alkalinity in the solution and at 
this stage the presence of active oxygen (which is formed later) 
cannot be detected. The two processes are considered to occur 


r NC JK — +nH,o+tignt 
in accord th the schemes (1 Fe?x, IP hn teks. 210 
cordance wi e s (1) °(NC); K, 


NC-H |K-OH NCH ]K-OH u,0 | 7,OH, ~ 
FeO. Ie, and (II) | Fency, |K, pal | Feacs, [at 
HCN+KOH. Confirmation of this hypothesis is found in the 
observation that an intensely blue colour is developed when nearly 
colourless, oxygen-free solutions of potassium ferrocyanide and 
nitrosobenzene are exposed in a vacuum to sunlight, [Fe(NC),JK,+- 
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PhNO tient [FePb'NO | 1 KON. The primary production of a 


pentacyano-compound is also established by the formation of potass. 


ium pentacyanoperoxoferroate, Feat is The subsequent 
5 


photochemical] decomposition of the pentacyano-compound has not 
been studied in detail, but appears to proceed in a somewhat complex 
manner since sodium pentacyanoaquoferroate in almost complete 
absence of oxygen is rapidly and completely converted by light energy 
into ionised substances. Freshly prepared .aqueous solutions of 
sodium pentacyanoaquoferroate are alkaline in reaction and contain 
active oxygen shortly after their exposure to the air, even in the 
absence of light. 

The experiments just described have caused the author to modify 
his views somewhat as to the nature of ferrous hydroxide per. 


, sie ta O,.H |OH . 
oxide which is now formulated, | FevGit,), (OH), the group, O,H, 


co-ordinately united to the iron ion is able to decompose into 
O; and H, that is, active molecular oxygen and atomic hydrogen, 
thus explaining its simultaneous behaviour as oxidising and reducing 
agent. 


Mechanism of Reaction of Aliphatic Diazo-compounds. 
E. OLIVERI-MANDALA (Gazzetta, 1922, 52, ii, 1083—111).—The author 
discusses the formation of heterocyclic rings by the addition of 
diazo-derivatives of aliphatic hydrocarbons to unsaturated com- 
pounds, and the reaction of these diazo-derivatives with compounds 
of even slight acid properties, RH+-CH,N,=CH,R+N,. These two 
reactions are regarded. as essentially similar in character, and the 
conclusion is drawn that diazo-hydrocarbons are capable of causing 
intramolecular transformations as a result of processes of addition 
and elimination occurring at unsaturated linkings. It is, therefore, 
not considered possible to draw accurate conclusions concerning 
the structures of compounds from those of the alkyl derivatives 
obtained on etherification by means of diazo-derivatives of aliphatic 
hydrocarbons. T. H. P. 


Organic Compounds of Arsenic. VIII. Action of 
Cyanogen Bromide on Tertiary Arsines. WILHELM STEIY- 
Kopr, Hans Donat, and PAavuL JAEGER (Ber., 1922, 55, [B], 2597— 
2614; cf. this vol., i, 118, and previous abstracts)—In contrast 
to tertiary amines, tertiary arsines, even when they contain two 
or three phenyl groups, combine with cyanogen bromide to form 
arsine bromocyanides which are readily hydrolysed but otherwise 
are relatively stable and suffer fission only at an elevated tem- 
perature. Triphenylarsine bromocyanide is decomposed thereby 
mainly into its components. All bromocyanides of aliphatic or 
aliphatic-aromatic substituted arsines lose alkyl bromide and give 
cacodyl cyanides. Loss of methyl precedes that of ethyl, n-propy|, 
or phenyl, that of ethyl takes place before isobutyl and phenyl, 
whereas elimination of ethyl and n-propyl occurs with about equal 
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readiness. The firmness of the attachment of hydrocarbon residues 
to arsenic and to carbon is therefore not the same, at any rate as 
far as the unsymmetrical pinacones are concerned (cf. Meerwein, 
A, 1920, i, 2). cycloPentamethylarsine derivatives yield bromo- 
eyanides which decompose in a complex manner, without, however, 
giving evidence of the rupture of the arsenic ring such as is evidenced 
by N-phenylpiperidine; the cyclopentamethylene-arsenic ring is 
therefore more stable towards cyanogen bromide than the piperidine 
ring. The greater stability of the bromocyanides of the arsines 
as compared with the amines depends on the more metallic and 
positive character of the arsenic atom. The introduction of 
strongly negative groups into the molecule of the arsine (trinitro- 
triphenylarsine) deprives the latter of its ability to unite with 
cyanogen bromide. 

Diphenylethylarsine, AsPh,Et, b. p. 162—163°/10 mm., pre- 
pared by the action of magnesium ethyl bromide on diphenyl- 
chloroarsine in ethereal solution, is converted by cyanogen bromide 
in the presence of light petroleum into diphenylethylarsine bromo- 
cyanide, AsPh,EtBr-CN, m. p. 75°, which is decomposed when 
heated into ethyl bromide and diphenylcyanoarsine, b. p. 207— 
209°/23 mm., m. p. 31°5°. Diphenylethylarsine hydroxybromide, 
m. p. 97°5°, is prepared from diphenylethylarsine and cyanogen 
bromide in ethereal solution; the corresponding  picrate, 
AsPh, Et(OH)-O-C,H,(NO,),, crystallises in lemon-yellow leaflets, 
m. p. 116°. 

iaddi-ca-pripeturetnt, a highly refractive liquid, b. p. 60— 
64°/14 mm., prepared from ethyldichloroarsine and magnesium 
n-propyl bromide in ethereal solution, gives ethyldi-n-propylarsine 
bromocyanide, a granular substance which is unusually sensitive 
towards moisture. It is decomposed by heat into a mixture of 
ethyl bromide (about 25%) and propyl bromide (about 75°%) and 
of ethyl-n-propylcyanoarsine and dt-n-propy!cyanoarsine (a little 
of the original material remains undecomposed and is identified 
as methylethyldi-n-propylarsonium iodide, m. p. 175°). Ethyldi- 
n-propylarsine hydroxybromide is too hygroscopic to permit of its 
isolation, but its formation (in the manner described for the corre- 
sponding diphenylethyl compound) is established by the isolation 
of the corresponding picrate, a yellow, crystalline powder, m. p. 
85°5°. 

Ethyldiisobutylarsine, from ethyldichloroarsine and magnesium 
isobutyl bromide, is a colourless, highly refractive liquid, b. p. 
86°/16 mm., which is transformed iff the usual manner into ethyldi- 
isobutylarsine bromocyanide, m. p. 69°, and ethyldiisobutylarsine 
hydroxy-bromide, which could not be caused to crystallise (the corre- 
sponding hydroxy-picrate crystallises in slender, yellow needles, 
m. p. 82°). The bromocyanide is decomposed by heat into ethyl 
bromide and diisobutylcyanoarsine, b. p. 116°/16 mm. Phenyl- 
methylethylarsine, b. p. 93—99°/11 mm., prepared from phenyl- 
methylchloroarsine and magnesium ethyl bromide, gives phenyl- 
methylethylarsine bromocyanide, which could not be caused to 
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solidify, and phenylmethylethylarsine hydroxy-bromide, a colourles, 
microcrystalline mass, m. p. 83° (hydroxy-picrate, a pale yelloy, 
crystalline powder, m. p. 113°5°). Fission of the cyanide give 
rise to methyl bromide and phenylethylcyanoarsine, a colourles 
liquid, b. p. 148—150°/23 mm. Phenylmethyl-n-propylarsine, , 
colourless liquid, b. p. 105—106°/12 mm., prepared from pheny). 
methylchloroarsine and magnesium 2-propyl bromide, gives a non. 
crystalline bromocyanide, and phenylmethyl-n-propylarsine hydroxy. 
bromide, m. p. 146° (corresponding hydroxy-picrate, brilliant yellow 
needles, m. p. 84°). The bromocyanide is decomposed by heat 
into methyl bromide and phenyl-n-propylcyanoarsine, b. p. 150~ 
155°/20 mm. 

Phenylbenzylmethylarsine, b. p. 174—177°, is prepared from 
phenylmethylchloroarsine and magnesium benzyl bromide. The 
corresponding bromocyanide could not be isolated in a homogeneous 
condition, but its existence is established by converting it into 
phenylbenzylmethylarsine hydroxy-bromide, a microcrystalline powder, 
m. p. 147° (hydroxy-picrate, yellow needles, m. p. 119°). 

. CH,°CH, 

Ethyleyclopentamethylenearsine, CH <GH?.cH?ASEt, b. p. 62— 

2°Uits 

64°/12°5 mm., is obtained in poor yield by the addition of an 
ethereal solution of ethyldichloroarsine to a well-stirred ethereal 
solution of the Grignard reagent from xe-dibromopentane. It is 
readily converted by methyl and ethyl iodide into methylethylcyclo- 
pentamethylenearsonium iodide, a somewhat unstable solid, m. p. 
276°, and diethylcyclopentamethylenearsonium iodide, respectively. 
Ethylcyclopentamethylenearsine bromocyanide is extremely sensitive 
to moisture; ethyleyclopentamethylenearsine hydroxy-bromide has 
m. p. 71°. The decomposition of the bromocyanide by heat 
proceeds in a somewhat complicated manner, giving as identifiable 
products ethyleyclopentamethylenearsine (identified as the meth- 
iodide, m. p. 276°), cyanogen bromide, and ethyl bromide. 

Trinitrotriphenylarsine does not appear to react with an excess 
of cyanogen bromide at 55°. H. W. 


Methylenecyclobutane and Dimethyleyclobutylmethyl- 
amine. N. J. Demsanov and Marie Dosarenxo (Ber., 1922, 
55, [B], 2727—2730).—Unsuccessful attempts are recorded to 


prepare methylenecyclobutane, CH,< 642 >C.CH,, by the action 
2 


of heat on cyclobutylmethylamine nitrite, of oxalic acid on cyclo- 
butylmethyl alcohol, or by the distillation of cyclobutylmethy- 
amine phosphate; in every case isomerisation to cyclopentene 
occurred, ‘The desired compound has, however, been obtained 
by the application of Hofmann’s reaction to cyclobutylmethy!- 


trimethylammonium hydroxide, CH,< Siy2>CH-CH,NMe,‘OH 
2 


the yield of the hydrocarbon is small, since the base is mainly 
decomposed into cyclobutylmethyldimethylamine, 


CH, <j? >CH-CHyNMe, 
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Methylenecyclobutane has b. p. 40°6—41°6°/32 mm., d{ 0°7585, 
i! 0°7487, dy’ 0°7425, nf 1°42626, ni} 142353; its identity with 
Gustavson’s ‘‘ vinyltrimethylene”’ is established by its physical 
roperties and comparison of the nitrosites from either source. 

cycloButylmethyldimethylamine has b. p. 125°-4—126°/740 mm., 


heny| @) 0°8143, d? 0°8056, di) 0°8019, nj} 1°4356, ny 1°43408. The 
‘ ps ‘FJcorresponding hydrochloride, long prisms; platinichloride, long, 
Ive ‘Bustrous prisms; aurichloride, large, yellow crystals; picrate, long, 
ata yellow prisms, m. p. (indefinite) 130°, and methiodide, large, pale 
heat yellow crystals, are described. H. W. 


The Structure of Benzene. Maurice L. Huaeins (Science, 
1922, 55, 679—680).—A theory of conjugation similar to that of 
Erlenmeyer (Annalen, 1901, 316, 43, 71, 75) has been developed, 
and found to be subject to one objection only, namely, that ortho- 
and meta-disubstitution products should give stereoisomerides. 
In this model, the six carbon tetrahedra have their bases all in 
the same plane, the hydrogen atoms and the points of the tetra- 
hedra to which they are bonded being alternately above and below 


69 § this plane. There are six electrons grouped round the centre of 

each hexagon, and two at each of the hexagon corners and on the 
f an ff centre lines between each hydrogen atom and the carbon atom 
real § to which it is bonded. The structure of graphite, as determined 
t is by X-ray analysis (Debye and Scherrer, Physikal. Z., 1916, 17, 
clo. #277; A., 1917, ii, 437; Hull, Physical Rev., 1917, 10, 661; Anon, 


Engineering, 1917, 104, 594), is exactly that which would be 
obtained if it were built up of layers of benzene hexagons of the 


tive ff type described, the carbon—hydrogen bonds of the benzene mole- 
has ff cules being replaced by carbon-carbon bonds between the layers. 
eat @ In the case of a considerable number of aromatic compounds in 


which large distortions would not be expected, the dimensions of 
the hexagon are very close to the corresponding dimensions in 
graphite. A. A. E. 


Monochlorotrinitrobenzenes. A. F. Hoxiiteman (Proc. K. 
Akad. Wetensch. Amsterdam, 1922, 25, 223—224).—Of the six 
possible isomeric monochlorotrinitrobenzenes, picryl chloride and 
|-chloro-3 : 4 : 6-trinitrobenzene alone have hitherto been prepared. 
The author describes the preparation of three of the missing iso- 
merides. 1-Chloro-3 : 4 : 5-trinitrobenzene is prepared by substituting 
the nitro-groups of 4-chloro-3 : 5-dinitroaniline by amino-groups by 
Korner and Contardi’s method. The product crystallises in large, 
yellow crystals, m. p. 168°, in a 70% yield. On treating 1-chloro- 
2: 3-dinitrobenzene with a mixture of fuming nitric acid and 50% 
oleum at 160—170° for five hours and pouring the product into 
water, an oil is obtained which after some time partly crystallises. 
The crystals are separated by centrifuging and recrystallised from 
alcohol, and shown to be 1-chloro-2 : 3: 5-trinitrobenzene, m. p. 
106°, by conversion into 2-chloro-4 : 6-dinitroaniline, m. p. 159°, 
which is well known. On keeping the mother-liquor from the 
nitration above, other crystals separate after a long time and 
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these are found to be 1-chloro-2 : 3 : 4-trinitrobenzene, m. p. 69° 
A better method of preparing 1-chloro-3 : 4 : 6-trinitrobenzene than 
that described by Nietzki is described, which consists in passing 
ammonia into an alcoholic solution of 1 : 3-dichloro-4 : 6-dinitro. 
benzene until a test portion has the melting point of 3-chloro. 
4 : 6-dinitroaniline (174°). The amino-group is then replaced by 
the nitro-group by Kérner and Contardi’s method. J. F. 8. 


Oxidation of Side-chains with Potassium Permanganate, 
II. Lucrus A. Bicetow (J. Amer. Chem. Soc., 1922, 44, 2010— 
2019).—In a previous communication (A., 1920, i, 20) the behaviour 
of the three nitrotoluenes towards potassium permanganate has 
been described; the work has now been extended to the three 
bromotoluenes. 

The oxidations are effected in a copper vessel provided with a 
reflux condenser and an efficient stirrer. The bromotoluene is 
heated with the requisite amount of sodium hydroxide solution 
almost to boiling, the potassium permanganate is added in one 
portion and gentle ebullition and vigorous agitation are main- 
tained until the pink colour of the permanganate disappears. 

Nearly all the influences which have been brought to bear on 
the oxidations are found to have a considerable effect on the 
reactions, but the result in every case is merely to alter the pro- 
portion of bromotoluene attacked by the permanganate, the sum 
of the bromobenzoic acid and unchanged bromotoluene remaining 
essentially constant. The same observation has been recorded 
with the nitrotoluenes. This emphasises the conclusions that 
the quantity of organic matter entirely destroyed during the 
reaction is practically independent of variations in procedure, 
and that two entirely independent changes occur within the reacting 
mixture, (@) the oxidation of the side-chain to carboxyl, and (b) the 
decomposition of the permanganate into oxides of manganese 
and free oxygen; differing conditions merely accelerate the one 
or the other of these changes, causing varying amounts of material 
to be attacked before all the permanganate has been destroyed. 

An increasing concentration of alkali in the oxidation mixture, 
beyond a certain very low concentration, retards the oxidation oi 
all three bromotoluenes, but, in the case of the meta-isomeride 
this effect is not observed until the alkaline strength of the solution 
becomes very considerable. The absence of accelerating action of 
the alkali hydroxide is attributed to the impossibility of any of the 
bromotoluenes passing into a quinoid form (cf. A., 1920, i, 20). 

The effect of using an excess of potassium permanganate above 
that required theoretically for the oxidation of the bromotoluene 
is peculiar. In general, the reaction is favoured, except perhaps 
when the oxidising agent is present in great excess. In the cases 
of the ortho- and meta-derivatives the effect is not quite uniform, 
the oxidation being favoured, retarded, and favoured again as 
the excess of permanganate is increased. It does not appear at 
present possible to explain these peculiarities. 

As in the case of the nitrotoluenes, increasing dilution of the 
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reaction mixture favours the oxidation of the bromotoluenes. 
This is» doubtless due to the fact that alkaline permanganate 
solutions have a decreasing tendency to dissociate into free oxygen 
and manganate as they become more dilute. 

The rate of reaction is approximately the same in the oxidation 
of the three bromotoluenes, although slightly greater with the 
para-compound than with the other isomerides. It is less than 
with the nitrotoluenes. It is not greatly affected by changes in 
the alkalinity of the reaction mixture. p-Bromotoluene gives the 
highest yield of the corresponding acid; the meta-isomeride gives 
the next highest yield, and the ortho-derivative the lowest. 

Improved methods are described in detail for the preparation 
of o-bromotoluene from o-toluidine, of m-bromotoluene from 
m-bromo-p-toluidine, and of p-bromotoluene from p-toluidine. 


E,W. 


Preparation of Mono-substituted Sulphonamides. FaRBrEn- 
FABRIKEN VORM. FRIEDRICH Bayer & Co. (D.R.-P. 346810; from 
Chem. Zentr., 1922, ii, 11836—1137).—Sulphonamides are treated 
with alkylating or arylalkylating reagents in the presence of 
carbonates. Mono-substituted derivatives of the composition 
RSO,"-NHR’ are obtained without the formation of disubstitution 
products. p-T'oluene-p-sulphonethylamide is obtained by heating 
toluene-p-sulphonamide with sodium ethyl sulphate and sodium 
carbonate at 170—200°. p-Z'oluene-p-sulphonbenzylamide, m. p. 
115—117°, is similarly prepared by the action of benzyl chloride 
on toluene-p-sulphonamide in the presence of sodium carbonate 
or calcium carbonate. G. W. R. 


Investigations and Ring Closures in the Methylnaphthal- 
ene Series. Fritz MAYER AND ADOLF S1ecuirz (Ber., 1922, 55, [B], 
2940).—An addendum to a previous communication (this vol., 
i, 740). 

Naphthalene-1 : 4-dicarboxylic acid has been described previously 
by Scholl and Neumann (this vol., i, 261); it has m. p. 309° instead 
of 288° as previously given. 4-Benzoyl-i-methylnaphthalene can 
also be prepared from a-methylnaphthalene and benzoyl chloride; 
it melts at 74—75° (instead of 174—175°). 4-Methylperibenz- 
anthrone has m. p. 193—194° (instead of 115°). The boiling point 
of 1-benzoyl-2-methylnaphthalene is 140—145°/15 mm. (instead of 
240—245°). H. W. 


2:6-Dimethylnaphthalene. Fritz Mayer and Erika ALKEN 
(Ber., 1922, 55, [B], 2278—2285).—2 : 6-Dimethylnaphthalene is 
reduced by sodium and boiling amyl alcohol to 2: 6-dimethyl- 
A*3.dihydronaphthalene, b. p. 125—126°/15 mm.; the constitution 
of the compound is deduced from the observation that it yields 
a liquid dibromide which is smoothly decomposed when distilled 
into hydrogen bromide and 2: 6-dimethylnaphthalene. 1-Ntéro- 
2 : 6-dimethylnaphthalene, yellow leaflets, m. p. 68°, is prepared by 
the action of nitric acid (d 1°51) on a solution of the hydro- 
carbon in glacial acetic acid at 70°. 1-Amino-2 : 6-dimethyl- 
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naphthalene crystallises in colourless needles, m. p. 91°; the corre. 
sponding acetyl derivative crystallises in lustrous needles, m. D. 
211°, whereas the benzoyl derivative forms brown leaflets, m. D 
219—220°. Nitration of the mononitro-compound dissolved jy 
concentrated sulphuric acid gives a dinitro-derivative, colourless 
needles, m. p. 186°, whereas in glacial acetic acid an isomeric 
dinitro-compound, slender, yellow needles, m. p. 179°, is obtained 
(the 1: 4- or 1: 5-position of the nitro-groups has not been eluci- 
dated for either compound). The latter compound is reduced by 
stannous chloride and hydrochloric acid to the corresponding 
diamine, dark red crystals, m} p. 158—159° (the diacetyl derivative 
is described). ‘4'rinitro-2 : 6-dimethylnaphthalene, slender, pale 
yellow needles, m. p. 243°, is isolated from the mother-liquor 
obtained by nitrating the mononitro-compound in glacial acetic 
acid solution. 

The presence of a nitro-group in the ortho-position to the methyl 
radicle enables 1-nitro-2 : 6-dimethylnaphthalene to condense with 
ethyl oxalate in the presence of alcoholic sodium ethoxide to form 
1-nitro-6-methylnaphthyl-2-pyruvicacid, NOy°C;>H;Me-CH,°CO-CO,H, 
pale brown needles, m. p. 195° (methyl ester, coarse brown needles, 
m. p. 119°; oxime, yellow needles, m. p. 176°). The substituted 
pyruvic acid is oxidised by hydrogen peroxide in the presence of 
sodium hydroxide to 1-nitro-6-methylnaphthyl-2-acetic acid, yellow 
crystals, m. p. 201° (methyl ester, m. p. 89°) and by potassium 
permanganate in alkaline solution to 1-nitro-6-methylnaphthalene- 
2-carboxylic acid, lustrous needles, m. p. 238—239°. The latter 
acid is reduced by ferrous sulphate to 1-amino-6-methylnaphthalene- 
2-carboxylic acid, pale yellow needles, m. p. 205—207°. Nitrous 
acid converts 1-nitro-6-methylnaphthylpyruvic acid into 1-nitro-6- 
methylnaphthyl-2-acetonitrile, pale yellow needles, m. p. 162’; 
apparently the nitrous acid is reduced to hydroxylamine, which 
then gives the oxime of the pyruvic acid derivative, the latter 
being decomposed into the nitrile, carbon dioxide, and water. 


7-Methyl-«-naphihindole-2-carboxylic acid, CygH Me<tii > C-CO.H, 


colourless needles, m. p. 211°, is prepared by the reduction of 
1-nitro-6-methylnaphthylpyruvic acid by ferrous sulphate and 
ammonia, and is purified conveniently through the barium salt; 
when heated at 220°, it yields 7-methyl-«-naphthindole, brown 
crystals, m. p. 143°. Decomposition of 1-nitro-6-methylnaphthyl- 
pyruvic acid by sodium hydroxide leads to the production of 
1-nitro-6-methylnaphthyl-2-acetaldehyde, a yellow compound, m. p. 
about 212—213°, which is isolated in small amount by decomposing 
its bisulphite compound with cold dilute sulphuric acid; the 
corresponding phenylhydrazone crystallises in pale yellow leaflets, 
m.p. 156°. If decomposition of the bisulphite compound is effected 
with hot dilute sulphuric acid, 7-methyl-a-naphthisatin, slender red 
needles, m. p. 265° (phenylhydrazone, red needles, m. p. 275°) is 
immediately obtained. The reduction of 1-nitro-6-methylnaphthy!- 
2-acetic acid with ferrous sulphate gives 7-methyl-«-naphthoxindole, 
dark brown crystals, m. p. above 280°. H. W 


Hi 
roy 
ae 
acid, 
acid 
]-naj 
on h 
4-180 
acid 
4-180 
4-180 
ene 
ethyl 
oil, 
uty’ 


etic 


thy! 
with 
form 
00H, 
dies, 
uted 
2e of 
low 
‘ium 
ene- 
tter 
ene: 
rous 
0-6. 
2°: 
ich 
tter 
ter. 


oH, 


of 
ind 


ORGANIC CHEMISTRY. i. 1001 


Higher Terpene Compounds. VI. The two Methyliso- 
propylnaphthalenes from Cadalene. L. Ruzicka and M. 
Mincazzini (Helv. Chim. Acta, 1922, 5, 710—715).—The naphthoic 
acid, C,;H,.0., obtained by the oxidation of cadalene with chromic 
acid (this vol., i, 561) is now shown to be 6-methyl-4-isopropyl- 
|lnaphthoic acid, since the methylisopropylnaphthalene obtained 
on heating it with lime is different from the synthetic 1-methy]l- 
4isopropyinaphthalene, which would have been formed had the 
acid had the only other possible structure, namely, 1-methyl- 
Lisopropyl-6-naphthoic acid. For the synthesis of 1-methyl- 
4isopropylnaphihalene, 1-methyl-2--bromoethyl-4-isopropylbenz- 
me was condensed with ethyl malonate, giving ethyl $-2-cymyl- 
dhylmalonate, C,H,MePr?-CH,°CH,*CH(CO,Et),, a viscous, colourless 
oil, b. p. 200—210°/12 mm. This was converted into y-2-cymyl- 
tyric acid, C,H,MePr*-CH,°CH,*CH,°CO,H, b. p. 195—200°/12 
mm., and from this, by the action of thionyl chloride, the chloride, 
b. p. 165°/12 mm., was prepared, which, with aluminium chloride, 
gave 5-keto-1-methyl-4-isopropyltetrahydronaphthalene, b. p. 160— 
170°/12 mm. ; semicarbazone, m. p. 178—180°. The keto-compound 
was reduced with zine and hydrochloric acid to 1-methyl-4-iso- 
propyl-5 : 6 :'7 : 8-tetrahydronaphthalene, b. p. 135—140°/12 mm. 
This was heated with sulphur to dehydrogenate it to 1-methyl- 
Lisopropylnaphthalene, a nearly colourless oil, b. p. 135—145°/12 
mm., picrate, orange-yellow needles, m. p. 99—100°. The hydro- 
carbon from the above naphthoic acid, that is, 6-methyl-4-iso- 
propylnaphthalene, gave a picrate, m. p. 101—102°, and a styphnate, 
m. p. 163—164°. It is shown that eudalin is not identical with the 
synthetic 1-methyl-4-isopropylnaphthalene or with the 6-methyl- 
isopropyl compound from the naphthoic acid. Eudalin is prob- 
ably not an apocadalene, as has been supposed. EK. H. R. 


Nitration of Hydrocarbons in Basic or Neutral Medium. 
M. BarrEcay and Pu. Branpt (Bull. Soc. chim., 1922, [iv], 31, 
90—915; cf. Wagner, A., 1886, 708; Verley, A., 1901, i, 143; 
Meisenheimer and Connerade, A., 1904, i, 391).—Anthracene and 
naphthalene may be nitrated by means of anhydrous pyridinium 
nitrate in presence of excess of pyridine. The products obtained 
are 9-nitroanthracene and «-nitronaphthalene; in the former case 
the yield represents 70° of the hydrocarbon used, in the latter, 
40%. Other products of the reactions are anthraquinone and 
nitroanthrone from anthracene and _ 1-nitro-2:3-phthalic acid 
from naphthalene. The formation of nitroanthracene is explained 
by the authors on the hypothesis that nitrodihydroanthranol is 
first formed as an additive product and is then transformed into 
nitroanthracene with loss of water. H. J. E. 


Action of Light on 9-Nitroanthracene. M. Barrrcay, Pu. 
Branpt and J. Mortrz (Bull. Soc. chim., 1922, [iv], 31, 915—917; 
cf. preceding abstract).—9-Nitroanthracene is yellow in dilute 
alcoholic solution. On exposure to sunlight, the liquid becomes 
strongly fluorescent and smells of acetaldehyde. When the solution 
is sufficiently concentrated, nitrous acid is evolved and crystals of 
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anthraquinone are deposited. On shaking the solution in contac; 
with air, the fluorescence disappears; when again exposed to sun. 
light it reappears, but more rapidly than at first. The fluorescence 
is due to photochemical reduction of anthraquinone, and is exhibited 
by alcoholic solutions of that substance; the reduction product 
is readily oxidised in air. H. J. E. 


Studies in the Anthracene Series. III. Epwarp pz 
Barry BARNETT, JAMES WILFRED Cook, and Herpert Henry 
GRAINGER (T., 1922, 121, 2059—2069). 


The Solubility of Phenanthrene in Various Organic 
Solvents. Hersert Henstock (T., 1922, 121, 2124—2128). 


Action of Polyhalogenated Compounds of Methane and 
Ethane on Magnesyl [Magnesium Alkyl] Compounds. II. 
R. Binaaul (Gazzetta, 1922, 52, ii, 132—138; cf. this vol., i, 313)— 
Both chloroform and bromoform react readily with magnesium 
phenyl bromide giving triphenylmethane, alone in the former case, 
and mixed with tetraphenylethane in the latter. The first phase of 
the reaction probably consists in the formation of the compound 
CHPh,X, which then yields either triphenylmethane or tetrapheny- 
ethane or, with bromoform, the two together : CHPh,Br+MgPhBr= 
MgBr,+CHPh,, and 2CHPh,Br+MgPhBr=MgBr,+C,H,Br+ 
CHPh,-CHPh,. With all three trihalogenated derivatives of 
methane, bromobenzene also is formed, so that, even with chloro- 
form, the formation of triphenylmethane is not represented by the 
equation 3MgPhBr-++CHCl,-=3MgClBr+CHPh,. 

The action of bromoform on magnesium ethyl bromide is analogous 
to that of iodoform, the products being acetylene, ethane, methane, 
ethyl bromide, dibromomethane, and a small proportion of 
triethylmethane; a distinct odour resembling that of moulds is 
observed, especially after the final treatment of the products with 
water. ‘The various reactions involved are probably 3MgEtBr+ 
2CHBr,=3MgBr,+3C,H,;Br+C,H,; C,H,+2MgEtBr=2C,H,+ 
MgBr-CiC-MgBr; the latter +2H,O=2MgBr-OH+0C,H,; CHBr,+ 
MgEtBr=C,H,Br+CHBr,-MgBr; the latter -+H,O=MgBr-OH+ 
CH,Br,; CHBr(MgBr), + 2H,O = 2MgBr‘OH + CH,Br, and 
CH(MgBr),+3H,O=3MgBr-OH+CH,. 

Quite different is the interaction of chloroform and magnesium 
ethyl bromide, which yields methane, ethylene, and a small pro- 
portion of ethylene dibromide, but no acetylene, and gives a further 
evolution of gas when the products are treated with water. The 
mechanism of the reaction may be explained by the equations 
CHCl,+3MgEtBr=CH(-Cl:MgEtBr),, and CHCl,+3MgEtBr= 
3MgCIBr+3C,H,+CH,. =. oe = 


Free Pentaphenylethyl. The Nature of the Carbon Linking. 
W. Scuienk and HerMann Mark (Ber., 1922, 55, [B], 2285— 
2299).—The preparation of free pentaphenylethyl is described. 
The usual method of preparing this type of free radicle could not 
be adopted primarily in this instance, owing to the impossibility 
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tion equilibrium is largely dependent on the nature of the ary] 
groups, and that the tendency towards dissociation is greatly 
increased by the substitution of the biphenylyl for the pheny| 
group. In the pentaphenylethy] series, this does not appear to 
be the case, since triphenylbiphenylylethy]l, like the parent radicle 
(preceding abstract), exists entirely in the unimolecular condition 
in solution. Possibly with the pentaphenyl derivative the tendency 
towards dissociation is so powerful that it is unaffected by com. 
paratively slight alterations in structure. 
Triphenylbiphenylenethyl, comparatively large, violet prisms, js 
prepared by the gradual addition of an ethereal solution of fluoren- 
one chloride to a solution of sodium triphenylmethyl in an atmo. 
sphere of nitrogen; in consequence of its relatively sparing 
solubility in ether, the separation of the new radicle from simultan- 
eously formed triphenylmethy] is readily effected. It is converted 
by treatment with chlorine dissolved in chloroform into tripheny- 
biphenylene-ethyl chloride, from which the radicle is regenerated by 
agitation with copper powder. The chloride is hydrolysed with 
great readiness. It is dissociated in sunlight at the atmospheric 
temperature into its components which reunite when preserved 
in the absence of light. H. W. 


Aromatic Chloroamines. II. Sreran Goipscumipr and 
Lupwie STROHMENGER (Ber., 1922, 55, [B], 2450—2470).—The 
preparation of the very unstable di-w-chloroaniline has been de- 
scribed previously (Goldschmidt, A., 1913, i, 1173). The observ- 
ations have now been extended to a number of its derivatives. 
The presence of negative substituents increases the stability of 
the molecule, which reaches its maximum in the case of di-w-chloro- 
pentachloroaniline which may be preserved unchanged for weeks 
at the atmospheric temperature if moisture is compictely excluded. 
Positive substituents, on the other hand, diminish the stability 
of the molecule. The chemical behaviour of the compounds is 
completely in accord with the hypothesis that a radicle, R-N., is 
primarily formed. In every instance, polymerides of this radicle 
are ultimately isolated, either solely as azo-compounds or as 
mixtures of these with N-arylquinonedi-imides, according to the 
choice of the amine. The same products are obtained by the 
action of oxidising agents on aniline and its homologues (cf. Gold- 
schmidt, A., 1920, i, 226) when such oxidation is possible, thus 
giving renewed support to the hypothesis that both types of reaction 
take place through the same intermediate product, the radicle 
RN. 

An improved process for obtaining an ethereal solution of hypo- 
chlorous acid (cf. Wohl, A., 1907, i, 194) is described. 

Di-w-chloro-p-nitroaniline, NO*C,H,NCl,, is prepared by the 
action of hypochlorous acid on p-nitroaniline in ethereal solution 
at 20° (the necessary manipulation and apparatus are described 
in detail). It forms reddish-yellow prisms which can be preserved 
unchanged during several days at —80°, but decompose rapidly 
at the atmospheric temperature, ultimately exploding and leaving 
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a residue containing 4: 4’-dinitroazobenzene. Its melting point, 
determined in a pre-heated bath, is about 50°. It is decomposed 
by ethereal hydrogen chloride solution into 2 : 6-dichloro-p-nitro- 


enyl aniline, m. p. 189-—190°, and by aqueous alcoholic potassium iodide 
T to lution into 4 :4’-dinitroazobenzene, m. p. 222° after softening 
dicle at 219°, which is also obtained by the action of a solution of ammonia 
tion in ether and of an alcoholic solution of sodium ethoxide. The 
ay auto-decomposition of di-w-chloro-p-nitroaniline, dissolved in ether, 


light petroleum, acetic anhydride, or ethyl benzoate, gives varying 
a proportions of 4: 4’-dinitroazobenzene and 2 : 6-dichloro-p-nitro- 
> * § aniline. 


ren: F  Di-w-chloro-o-nitroaniline, pale yellow to brown prisms, m. p. 
imo- in pre-heated bath) 48—50° (complete decomp.) is prepared in 
oe the same manner as the para-isomeride. It can be preserved 
sree unchanged at a low temperature, but decomposes with ultimate 


explosion at the atmospheric temperature. In ethereal solution, 
1 by § it decomposes slowly at the ordinary temperature with production 
Y ¥ of 4: 6-dichloro-o-nitroaniline, whereas in boiling carbon tetra- 


we chloride it yields chlorine, hydrogen chloride, and 2 : 2’-dinitro- 
coal azobenzene, m. p. 209—210° after softening at 207°. It is converted 
V *' | by cthereal hydrogen chloride in the absence of an excess of hypo- 


chlorous acid into 4-chloro-o-nitroaniline, m. p. 115°, and a brown 
and liquid which has not been further examined, whereas if hypo- 
The § chlorous acid is present in excess it gives 4: 6-dichloro-o-nitro- 
de. J aniline, m. p. 101—102°; sodium thiosulphate solution transforms 
ery- § itinto 2 : 2’-dinitroazobenzene. 

ives. | Di-w-chloro-m-nitroaniline is prepared in the same manner as 
y of § the ortho- and para-isomerides, to which it exhibits close similarity ; 
loro- § it is converted by alcoholic sodium ethoxide solution or copper 
ecks § powder into 3 : 3’-dinitroazobenzene, m. p. 149—150°. 

ded. § = Di-w-chloro-x-y-cumidine  [1-dichloroamino-2 : 3 : 5-trimethylbenz- 
ility Je] is prepared from hypochlorous acid and «--cumidine in 
ls is § ethereal solution, but is too unstable to permit isolation as a solid. 
;, is @ ltis converted by the successive action of a large excess of potassium 
dicle § iodide solution and zinc dust and glacial acetic acid into chloro- 
r as | (minodicumylamine, colourless needles, m. p. 167—168° (which 
the 9 is partly transformed by distillation with steam into 4( ?)-chloro- 
the 92:3: 5-trimethylaniline), colourless needles, m. p. 110°5—111°) 
rold- Gand = 4: 4'( 2)-dichloro-2 : 3:5: 2’: 3’ : 5’-hexamethylazobenzence, 
thus § lustrous, red needles, m. p. 189—190°. Chloroaminodicumylamine, 
tion § dissolved in light petroleum, is transformed by lead peroxide into 
dicle § chlorocumylewmoquinonedi-imide, C,HMe,Cl‘N:C,HMe,:-NH, dark 
rd, oblique prisms, m. p. 113—116°, the constitution of which is 
ypo- § clucidated from its conversion into 4(7?)-chloro-2 : 3 : 5-trimethyl- 

benzene and cumoquinol. . 

the § Di-w-chloro-m-toluidine resembles the compound just described 
ition Jin that it can only be isolated in solution. It is converted by 
ibed § aqueous alcoholic potassium iodide solution and subsequent treat- 
rved § ment with zinc dust into aminoditolylamine, prisms, m. p. 121°; 
idly § §-chloro-3-aminotoluene, colourless crystals, m. p. 83°5—84°; and 
ving §4:4’( ?)-dichloro-3 : 3'-dimethylazobenzene, lustrous, yellow needles, 
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m. p. 162—163°. m-Tolyltoluquinonedi-imide could not be isolated 
in the crystalline condition by the action of lead peroxide in the 
presence of sodium sulphate on an ethereal solution of aminoditolyl. 
amine. 

Detailed directions are given for the conversion of 2 : 6-dichloro. 
p-nitroaniline into 5-nitro-m-dichlorobenzene, for the reduction of 
the latter to 3 : 5-dichloroaniline and the chlorination of the base 
to 2:3:4:5:6-pentachloroaniline, m. p. 232°. The pentachloro. 
compound is transformed by hypochlorous acid in ethereal solution 
into di-w-chloropentachloroaniline, pale yellow, transparent, thin 
prisms, m. p. 111° (decomp.). This substance behaves towards 
neutral or acid potassium iodide solution in the same manner as 
the chloroamines described previously. In boiling toluene solution, 
it is decomposed into decachloroazobenzene, dark red, lustrous plates 
or flesh-coloured needles, m. p. 317—318° after softening at 316°. 

| 


The Action of Sodium Hydrogen Sulphite on the Nitro- 
anilines. Huco Wer and Paut WASSERMANN (Ber., 1922, 55, 
[B], 2533—2542; cf. Weil and Moser, this vol., i, 443).—An exten- 
sion of previous work to the nitroanilines and related compounds. 

p-Nitroacetanilide is converted by a boiling aqueous solution 
of sodium hydrogen sulphite (40%) into sodium p-acetylamino- 
phenylsulphamate, NHAc*C,H,NH:‘SO,Na,H,O; the corresponding 
benzidine salt,  CygHyo0,Nq(SOg)yH,0, «-naphthylamine salt 
(+H,0), and 8-naphihylamine salt (+H,O) are described. p-Acetyl- 
aminophenylsulphamic acid is converted by boiling aqueous sodium 
hydroxide into p-aminophenylsulphamic acid, NH,"C,H,°NH°SO,H, 
colourless crystals, whereas boiling dilute mineral acids transform 
it into acetyl-p-phenylenediamine. Sodium p-aminophenylsulph- 
amate condenses with chloro-2 : 4-dinitrobenzene to give the salt, 
C,,H,0,N,,50,Na, a red, crystalline substance; the corresponding 
barium salt is sparingly soluble in water. p-Aminophenylsulphamic 
acid can be diazotised, and the diazonium compound couples with 
8-naphthol to give an azo-dye which retains the N-sulphonic group. 

p-Nitro-o-acetotoluidide and p-nitro-o-acetanisidide are reduced 
by sodium hydrogen sulphite, but the products are respectively 
too soluble and too unstable to permit their isolation in the 
homogeneous condition. 

p-Nitrobenzanilide, which is most conveniently prepared from 
p-nitroaniline and benzoyl chloride in the presence of pyridine, 
is reduced similarly to, but much more slowly than, the corre- 
sponding acetyl derivative, forming sodium p-benzoylaminophenyl- 
sulphamate, C13H,,ON."SO,Na,2H,O, which is relatively sparingly 
soluble in water. Sodium p-benzoylamino-o-tolylsulphamate 1s 
prepared in a similar manner. Benzylated nitroanilines cannot 
be reduced with sodium hydrogen sulphite. p-Nitroaniline is 
gradually dissolved by a boiling solution of sodium hydrogen 
sulphite, but a sulphamic acid cannot be isolated, although its 
presence can be detected. If, however, the solution is greatly 
concentrated and acidified with dilute hydrochloric acid, it yields 


the 


ORGANIC CHEMISTRY. i. 1007 


the monosodium salt of a sulphamsulphonic acid (annexed formula 
‘ . I or II) (the corresponding 6- 

Fo 80,8 a SO,H naphthylamine salt is de- 
50,4 scribed) which loses a sulphonic 

04H, J 3 group under the influence of 
hydrochloric acid and forms 


NH, NH, p - phenylenediaminesulphonic 

(I.) (IL.) acid. Although it contains a 
jimary amino-group, it does not react with benzoyl chloride 
ow chloro-2 : 4-dinitrobenzene, possibly because of the presence 
d@ the sulphonic group in the ortho-position to the amino- 
goup (formula I). In harmony with these observations, the 
fee amino-group is not affected by nitrous acid; the compound 
an be diazotised and the diazonium compound couples with 
jnaphthol to form a dye, but the amino-group which takes 
part in the change is that which is formed by the loss of a sul- 
phonic group from the compound. p-Nitro-o-toluidine is con- 
verted similarly into sodiwm amino-o-tolyl-p-sulphamsulphonate, 
§0,H-C,H,N,"SO,Na,0°5H,O. o-Nitroaniline, on the other hand, 
is transformed into sodiwm o-aminophenylsulphamate, 

O,H,N,"SO,Na,H,0, 
wlourless, lustrous crystals. The products of the reduction of 
mnitroaniline with sodium hydrogen sulphite are too soluble to 
prmit their isolation, but they can be diazotised in solution and 
subsequently coupled with @-naphthol; the azo-dye thus formed is 
widic in character and retains this property after being boiled 
with mineral acid, although it loses sulphuric acid under these 
wnditions. It appears, therefore, that a sulphosulphamic acid is 
formed initially. 
m-Dinitrobenzene is reduced by sodium hydrogen sulphite to 
amixture of sodium m-nitrophenylsulphamate, 
C,H;0,N,"SO,Na,0°5H,0, 
and sodium m-phenylenedisulphamate, C,H,N,(SO,Na),.,3°5H,0. 
m.. We 

Nitro-derivatives of m-Nitrodimethylaniline. AQuiLa 
Forster and WILLIAM CovuLson (T., 1922, 121, 1988—1997). 


Bases obtained in the Decomposition of the Azides of 
Thiocarbamic Acids. FE. Oxiveri-ManpatA (Gazzetta, 1922, 
82, ii, 98—103; cf. A., 1921, i, 900).—By heating azides of thio- 
carbamic acids with concentrated hydrochloric acid, the author 
has previously (A., 1914, i, 1144) obtained in the free state some 
of the bases described by Freund and Schwarz (A., 1897, i, 125) 
as thiocyanamides, NHR:CS‘N, —> NHR:CSN. As regards both 
their genesis and their constitution, these bases exhibit close 
amalogy to Wicland’s nitrile oxides (A., 1907, i, 527; 1909, i, 216, 
217, 923). This analogy extends also to the anomalous cryoscopic 
behaviour, compounds of both classes exhibiting in solution mole- 
cular weights considerably higher than the calculated values, 
owing probably to polymerisation. The bases in question differ, 
however, from the nitrile oxides, which may also undergo isomeric 
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change to the corresponding esters of isocyanic acid, in that, when 
heated with water or a dilute mineral acid or an organic solvent, 
they readily lose the sulphur atom, giving polymerides of the corre. 
sponding derivatives of cyanamide, 3NHR-CNS—> (NHR:CN),; on 
the other hand, the nitrile oxides lose the oxygen atom by reduction, 
yielding nitriles, RCCNO+H,=H,0O-+R-CN. 

The constitution of these bases is most probably represented by 
the formula NHR-C:N‘°S, and it is proposed to name the compound 
a ‘S, anilinesulphonitrile, rather than phenylthiocyan. 
amide. 

o-Toluidinesulphonitrile, C,H,Me-NH-CiN‘S, obtained by pro. 
longed boiling of the corresponding azide (A., 1921, i, 900) with 
concentrated hydrochloric acid, forms crystals, m. p. 138—140°, 
and shows abnormally high molecular weight in freezing acetic 
acid. The hydrochloride and platinichloride were analysed. 

p-Toluidinesulphonitrile, similarly prepared, was obtained crystal- 
line, and the hydrochloride and platinichloride were prepared. 

Anilinesulphonitrile, C,H,N, (cf. A., 1914, i, 1144) has m. p. 
122—123° and exhibits high molecular weight in acetic acid. The 
hydrobromide and platinichloride were prepared. 

Ethylaminesulphonitrile, NHEt*C?N‘S, was not prepared in the 
free state owing to the readiness with which it decomposes, but 
is obtained as hydrochloride when the azide of carbamic acid is 
boiled with concentrated hydrochloric acid; the platinichloride 
was also prepared. The azide of thiocarbamic acid, NHEt-CS-N,, 
obtained by the interaction of ethylthiocarbimide and azoimide 
in ethereal solution, is identical with the compound prepared by 
Freund and Schwarz (loc. cit.) by the action of nitrous acid on 


ethylthiosemicarbazide and termed triazosulphole, NHEt:-C< 


with mercuric oxide, it yields, not the corresponding azide of 
carbamic acid, but the additive compound, C,H,N,S,HgO, which 
crystallises in needles. a: a 2 


The Condensation of Aromatic o-Aminosulphonic Acids 
with isoCyanic Acid. Joun Ricuarp Scorr and JUvLIvs 
BEREND Conen (T., 1922, 121, 2034—2051). 


Electrolytic Reactions of Naphthalene and its Derivatives. 
III. Electrolytic Oxidation of «-Naphthylamine and ar- 
Tetrahydro-«-naphthylamine. KasnHicut Ono (Mem. Coll. Sct. 
Kyoto, 1922, 5, 345—357; cf. A., 1921, i, 334, 726).—The electro- 
lytic oxidation of «-naphthylamine has been examined in a divided 
cell in which a small sheet lead cathode is immersed in sulphuric 
acid (20%) and the anode liquid is a solution of «-naphthylamine 
in acetone and dilute sulphuric acid. Platinum, graphite, and lead 
peroxide, respectively, are used as anode materials, the last-named 
giving the best results. Under these conditions, «-naphthylamine 
is converted into a mixture of naphthylamine-violet and «-naphtha- 
quinone. Its behaviour thus differs from that of aniline, which, 
at a platinum electrode, is transformed solely into aniline-black, 
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but the apparent stability of the latter may be due entirely to 
its solubility in the anode liquid. The current yield diminishes 
with increasing current density and attains its maximum at 
approximately 1 ampere per 100 sq. cm. Elevation of the electro- 
lytic temperature does not necessarily favour the yield. A suitable 
concentration of sulphuric acid is 10—30%, the best results being 
observed with a 10% solution. Potassium chromate, chrome 
alum, potassium chlorate, and ferric sulphate act effectively as 
oxygen carriers. The possibility of the formation of 4-amino- 
znaphthol as an intermediate product of the oxidation of 
znaphthylamine is discussed, but its production could not be 
established experimentally. 

The electrolytic oxidation of ar-tetrahydro-«-naphthylamine has 
been examined under closely similar conditions; it is converted 
mainly into ar-tetrahydro-«-naphthaquinone. Platinum, lead 
peroxide, and graphite are used as anode material, and of these 
lead peroxide gives the best results. The most suitable conditions 
are a current density of about 1 amp./100 sq. cm., a temperature 
between 18° and 23°, and a concentration of sulphuric acid between 
10% and 30%. Chrome alum, potassium chromate, potassium 
chlorate, and potassium ferrocyanide are efficient oxygen carriers. 


Preparation of Symmetrical Tetra-substituted Carbamides. 
ArtHuR PERCcIVAL TANBERG and HERBERT WINKEL (E. J. pu Pont 
pe Nemours & Co.) (Brit. Pat. 144681; from Chem. Zenitr., 1922, 
i, 1186)—Secondary aromatic amines, dissolved in indifferent 
sivents such as benzene, xylene, solvent naphtha, or carbon 
tetrachloride, are heated at 70° and treated with the necessary 
amount of carbonyl chloride. s-Diphenyldimethylcarbamide is 
thus prepared from methylaniline according to the equation 
4NHMePh+COCI,—CO(NMePh),+2NH,MePhCi. G. W. R. 


The Chlorohydrin and Oxide of Methylenecyclobutane 
and the Transformation of the Former into cycloPentanone. 
N. J. Demsanov and Marte Dosarenko (Ber., 1922, 55, [B], 
2730—2737).—Methylenecyclobutane (cf. this vol., i, 996) is con- 
verted by hypochlorous acid into the corresponding chlorohydrin, 


(H,<Gyq2>C(OH)-CH,Cl or CHy<Gy2>CCLCH,-OH, b. p. 


2 
45°/20 mm., 75°/33 mm., 83°/47 mm., 158°/747 mm., d} 1°1657, 
dq? 11502, d? 1°1448, nj 14657. The corresponding phenyl- 
wethane crystallises in needles, m. p. 112°5—113°. When heated 
under a reflux condenser with water and lead oxide, the chloro- 
hydrin is converted into cyclopentanone, which is identified as the 
oxime and semicarbazone; the same reaction takes place very 
slowly at the atmospheric temperature. Glutaric and succinic 
aids are produced by the action of nitric acid (d 1:2) on the chloro- 
hydrin. Concentrated aqueous potassium hydroxide solution con- 


verts the chlorohydrin into the oxide, CH >e< th, b. p. 
2 
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89—92°/754 mm., the constitution of which is established by its 
isomerisation (by means of zinc chloride) to cyclobutaldehyde. 


The dichloride, CH,<CH2>cc1-CH,Cl, -b. p. 67—69°/36 mm, 
2 CH 2 


d? 1:1928, d!® 1:1772, n8 1-4756, is obtained as by-product during ff’ 


H. W. 


The Solubility of the Chlorophenols. Nevi. Vinceyr 
Srp@wick and SypNEyY LEonsaRD TURNER (T., 1922, 121, 2256~ 
2263). 


Derivatives of isoEugenol. G. RastTELii (Gazzetia, 1922, 
52, ii, 129—130).—Dibromoacetylisoeugenol, 


OAc€_+CHBrCHMeBr, 
OMe 
forms white crystals, m. p. 125°, and darkens rapidly in the light. 
Dibromobenzoylisoeugenol, C,,H,,0,Bry, crystallises in lustrous, 
white scales, m. p. 113°, stable towards light. Dvi-iodoacetyliso. 
eugenol (?) forms dirty white crystals, and di-iodobenzoylisoeugenol, 
C,,H,,03I,, white, silky needles, m. p. 85—86°. a+ 


the preparation of the chlorohydrin. 


The Interchange of Alcohol Radicles in Esters. II. 


AxrrA SHIMOMURA and JuLius BeREND Conen (T., 1922, 121, 


2051—2059). 


Influence of Substitution in the Components on Equilibria 
in Binary Solutions. XXXVI. The Equilibria of Dihydroxy- 
naphthalenes with Amines. Rospert KRemMANN, Franz HeEn- 
MELMAYR, and Hertnrich Riemer (Monatsh., 1922, 43, 164— 
208).—The system | : 4-dihydroxynaphthalene—$-naphthylamine 
gives a compound (1 mol.: 1 mol.), m. p. 143°, which forms a 
eutectic with 1 :4-dihydroxynaphthalene at 125° containing 36%, 
and one with $-naphthylamine at 96° containing 76%, of 8-naphthyl- 
amine. 1: 5-Dihydroxynaphthalene and £-naphthylamine give a 
compound (1 mol.:1 mol.), m. p. 229°5°, which forms a eutectic 
with 1 : 5-dihydroxynaphthalene at 212° containing 35°, and one 
with 6-naphthylamine at 107° containing 95%, of 8-naphthylamine. 
1 : 6-Dihydroxynaphthalene and 8-naphthylamine give a com- 
pound (2 mol.:3 mol.), m. p. 116°5°, which forms a eutectic with 
1 : 6-dihydroxynaphthalene at 92° containing 42%, and one with 
8-naphthylamine at 96° containing 65%, of §-naphthylamine. 
1: 8-Dihydroxynaphthalene and §-naphthylamine give a com- 
pound (1 mol.:1 mol.), m. p. 124°, which. forms a eutectic with 
1 : 8-dihydroxynaphthalene at 75° containing 38%, and one with 
B-naphthylamine at 76° containing 55%, of §-naphthylamine. 
2 : 3-Dihydroxynaphthalene and 8-naphthylamine give a compound 
(1 mol.: 1 mol.), m. p. 168°, which forms a eutectic with 2 : 3-di- 
hydroxynaphthalene at 145° containing 24%, and ‘one with 
8-naphthylamine at 106°5° containing 97%, of 8-naphthylamine. 
2 : 6-Dihydroxynaphthalene and $-naphthylamine give a compound 
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(I mol. : 2 mol.), m. p. 171°5°, which forms a eutectic with 2 : 6-di- 
hydroxynaphthalene at 165° containing 41%, and one with 
snaphthylamine at 109° containing 98%, of (-naphthylamine. 
):7-Dihydroxynaphthalene and $-naphthylamine give a compound 
(| mol.: 1 mol.), m. p. 163°, which forms a eutectic with 2 : 7-di- 
hydroxynaphthalene at 153° containing 36%, and one with 
snaphthylamine at 108° containing 98°5%, of -naphthylamine. 

1: 5-Dihydroxynaphthalene and «-naphthylamine give a eutectic 
at 44° containing 95% of «a-naphthylamine. 2 : 6-Dihydroxy- 
naphthalene and «-naphthylamine give a eutectic at 46° containing 
9g of  «a-naphthylamine. 2:7-Dihydroxynaphthalene and 
snaphthylamine give a eutectic at 35° containing 91% of «-naph- 
thylamine. 1 : 4-Dihydroxynaphthalene and «-naphthylamine give 
a compound (1 mol.:1 mol.), m. p. 143°, which forms a eutectic 
wih 1:4-dihydroxynaphthalene at 129° containing 39%, and 
me with «-naphthyalmine at 44° containing 94%, of «-naphthy]l- 
amine. 1 :6-Dihydroxynaphthalene and «-naphthylamine give a 
ompound (2 mols.:3 mols.), m. p. 84°5°, which forms a eutectic 
with 1: 6-dihydroxynaphthylamine at 76° containing 53%, and 
me with «-naphthylamine at 43° containing 92°5%, of «-naphthyl- 
amine. 1: 8-Dihydroxynaphthalene and «-naphthylamine give a 
compound (1 mol.:1 mol.), m. p. 76°5°, which forms a eutectic 
with 1 : 8-dihydroxynaphthalene at 74° containing 45%, and one 
with «-naphthylamine at 41° containing 84%, of «-naphthylamine. 
2:3-Dihydroxynaphthalene and «-naphthylamine give a compound 
(mols. : 3 mols.), m. p. 103°, which forms a eutectic with 2 : 3-di- 
hydroxynaphthalene at 97° containing 545%, and one with 
«naphthylamine at 35° containing 87°%,, of «-naphthylamine. 

1:6-Dihydroxynaphthalene and p-phenylenediamine give a 
compound (1 mol.:1 mol.), m. p. 170°, which forms a eutectic with 
1:6-dihydroxynaphthalene at 121° containing 15%, and one 
with p-phenylenediamine at 125° containing 95%, of p-phenyl- 
emediamine. 1: 8-Dihydroxynaphthalene and p-phenylenediamine 
form a compound (2 mols.:1 mol.), m. p. 118°, which gives a 
eutectic with 1 : 8-dihydroxynaphthalene at 109° containing 21%, 
and one with p-phenylenediamine at 106° containing 37%, of 
p-phenylenediamine. 2:3-Dihydroxynaphthalene and p-phenyl- 
enediamine form a compound (2 mols.:1 mol.), m. p. 164°, which 
gives a eutectic with 2 : 3-dihydroxynaphthalene at 141° containing 
4%, and one with p-phenylenediamine at 118° containing 70%, of 
p-phenylenediamine. 2:6-Dihydroxynaphthalene and p-phenyl- 
enediamine give a compound (1 mol.:1 mol.), m. p. 212°, which 
gives a eutectic with 2 : 6-dihydroxynaphthalene at 195° containing 
10%, and one with p-phenylenediamine at 140° containing 95%, 
of p-phenylenediamine. 2 : 7-Dihydroxynaphthalene and p-pheny]- 
enediamine give a compound (2 mols.: 1 mol.), m. p. 180°, which 
forms a eutectic with 2 : 7-dihydroxynaphthalene at 171° containing 
105%, and one with p-phenylenediamine at 129° containing 81%, 
of p-phenylenediamine. 

1:4-Dihydroxynaphthalenc and m-phenylenediamine give a 
compound (1 mol.: 1 mol.), m. p. 124°, which forms a eutectic with 

nn 2 
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m-phenylenediamine at 55° containing 92°5% of m-phenylened;. 
amine. 1: 6-Dihydroxynaphthalene and m-phenylenediamine gir. 
a compound (1 mol.:1 mol.), m. p. 125°, which forms a eutectic 
with | : 6-dihydroxynaphthalene at 87° containing 22%, and one 
with m-phenylenediamine at 49° containing 89%, of m-phenylere. 
diamine. 1:8-Dihydroxynaphthalene and m-phenylenediamine 
give a compound (1 mol. : 1 mol.), m. p. 101°, which forms a eutectic 
with 1 : 8-dihydroxynaphthalene at 75° containing 32%, and one 
with m-phenylenediamine at 58° containing 92%, of m-phenylene. 
diamine. 2:3-Dihydroxynaphthalene and m-phenylenediamin 
give a compound (1 mol. : 1 mol.), m. p. 149°, which forms a eutectic 
with 2 : 3-dihydroxynaphthalene at 122° containing 24%, and one 
with m-phenylenediamine at 53° containing 94%, of m-phenylene. 
diamine. 2:6-Dihydroxynaphthalene and m-phenylenediamine 
give a compound (1 mol. : 1 mol.), m. p. 171°, which forms a eutectic 
with 2 : 6-dihydroxynaphthalene at 125° containing 35%, and one 
with m-phenylenediamine at 61° containing 98%, of m-phenylene. 
diamine. 2:7-Dihydroxynaphthalene and m-phenylenediamine 
give a compound (1 mol. : 1 mol.), m. p. 139°, which forms a eutectic 
with 2 : 7-dihydroxynaphthalene at 126° containing 33%, and one 
with m-phenylenediamine at 53° containing 98%, of m-phenylene- 
diamine. 

The system | : 4-dihydroxynaphthalene-o-phenylenediamine has 
a eutectic at 87° containing 83% of o-phenylenediamine. The 
system 2: 3-dihydroxynaphthalene-o-phenylenediamine has a 
eutectic at 96° containing 93% of o-phenylenediamine. The 
formation of a compound in these cases was not proved. 1 : 6-Di- 
hydroxynaphthalene and o-phenylenediamine give a compound 
(1 mol.:1 mol.), m. p. 95°, which forms a eutectic with 1 : 6-di- 
hydroxynaphthalene at 76° containing 32°, and one with o-pheny!- 
enediamine at 62° containing 61%, of o-phenylenediamine. 1 :8- 
Dihydroxynaphthalene and o-phenylenediamine give a compound 
(1 mol.: 1 mol.), m. p. 151°, which forms a eutectic with 1 : 8-di- 
hydroxynaphthalene at 117° containing 7%, and one with o-phenyl- 
enediamine at 93° containing 85%, of o-phenylenediamine. 2: 6- 
Dihydroxynaphthalene and o-phenylenediamine give a compound 
(2 mols. : 3 mols.), m. p. 150°, which forms a eutectic with 2 : 6-di- 
hydroxynaphthalene at 124° containing 30%, and one with 
o-phenylenediamine at 99° containing 92%, of o-phenylenediamine. 
2: 7-Dihydroxynaphthalene and o-phenylenediamine give a com- 
pound (2 mols. : 3 mols.), m. p. 140°, which forms a eutectic with 
2: 7-dihydroxynaphthalene at 101° containing 38%, and one with 
o-phenylenediamine at 96° containing 91%, of o-phenylenediamine. 

1 : 4-Dihydroxynaphthalene and benzamide give a eutectic at 
91° containing 61°5% of benzamide. 1 : 5-Dihydroxynaphthalene 
and benzamide form a eutectic at 106° containing 72°% of benzamide. 
1: 1-Dihydroxynaphthalene and benzamide form a eutectic at 
90° containing 45% of benzamide. 1 : 8-Dihydroxynaphthalene 
and benzamide form a eutectic at 46° containing 46% of benzamide. 
2 : 6-Dihydroxynaphthalene and benzamide form a eutectic at 87° 
containing 48% of benzamide. 2: 7-Dihydroxynaphthalene and 
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benzamide form a eutectic at 78° containing 52% of benzamide. 

9 9:3-Dihydroxynaphthalene and benzamide give a compound 
ive (J mol. : 3 mols.), m. p. 113°, which gives a eutectic with 2 : 3-di- 
hydroxynaphthalene at 80° containing 48%, and one with benzamide 
at 106° containing 75%, of benzamide. C. K. I. 


Synthesis of 1:12-Dihydroxyperylene and _ Perylene. 
Avois ZINCKE and Rupert Denae (Monatsh., 1922, 43, 125—128). 


id one’ —Most of the work detailed in this paper has been described pre- 
ylene. viously (this vol., i, 132). 1:12-Dibenzoyloxyperylene forms 
amine—™ brownish-yellow, amorphous flocks, and decomposes at about 
‘tectic MH 224°. , aoe 

d one 

ylen.{# The Valency Problem of Sulphur. VII. o-Nitrophenyl- 
amine dithiochloride. Hans Lrecner and Kurr Smion (Ber., 1922, 
tectic™ 55, [B], 2423—2432).—In a recent communication, the analogy 
d one between dithiochlorides, Ar-S,°Cl, and diazonium chlorides, 
rlene-f Ar-N,*Cl, has been indicated (A., 1920, i, 860). Further examin- 
‘mine ation of o-nitrophenyl dithiochloride shows that the similarity is 
tectic | purely formal and that the dithiochloride does not exhibit the 


typical properties of diazonium compounds. o0-Nitrophenyldithio- 
chloride is not a salt, since its solutions in ethylene chloride are 
non-conductors of electricity; it belongs to the relatively small 


> has ff class of sulphides in which bivalent sulphur functions as a positive 
The § element and in which its linkings are not heteropolar and ionisable. 
S a The preparation of o-nitrophenyl mercaptan, m. p. 57—58°, 
The i from oo’-dinitrodiphenyl disulphide and dextrose, is described in 


detail. 
o-Nitrophenyl dithiochloride, NO,°C,H,S:SCl, is stable at the 
atmospheric temperature ; when heated by itself, it suffers incipient 


nyl-§ decomposition at about 100°, evolves sulphur chloride at about 
:8 9 150°, and explodes above 200°. It appears to be hydrolysed by 
und @ water in accordance with the equation 2NO,°C,H,°S,Cl+H,O —> 
-di- ff (NO,°C,H,°S,),0+2HCl, but attempts to isolate the oxide in a 
nyl-§ homogeneous condition were not successful. Aqueous potassium 
':6-—f hydroxide decomposes it according to the scheme NO,°C,H,°S,Ci+- 
und § 2KOH —> NO,°C,H,SK-+(HO-S-OH)+KCl. It reacts with di- 
-di- ff methylaniline dissolved in anhydrous ether to form 4-dimethyl- 


aminophenyl 2'-nitrophenyl disulphide, NMe,°C,H,°S.°CgHyNOz, 
orange-coloured plates, m. p. 115-5—117° (corr.). 

2: 2’-Dinitrodiphenyl trisulphide, yellow needles, m. p. 174-5— 
176° (corr.) when rapidly heated and placed in a pre-heated bath, 
is prepared by mixing ethereal solutions of o-nitrophenyl dithio- 
chloride and o-nitrophenyl mercaptan. It could not be obtained 


satisfactorily from the mercaptan and sulphur dichloride or from 
ene o-nitrophenyl thiochloride and hydrogen sulphide. It is hydrolysed 
def by concentrated aqueous potassium hydroxide at 70—80° in accord- 


ance with the equation (NO,°C,H,),S.+2KOH=2NO0,°C,H,SK-+ 
(HO-S-OH). o-Nitrophenyl dithiochloride reacts with piperidine, 
but the expected mixed disulphide, NO,*C,H,°S,°C;Hj9, could not 
be isolated in a well-defined condition, H. W. 
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Vinyleyclopropane, certain Derivatives of Methyleycio. 
propylearbinol and the Isomerisation of the cycloPropan 
Ring. N.J. Demsanov and Marie DosaREnxKo (Ber., 1922, 55, 


[B], 2718—2727).—Acetylcycloprupaneoxime, Te >CH-CMeN-OE, 


2 
is reduced to the corresponding amine, which is transformed by 
methyl iodide into trimethyl-2-cyclopropylethylammonium iodide, 
The hydroxide corresponding with the latter compound decomposes 


when distilled mainly into vinyleyclopropane, Te CH-CH:OH, 


a colourless, mobile liquid, b. p. 40—40-2°/755 mm., d° 0-74), 
di? 0-731, di¥ 0-726, di 0-723, ni 1-4205, ni 1-4172. a-cycloPropyl. 


ethyldimethylamine, {> CH:CHMe-NMey, is produced in very 


small amount during the action and is characterised in the form 
of its picrate, yellow needles, m. p. 187—188°, and aurichloride, 
thin, yellow, rectangular leaflets. Vinylcyclopropane reacts 
vigorously with bromine to give the corresponding dibromide, b. p. 
86—88°/21—22 mm., d} 1-842, di® 1-825, di® 1-818, ni 1-54447, 
which reacts only very slowly with bromine. The hydrocarbon 
is oxidised by potassium permanganate at 0—5° to formic 
acid, cyclopropanecarboxylic acid and cyclopropylethylene glycol, 


Th >CH-CH(OH)-CH,-OH, b. p. 213—215°/750 mm., a? 1-0823, 


2 
d? 1-0677, n3 1-4637. 

Methyleyclopropylearbinol is transformed by iodine and red 
phosphorus into the iodide, C;H,I, a colourless liquid which 
becomes brown when preserved, b. p. 57-5—58-5°/19—20 mm., 
69—70°/36 mm., d} 1-597, di 1-575, d? 1-5675, nif 1-5244, nf 1-5221; 
a specimen prepared by the action of hydrogen iodide on the 
carbinol at 0° had b. p. 68°/35 mm., d? 1-6083, d}° 1-587, d?? 1-579, 
R 37-34. The iodide is converted by alcoholic potassium hydr- 
oxide solution into piperylene, CHMe:CH:CH:CH,, b. p. 41:8— 
42-2°/748 mm., d} 0-697, d!° 0-688, di 0-6827, ni? 1-4366, ni} 1-43398, 
which is transformed by bromine into «®y5-tetrabromo-n-pentane, 
long prisms, m. p. 116°. It appears, therefore, that the iodide, 
C;H,I, must have the constitution CH,:CH-CH,;CHI-CH, or 
CH,*CH:CH-CHI-CH, (probably the former), and that the cyclo- 
propyl ring must have suffered fission during the action. 

The action of dehydrating agents (acetic anhydride, oxalic acid, 
and phosphoric oxide) on the carbinol has been examined in the 
hope of obtaining vinylcyclopropane in this manner. A definite 
result is obtained only with acetic anhydride which gives the 
corresponding acetate, b. p. 138—139°/747 mm., d} 0-949, di’ 0-939, 
dy’ 0-931, ni 1-4200, nif 1-4182. H. W. 


Ketens. XL. Ketenacetals. H. Sraupineer and G. Rat#- 
sam (Helv. Chim. Acta, 1922, 5, 645—655).—The preparation and 
examination of phenylketenacetal have shown that this is much 
more stable than the corresponding keten. Attempts were first 
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made to obtain the acetals of ordinary keten and of methylketen 
by heating the ortho-esters of acetic and propionic acids with 
phosphoric oxide, according to the scheme CH,°C(OEt), —> 
(H,-C(OEt),+ EtOH, but without success. On the other hand, 
the ortho-ester of phenylacetic acid gave a good yield of phenyl- 
ketenacetal when it was distilled several times at 12—15 mm. 
pressure. Phenylketenacelal, CHPh:C(OEt),, boils at 136°/12 mm. 
(ompared with phenylketen, it is quite stable, and only polymerises 
very slowly at 130°. It is not oxidised by air at the ordinary 
temperature, but is very sensitive to water, giving ethyl phenyl- 
acetate; with bromine it gives ethyl phenylbromoacetate. It 


opyl-# combines with 2 mols. of diphenylketen to form a compound, 
very f Pobably a cyclohexane derivative, CyoH;,0,, white crystals, m. p. 
"Yi 138°. By hydrolysis, this gives an acid, which was not further 


investigated. 


ride, By the action of dry sodium methoxide on as-diphenyldichloro- 
acts cthylene, diphenylketenacetal was not obtained, but a complex 
>. p. g reaction ensued with production of diphenylmethane, tolane, and 
447 @ methyl alcohol. Attempts to prepare the ortho-ester of diphenyl- 


acetic acid by the action of alcohol on ethyl diphenylimidoacetate 
were unsuccessful. Hthyl diphenylimidoacetate, CHPh,*C(NH)-OEt, 
was prepared by passing hydrogen chloride at —80° into a mixture of 
light petroleum, diphenylacetonitrile and the calculated quantity 
of alcohol in an autoclave and allowing the mixture to remain at 
the ordinary temperature for a long time. Its hydrochloride has 
m. p. 128—130°, decomposing into diphenylacetamide and ethyl 
chloride. 

By the action of diphenylketen on orthoformic ester at 60°, 
the acetal of ethyl diphenylformylacetate, CO,Et*CPh,-CH(OEt),, 
is formed, m. p. 58°, a remarkably stable substance. It is not 
decomposed by alcoholic potassium hydroxide, but with warm 
concentrated hydrochloric acid it breaks up, giving diphenylacetic 
acid, ethyl chloride, and formic acid. — @ % 


Ketens. XLI. Methylenecarbonic Acid Derivatives 
[Ketenacetals, etc.]|. H.SraupincEerand P. Mrymr (Helv. Chim. 
Acta, 1922, 5, 656—678).—From the analogies in the constitutions 
O:;C(OEt), and CR,:C(OEt),, the ketenacetals (previous abstract) 
may be regarded as the normal esters of methylene-carbonic acid. 
Their derivatives, such as CR,:C(ONa)-OEt, are enolic forms of 
derivatives of acid esters. These are already known in the form 
of derivatives of ethyl malonate. In the present paper are de- 
scribed attempts to obtain derivatives of the types CR,:C(OM’)-OEt 
and CR,:C(OM’),, where M’ is an alkali metal, most of the experi- 
ments being made with ethyl diphenylacetate. Potassoxyethoxy- 
diphenylketen, CPh,:C(OK)-OEt, was obtained best by treating 
ethyl diphenylacetate with potassamide in liquid ammonia. An 
additive product was first obtained which by heating in a vacuum 
at 100—120° lost ammonia. It was also prepared by treating the 
ester with potassium suspended in toluene, but was not isolated 
by this method. The salt is spontaneously oxidised by oxygen, 
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without, however, forming a stable peroxide. The oxidised gal 
is decomposed by water, giving benzophenone and benzilic acid, 
When alkylated with methyl iodide, the ester salt gives ethyj 
ax-diphenylpropionate. Diphenylketen reacts with it to form 
tetraphenylacetone and tetraphenylallene, the production of which 
is difficult to explain. 

The carboxylic acids show little tendency to form enol derivatives, 
Thus it was found impossible by heating sodium diphenylacetate 
or sodium isobutyrate with sodium methoxide to obtain the normal 
sodium salt derivative of diphenylketendiol. Sodium diphenyl. 
acetate showed some tendency to enolise under these conditions 
to form a yellow salt, but the best result was obtained by heating 
potassium diphenylacetate with potassamide in liquid ammonia, 
when dipotassoxydiphenylketen, CPh,:C(OK),, was obtained as 
a yellow precipitate. The yellow salt could not be crystallised, 
It was also obtained by the action of potassium on potassium 
diphenylacetate in liquid ammonia, and a similar salt was obtained 
‘2 >CH-CO,H, but not from salts 
of acetic, isobutyric, succinic, or malonic acid. It is noteworthy 
that whilst ethyl malonate enolises more readily than ethyl] diphenyl. 
acetate, in the case of the potassium salts the tendency to 
enolise is reversed. Dipotassoxydiphenylketen undergoes autoxid- 
ation in oxygen, forming an explosive peroxide. The peroxide, 
a colourless solid, is formed by absorption of two atoms of oxygen 
and appears to have a high molecular weight. When gently 
heated, it decomposes more or less explosively into benzophenone 
and potassium carbonate. When the potassium compound, sus. 
pended in toluene, is oxidised carefully with air, a monoxide is 
OPhy 
C(OK), 
treated with acids or alkalis forms benzilic acid. Alkylation of 
dipotassoxydiphenylketen with methyl iodide gives potassium 
a«-diphenylpropionate, whilst the more active methyl sulphate 
gives the corresponding methyl ester. These products of alky!- 
ation afford proof that when enolic compounds are alkylated the 
alkyl group becomes primarily attached to the carbon atom. If 
combination first occurred at the oxygen atom, a potassium enol 
derivative of the ester would be formed and a C-alkylated deriv- 
ative would not be obtained. 

The greater reactivity of the salts of ketendiol, which are 
coloured and autoxidisable, compared with the esters which are 
not, is paralleled by the greater reactivity of the salts of the poly- 
hydroxy-benzenes such as pyrocatechol and pyrogallol as compared 
with their ethers. E. H. R. 


Alkali Salts of Benzil and the Benzilic Acid Transform- 
ation. H. Sraupincer and A. Binxert (Helv. Chim. Acta, 1922, 
5, 703—710).—In a previous paper (preceding abstract) the difference 
between the reactivity, for instance the autoxidisability, of the 
polyhydroxybenzenes in the form of their alkyl derivatives and 


from diphenyleneacetic acid, 


formed, probably having the structure O< » which when 
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1 salt of their sodium salts, was compared with the difference between 
acid, # the salts and esters derived from ketenacetals. The investigation 
ethyl # js now extended to the salts of stilbenediol, OH:CPh:CPh-OH, 
form § which is isomeric with diphenylketendiol, Ph,C:C(OH),. The 


potassium salts of stilbenediol are formed to some extent when 
henzoin is treated with potassamide in liquid ammonia, or by the 


tives, # reduction of benzil by potassium in liquid ammonia, but they are 
etate H best obtained by reducing benzil with potassium in boiling benzene. 
mal # The dipotassium salt is red and the monopotassium salt violet. 
enyl- § The red salt is decomposed by water, giving benzoin; with acetic 


amhydride, it gives ®-stilbene diacetate, probably with a little of 
the «-form, and with benzoyl chloride the corresponding dibenzoate 
in two probably stereoisomeric forms, m. p. 159° and 185—187°. 
The dimethyl ether, probably the «-form, has m. p. 127°. The 
monopotassium salt is to be regarded as a compound of the quin- 
hydrone type, formed between one mol. of benzil and one of 
dipotassium salt, as in the annexed formula. Its deep — 

‘ *c.p}, Supports this opinion, and also the fact that 
Ph GOK te 0:¢ in with acetic anhydride and benzoyl chloride 
PhCOK . . . OLC-Ph jz gives a mixture of benzil and of stilbenediol 
derivative. The dipotassium salt is autoxidisable, like the corre- 
sponding salt of diphenylketendiols; in the cold, potassium 
benzoate is formed, but in the warm a mixture of benzoic acid 
and benzilic acid. The former probably results from a peroxide, 
0Ph-OK OPh-OK 
0CPh-OK’ CPh:OK 
explanation of the benzilic acid transformation is as follows. The 
action of alkali on benzil leads first to an additive product, a 
pinacone, OK*CPh(OH)-CPh(OH)-OK. This may lose water to 


the latter from a monoxide, O< A suggested 


hen @ ‘orm the above oxide, which then undergoes transformation, or 
the pinacone may change over directly, the transformation being 

of # aspecial case of the pinacone—pinacoline change. K. H. R. 

um 

ate tsoCampholic Acid. H. Rupr and P. Brietitmann (Helv. 

I: Chim. Acta, 1922, 5, 767—777)—Experiments were made to 


the @ investigate more fully the isocampholic acid first prepared by 
It @ Suerbet (A., 1895, i, 61) and if possible to determine its constitution. 
nol @ Lhe material was obtained from the campholic acid prepared by 


heating camphor with potassium hydroxide at 280° in an iron 
autoclave, and was finally purified by converting it into the acid 
chloride and thence into the amide. The chloride, C,)H,,OCl, is 
a mobile liquid, b. p. 103°/11 mm.; the amide forms lustrous, 
white scales, m. p. 112°. The isocampholic acid prepared by 
hydrolysing the amide forms a pale yellow, mobile oil, b. p. 141°/9 
mm., d;? 0-9789, [«]§ +30-36°, [x], +26-26° in benzene, n=1-46061. 
Ethyl isocampholate is a liquid with a peppermint-like odour, 


n- # b. p. 103°/12 mm., d? 0-9426, [a]? +26-64°, n=1-44572. The 
2, ff anilide crystallises in fine, white needles or prisms, m. p. 119-5°, 
ce # and the p-ioluidide in needles, m. p. 133—134°. 1soCampholic 
he § acid is formed slowly when campholic acid is heated with potassium 


hydroxide at 280°. By nitric acid it is oxidised to camphoric 
nn 
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acid. By bromination with bromine and phosphorus, isocampholic 
acid was converted into a bromoisocampholic bromide, a white 
solid which reacted with alcohol, giving ethyl bromoisocampholate, 
a white, mobile oil with an intense peppermint-like odour, b. p, 
125-5°/8 mm. When boiled with methyl alcoholic potassiun 
hydroxide, the bromoisocampholic ester was converted into an 
unsaturated acid, an odourless oil, b. p. 146—147°/8 mm., d? 1-0374, 
[a]p +15:88°. It forms a silver salt, fine, white needles, C19H,,0,Ag. 
The constitution of this acid was not elucidated. It is shown that 
tsocampholic acid cannot be identical with dihydrocampholenic 
acid, as supposed by Mahle and Tiemann (A., 1900, i, 507) or with 
the dihydrocampholenic acid described by van Kregten (A., 1916, 
i, 480). It is suggested that it may have the constitution 

Fe on >CH-COGH, being formed by intramolecular change 
from campholic acid. E. H. R. 


p-Dithiobenzoic Acid. Samuern Smites and Dove.as CrReEsz 
Harrison (T., 1922, 121, 2022—2026). 


The Constitution of Vacciniin. Hrtnz OnE (Biochem. Z,, 
1922, 131, 611—613).—Monoacetoneglucose was benzoylated in 
pyridine solution by benzoyl chloride in chloroform and gave 
¢-benzoylmonoacetoneglucose identical with the acetone con- 
densation product of vacciniin (A., 1918, i, 226). Monoacetone- 
glucose is converted by shaking with anhydrous copper sulphate 
in dry acetone into diacetoneglucose. This reaction fails with 
¢-benzoylmonoacetoneglucose and thus determines the ¢-position 
for the benzoyl group in vacciniin. H. K. 


The Chlorination and Bromination of the Toluic Acids and 
the Preparation of the Phthalaldehydic Acids. Wii" 
Daviss and Wirt1am Henry Perky, jun. (T., 1922, 121, 2202— 
2215). 


Photo-reactions of the trans- and cis-Cinnamic Acids. 
Hans Stopper and Franz Kari STEINBERGER (Ber., 1922, 55, 
[B], 2225—2245; cf. de Jong, this vol., i, 339).—The authors’ 
views on the polymerisation of the cinnamic acids under the 
influence of light coincide with those of de Jong in that «-truxillic 
acid is considered to be formed solely by the polymerisation of two 
molecules of trans-cinnamic acid, but differ with regard to the 
origin of 8-truxinic acid. From the results of his experiments 
on the polymerisation of mixtures of trans- and cis-cinnamic acids, 
de Jong has drawn the conclusion that a molecule of §-truxinic 
acid is formed from a molecule of cis- and a molecule of trans- 
cinnamic acid. The author does not consider that the experi- 
mental evidence is conclusive, and is of the opinion that the whole 
process is represented accurately by the scheme £-truxinic acid 
<— cis-cinnamic acid (solid) = = trans-cinnamic acid (solid) —> 
«-truxillic acid, according to which 8-truxinic acid is derived solely 
from cis-cinnamic acid. Experimental evidence in favour of this 
view is now recorded. 
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Exposure of molten allo-cinnamic acid to the light of a quartz- 
mercury vapour lamp causes extensive isomerisation to trans- 
cimamic acid, but does not result in the formation of truxillic or 
truxinic acids, its behaviour under these conditions resembling 
that which is observed in benzene solution (Stoermer, A., 1910, 
i, 114). The action is caused mainly by the rays of wave length, 
270—320 pu, although those of shorter and greater length are 
active to a less extent. 

The behaviour of pure allo- and trans-cinnamic acids and of 
mixtures of them when exposed to the light of the Uviol lamp 
and to sunlight, respectively, has been examined in detail. The 
isomerisation of the cis- to the trans-acid takes place in much the 
same manner with either source of light, but sunlight is far more 
eflective than artificial light in causing polymerisation. This is 
due to the dissimilarity of the lights. The Uviol rays of long 
wave-length induce polymerisation, whereas those of short wave- 
length retard polymerisation and actually have a depolymerising 
effect on the truxinic and truxillic acids. The exposure of cis- 
cimmamic acid to sunlight leads invariably and generally pre- 
ponderatingly to the production of §-truxinic acid; prolonged 
exposure causes isomerisation to the trans-acid and subsequent 
polymerisation to «-truxillic acid. trans-Cinnamic acid, on the 
other hand, is polymerised almost exclusively to «-truxillic acid. 
After protracted illumination, the formation of relatively small 
amounts of 8-truxinic acid, in addition to much resinous matter, 
is observed, but the presence of cis-cinnamic acid could not be 
established. The addition of trans- to cis-cinnamic acid does not 
result in the increased production of 8-truxinic acid. (The structure 
assigned to $-truxinic acid by de Jong (loc. cit.) is thus invalidated, 
but it is not yet possible to decide between the alternatives proposed 
by Stoermer and Scholtz [A., 1921, i, 180].) 

trans-Cinnamic acid is polymerised to «-truxillic acid and 
autoxidised to benzaldehyde if its aqueous solution is exposed to 
light, particularly in the presence of a little hydrochloric acid. 
Under similar conditions, cis-cinnamic acid (m. p. 68°) gives 
§-truxinic acid and benzaldehyde; the yield of acid diminishes 
after protracted illumination particularly in the presence of hydro- 
chloric acid, owing to pronounced autoxidation. Experiments 
with a mixture of the cis- and trans-acids show that the production 
of §-truxinic acid is independent of the presence of admixed trans- 
acid. It is remarkable that the trans-cinnamic acid formed by 
isomerisation is less readily polymerised than the acid introduced 
in powder form; the phenomenon is explained by a progressive 
change in the absorptive capacity of the illuminated crystals. 

The conversion of prismatic, metastable §-frans-cinnamic acid 
by light into 8-truxinic acid has been recorded by de Jong (loc. cit.). 
It is now shown that the latter acid is produced in relatively better 
yield when the 8-cinnamic acid is exposed to light shortly after 
its recrystallisation than after the lapse of such an interval that 
its partial conversion into «-cinnamic acid has commenced and 
that B-cinnamic acid freshly precipitated from solutions of its 

nn* 2 
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sodium salt gives exclusively 8-truxinic acid, which is free from 
«-truxillic acid. A possible explanation of these observations jg 
found in the suggestion that the highly reactive 6-cinnamic acid 
is more readily isomerised than «-cinnamic acid to allocinnamic 
acid which is subsequently polymerised normally to §-truxinic 
acid. The authors do not consider that the difference in the 
behaviour towards light of «- and §-cinnamic acids necessarily 
proves their chemical isomerism; since the observations have been 
uniformly made with crystalline material and the power of absorbing 
light varies in anisotropic material according to the direction of 
the axis, it is possible that the two acids are to be regarded as two 
forms of a dimorphous cinnamic acid. 

The influence of temperature on the photochemical polymerisation 
of allocinnamic acid has been examined by de Jong (loc. cit.), who, 
however, does not appear to have taken into consideration the 
importance of the melting of the acid at temperatures above 60°. 

A convenient method for the preparation of allocinnamic acid 
by the partial hydrogenation of sodium phenylpropiolate in the 
presence of palladised barium sulphate is described in detail. A 
modified process for the estimation of cis- and trans-cinnamic acids, 
a-truxinic and £-truxillic acids in mixtures containing the four 
substances is given (cf. de Jong, A., 1913, i, 384; Stoermer, A., 
1919, i, 444). H. W. 


Preparation of d-Pimaric Acid of m. p. 212°. Epmunp 
Kwnecat and Eva Hispert (J. Soc. Dyers and Col., 1922, 38, 221— 
222).—l-Pimaric acid, of m. p. 161° and a) —80°, when exposed 
to the air for prolonged periods, or when subjected to alkaline 
oxidation, is partly converted into the d-pimaric acid, Cy H4,0,, 
m. p. 212° and a, +62-5°, described by Laurent, Vesterberg, and 
others. The reaction is conveniently carried out by keeping over- 
night a mixture of a dilute solution of the sodium salt of /-pimaric 
acid (25 grams) and 400 c.c. of sodium hypochlorite solution (75 
grams available chlorine per litre). The crystalline precipitate 
which forms is dissolved in boiling water and decomposed with 
sulphuric acid. By recrystallising the liberated acid from alcohol, 
it is obtained in a pure condition in a yield of about 10%. d-Pimaric 
acid, m. p. 161°, a) +80°, behaves in a similar way to a bey 


Keto-enolic Equilibria and Claisen's Rule. W. DrmcKMANN 
(Ber., 1922, 55, [B], 2470—2491).—As the result of an extended 
study of a large variety of desmotropic substances, the author 
draws the conclusion that Claisen’s rule has only a very limited 
applicability and that the tendency towards enolisation of a sub- 
stance and its acidity are influenced in a complex manner by other 
constitutive influences which are not yet distinctly defined. Meyer's 
bromine titration method has been found to be very generally 
applicable and the relationship K=HL (in which E£ is the constant 
of enolisation, K the equilibrium constant, and LZ the enolising 
action of the solvent) has been confirmed in the great majority 
of cases (cf. K. H. Meyer, A., 1912, i, 940). 
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It has been considered previously by Meyer that the enolising 
power of the carbomethoxy- is inferior to that of the carbethoxy- 


ms is # group, although there is no difference in their acidity. The 
- acid # enolic constants of methyl and ethyl acetoacetates are now found 
1amic fH to be identical as are those of the corresponding benzoylacetates. 
ixinic § The differences in enol content of the equilibrium esters is explicable 


1 the § if they are regarded as solutions of the enolic ester in the ketonic 
sarily # ester, and it is remembered that the ketonic ethyl ester has a higher 
been # enolising power than the corresponding methyl compound. This 
rbing | hypothesis is supported by the observation that ethyl acetate has 
m of # a higher desmotropic constant than methyl acetate and that these 


constants are related to one another in the same ratio as the equi- 
librium constants of ethyl and methyl acetoacetates. 
According to Meyer’s observations (A., 1914, ii, 351), the be- 


who, § haviour of unsubstituted diacylmethanes is in accordance with 
the § (Claisen’s rule. This is not the case with the monoalkyldiacyl- 
60°. methanes, R-CO-CHMe-COR’. In equilibrium in alcoholic solution, 
acid # methylacetylacetone contains about 34% of enol, methylbenzoy]l- 


acetone 7%, and methyldibenzoylacetone only about 0-3% of | 
enol. The enolic constant diminishes from methylacetylacetone 


cids, # (E=ca. 3-9) to methylbenzoylacetone (H=0-06) and further to 
four § methyldibenzoylmethane (H=ca. 0-02). A similar deviation from 
_A,, jf Claisen’s rule is observed among triacylmethanes, the enolic con- 
. stant of tribenzoylmethane (H=ca. 10) being very appreciably 
xp lower than that of dibenzoylacetylmethane (H=ca. 78). 

the Cyclic $-ketonic carboxylic esters do not conform to Claisen’s 
sed fy tle. Such esters of the penta- and hexa-methylene series are 
line @ ‘stinguished from their aliphatic analogues, the monoalkyl- 
0 acetoacetic esters, by greater acidity, as demonstrated by their 
‘nd @ solubility in alkali, and power of forming copper salts when treated 
er. | With copper acetate. The acidity is considerably more pronounced 
ic | 2 the cyclopentane than in the cyclohexane series. It is now 
(75 shown that the more strongly acidic ethyl cyclopentane-2-one-1- 
ate @ catboxylate contains only 4:5% of enol in its equilibrium mixture, 
ith § and that this value only slightly exceeds that of its aliphatic 


analogue, ethyl ethylacetoacetate (3%), whereas ethyl cyclohexane- 
2-one-1-carboxylate contains 76% of enol. This remarkable 
difference persists in its equilibrium mixtures in solution. The 
enolic constant of ethyl cyclopentane-2-one-l-carboxylate (H=ca. 
0:5) is only slightly greater than that of ethyl ethylacetoacetate 
(Z=0-23) and very much less than that of ethyl cyclohexane-2-one- 
l-carboxylate (H=ca. 12). The tendency towards enolisation 
appears to be conditioned in these cases by constitutive influences 
other than acidity, and is presumably connected with the condition 
of strain in the cyclopentane and cyclohexane rings. To gain 
further insight into these relationships, other ring systems have 
been studied. Ethyl cycloheptane-2-one-l-carboxylate has H=ca. 
1-2 and similar acidity to the cyclohexanone ester, whereas ethyl 
camphorcarboxylate, which contains a five- and a six-membered 
ting, has a remarkably lower enolic constant}(Z—0-04);and ,very 
slight acidity. 
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In contrast to the tendency towards enolisation of ethyl 8-cyclo. & henz 
hexanonecarboxylate, it is remarkable that ethyl cyclopentane-2 : 3. & js o! 
dione-1 : 4-dicarboxylate and its 5-phenyl derivative are stable in § , m 
the dienolic form in the solid state and in solution; this is also & and 
true for ethyl cyclopentane-2 : 3-dione-1-carboxylate and its 5-pheny| § shy! 
compound. The marked increase in tendency towards enolisation § js s 
is explained in accordance with Claisen’s rule by the great increase § addi 
in acidity due to the presence of the keto-group in the «-position, § are 

The great dependence of tendency towards enolisation and 
acidity on cyclic structure and constitutive influences is illustrated T 
by the behaviour of benzo-derivatives of cyclopentanonecarboxylic § Ma“ 

267: 


esters. Ethyl «-hydrindone-$-carboxylate, CoH,< GP >CH-CO,Et, 
2 


has the enolic constant Z=ca. 2-4, and is a relatively weak acid 
which cannot be titrated with alkali in aqueous-alcoholic solution, 


whereas ethyl 8-hydrindone-«-carboxylate, CoH. <Grr CO2#)>00, 
2 


has a high enolic constant and such marked acidity that it can be 
titrated with alkali in aqueous-alcoholic solution as a monobasic 
acid. The acyclic analogues of the esters exhibit greatly diminished 
acidity and considerably smaller constants of enolisation. Ethyl 
benzylbenzoylacetate has H=ca. 0-3, whereas ethyl «y-diphenyl- 
acetoacetate has H=3-6. 

Meyer indirect and direct bromine titration methods are 
smoothly applicable to unsubstituted 1 : 3-dicarbonyl compounds, 
R:CO:CH,°CO-R’. The monoalkyl derivatives of these compounds 


cannot in many cases be so treated. The indirect method is unsuit- § in' 
able, since the bromo-derivatives do not react smoothly and ph 
quantitatively with hydriodic acid; the direct method is difficult, § ye 
owing to the uncertainty in recognition of the end-point, par- fo 
ticularly in dilute solution and in the presence of small amounts § ™ 
of material. Under these conditions, it is frequently advisable § 
to modify the process by adding a known excess of bromine followed pe 
by potassium iodide and immediately titrating the liberated iodine. 0} 

The following substances have been prepared incidentally. au 
Methyldibenzoylmethane, COPh:CHMe-COPh, from _ dibenzoyl- b 
methane, sodium ethoxide, and methyl iodide in absolute ethyl , 
alcoholic solution, m. p. about 85° (cf. Beyme, Diss., Leipzig, 1900), t 
and the corresponding enolic form, colourless leaflets, m. p. 110°; ( 
ethyl cyclopentane-2 : 3-dione-1-carboxylatediphenylhydrazone, yellow k 


crystals, m. p. 138°; ethyl 5-phenyleyclopentane-2 : 3-dione-1-carb- 
oxylatediphenylhydrazone, yellow crystals, m. p. 181°; ethyl methyl- 
quinoxalinocyclopentane-2 : 3-dione-1-carboxylate (from the parent 
ester and o-tolylenediamine), yellow crystals, m. p. 123°; ethyl 


2-hydrindone-3-carboxylate (enolic form), CoH, < oly 22S C-08, 
2 
colourless crystals, m. p. 68—69°. H. W. 
Ethyl Esters of p-$-Hydroxyethylaminobenzoic Acid and 


of p-Bis-8-hydroxyethylaminobenzoic Acid. J. Atrwerce and 
J. Lanprivon (U.S. Pat. 1418900).—Hthyl p-6-hydroxyethylamino- 
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benzoate, colourless crystals, m. p. 63—64°, b. p. 213—214°/4 mm., 
js obtained by distillation under reduced pressure after heating 


3-cyclo. 
e-2 : 3. 


ble in  g mixture of equimolecular proportions of ethyl p-aminobenzoate 
1S also # and ethylene oxide at 50° for several hours. LHthyl p-bis-6-hydroxy- 
heny] ahylaminobenzoate, white lamelle, m. p. 94°, b. p. 246°/3—4 mm., 
Sation § js similarly obtained from 2 mols. of ethylene oxide with the 
crease addition of small quantities of water and alcohol. The compounds 
sition. are adapted for use as local anesthetics. CHEMICAL ABSTRACTS. 


| and 
Tated 
XYlic 
DoEt, 

acid 
‘tion, 


The Reduction of Substituted Salicylic Acids. Hvuao Wet, 
Max TRAUN, and SigisMonD Marce. (Ber., 1922, 55, [B], 2664— 
9674; cf. A., 1908, i, 800; this vol., i, 139)—Reduction of 2 : 3-, 
2:5-, and 2:4-hydroxymethylbenzoic acids by sodium amalgam 
in the presence of boric acid and neutral sodium sulphite solution 
gives the corresponding aldehydes in a yield of about 33%. 
5-Chlorosalicylic acid, m. p. 167-5°, prepared from 5-aminosalicylic 
acid hydrochloride, is similarly reduced to 5-chlorosalicylaldehyde, 


nhe § m. p. 99-5° (yield 20%); 5-bromosalicylic acid gives 5-bromo- 
asic  salicylaldehyde, m. p. 104—105° (yield 12-5%), and 3 : 5-dibromo- 
shed ff salicylic acid yields 3 : 5-dibromosalicylaldehyde, m. p. 85° (yield 
thyl § 5%). Quinol- and pyrogallol-carboxylic acids cannot be reduced 


in this manner, whereas resorcylic acid gives resorcylaldehyde, 
large, yellow crystals, m. p. 134—135°. 5-Aminosalicylic acid 
hydrochloride, prepared by the reduction of 5-nitrosalicylic acid 
with zinc dust and dilute hydrochloric acid, suffers loss of 
the amino-group when reduced and appears to be converted 
into hexahydrosalicylaldehyde, which cannot be isolated. With 


ind @ phenylhydrazine, it gives a very unstable compound, straw- 
ult, # yellow leaflets, m. p. 151° (which is examined more fully in the 
ar- form of its more stable hydrochloride, a crystalline substance, 
nts m. p. 137°); it appears to be an osazone-like substance formed 
ble presumably owing to the presence of a hydroxyl group in the ortho- 
ed position to the aldehydic group on the reduced nucleus. Stable, 
ie. oxygen-free derivatives of the aldehyde are obtained with p-bromo- 
ly. and p-nitro-phenylhydrazines, but neither compound appears to 
71. be perfectly homogeneous. 

yl [With SiaismonpD Marcet.}—Further examination of the reduc- 
), tion of 5-aminosalicylic acid has shown that 5-aminosalicylaldehyde 
3 (see later) may be produced in yield which may amount to 16%. 
W For its isolation, the reduction is effected in the usual manner 
)- and the solution is boiled under a reflux condenser with sulphuric 
l. acid until the sulphur dioxide is removed. The solution is treated 
t with sodium acetate until it is no longer acid towards Congo-red, 
l and preserved during twenty-four hours in an atmosphere of carbon 


dioxide. 5-Aminosalicylaldehyde separates as a red precipitate 
which is precipitated by phenylhydrazine as the compound 
Ci9H,,N,, almost colourless, unstable crystals, m. p. 155°; the 
corresponding di-p-bromophenylhydrazone forms almost colourless 
crystals, m. p. 204°. The residual solution after the separation 
of 5-aminosalicylaldehyde is continuously extracted with ether, 
whereby pimelaldehyde, [CH,];(CHO), (Braun and Danziger, A., 
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1913, i, 243) [identified as the disemicarbazone, a colourless 
crystalline powder, m. p. 244° (decomp.)], is obtained. 

For comparative purposes, 5-aminosalicylaldehyde is prepared 
in the following manner. Salicylaldehyde is dissolved in dilute 
aqueous sodium hydroxide solution and mixed with a diazotised 
solution of sulphanilic acid, when 5-benzeneazosalicylaldehyde. 
4’-sulphonic acid is produced. This is dissolved in water and 
reduced at 60—70° by hydrogen sulphide in the presence of sodium 
carbonate; 5-aminosalicylaldehyde separates completely in the 
course of two or three days. It is analysed in the form of its red 
hydrochloride, C,H,0,N,HCl. It is further characterised by con. 
version into its phenylhydrazone [which exists in two modifications, 
m. p. 263° (decomp.), and pale yellow flocks, m. p. 164—165° 
(decomp.), respectively], and semicarbazone, m. p. above 300° 
(decomp.). 


Ethyl Phenylpyruvate. H. Gavutt and R. Weick (Bull. Soc, 
chim., 1922, [iv], 31, 867—897; cf. Bougault and Hemmerlé, A., 
1915, i, 78).—A third isomeride of ethyl phenylpyruvate was 
obtained as a white solid by the-action of a solution of sodium 
acetate or copper acetate for forty-eight hours at 0° on the liquid 
isomeride previously described. The three forms—a«, white 
needles, m. p. 52°; 8, mobile, yellow liquid, b. p. 152°/15 mm,, 
and y, white solid, m. p. 79°—were studied with regard to their 
mutual transformations, and it was found that the «a- and y-esters 
are converted into the $-form by slow distillation under reduced 
pressure, whilst treatment with a saturated solution of sodium 
carbonate transforms both 8- and y-esters into the «-form. Treat- 
ment with acetate (see above) changes the 8- into the y-isomeride, 
but no direct transformation from « to y was effected. An examin- 
ation of the three substances with the view of determining their 
constitutions leads to the conclusion that, in addition to the keto- 
enolic isomerism, the enolic form exhibits stereoisomerism and the 
formule assigned are 


Ph—C—H Ph—C—H Ph—C—H, 
CO,Et—C—OH HO—C—COOEt O=C—CO,Et 
(1) (2) (3) 
(1) and (2) represent the «- and 8-esters, the y-ester being of the 
ketonic type. H. J. E. 


The Solubility of the Aldehydobenzoic Acids. Nerv 
Vincent Sipewick and Herpert Crayton (T., 1922, 121, 2263— 
2267). 


Cinnamoylformic Acids. Gustav Heiter, Hipe Lavra, 
and ARNOLD Bucuwaupr (Ber., 1922, 55, [B], 2679).—m- and 
p-Nitrocinnamoylformic acids have been described by Ciusa (A., 
1919, i, 402). They were, however, obtained by condensation in 
an alkaline medium, whereas the authors (this vol., i, 348) worked 
in acid solution, in which the different ability of the three nitro- 
aldehydes to undergo condensation is manifest. H. W. 
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The Friedel-Crafts’ Reaction with Phthalic Anhydride. 
T, C. McMututen (J. Amer. Chem. Soc., 1922, 44, 2055—2060; 


pared cf. Heller, A., 1908, i, 994; 1912, i, 357; McMullen, this vol., 
dilute i, 140; Stephens, this vol., i, 141; Rubidge and Qua, A., 1914, 
tised | i, 539; Lawrence and Oddy, this vol., i, 453).—Phthalic anhydride 
hyde.§ and aluminium chloride dissolve in benzene to form a clear solution 


from which a viscous precipitate separates subsequently with the 
evolution of hydrogen chloride. The precipitate yields o-benzoyl- 


the § benzoic acid when hydrolysed. 
3 red The clear solution of phthalic anhydride and aluminium chloride 
con. in benzene is transformed when heated with naphthalene into a 
ions, § mixture of benzoylbenzoic acid (60%), naphthoylbenzoic acid 
165° § (35%), and phenylnaphthylphthalide (5%). If the “clear 
300° § solution” is treated with ether, a heavy, pale brown liquid is 
V. precipitated which yields exclusively o-benzoylbenzoic acid on 


treatment with dilute hydrochloric acid and does not give naph- 
thoylbenzoic acid when heated with naphthalene. The “insoluble 
intermediate compound,” which appears to have the composition 
(,4H,O,Al,Cl,, is prepared conveniently by slowly heating alumin- 
jum chloride, benzene, and phthalic anhydride to 50°; it is trans- 
formed by acetic anhydride and toluene into a little benzoylbenzoic 
acid and much phenyl-p-tolylphthalide, m. p. 106°, by acetic 
anhydride and naphthalene into a mixture of phenyl-B-naphthyl- 
phthalide, m. p. 153—154°, and phenyl-«-naphthylphthalide, m. p. 
227—-228°, and by anthracene into a mixture of o-benzoylbenzoic 
acid and two substances, yellowish-white crystals, m. p. 171—173°, 
and brownish-white crystals, m. p. 280—283°, which are probably 
phenylanthrylphthalides, but could not be identified more com- 
pletely (a non-crystalline gum is also produced in considerable 
quantity). The intermediate compound from toluene reacts 
slowly with benzene and acetic anhydride, yielding p-toluoyl- 
benzoic acid together with a relatively small amount of pheny]l- 
p-tolylphthalide. The intermediate compound from naphthalene 
reacts sluggishly under similar conditions, but it is not possible 
to separate any phthalide from the viscous product of the reaction. 

a-Naphthoylbenzoic acid, m. p. 176°, is prepared according to 
the method of Heller and Schiilke (A., 1908, i, 994); considerable 
amounts of §-naphthoylbenzoic acid (cf. Pickles and Weizman, 
P., 1904, 20, 201), needles, m. p. 165°, are simultaneously pro- 
duced. The «-acid is converted by acetic anhydride into the 
corresponding acetyl compound, m. p. 141°, which is transformed 
by benzene and aluminium chloride into phenyl-«-naphthyl- 
phthalide (see above). Similarly, the acetyl derivative of @-naph- 
thoylbenzoic acid, m. p. 140°, is converted into phenyl-f-naphthy]l- 
phthalide. 

Phenyl-«-naphthylphthalide is reduced by zinc dust in the 
presence of potassium hydroxide solution to 2-phenyl-«-naphthyl- 
methylbenzoic acid, m. p. 189°, the potassium, silver, and barium 
salts of which are described. The latter salt is transformed when 
heated with barium hydroxide into diphenyl-«-naphthylmethane, 
m, p. 152° (ef. Acree, A., 1904, i, 315). Similarly, phenyl-f-naph- 
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thylphthalide is reduced to phenyl-2-8-naphthylmethylbenzoic acii, 
m. p. 150° (m. p. 76—77° when containing benzene of crystallisation): 
the silver salt was analysed. The barium salt is converted by 
barium hydroxide at about 225° into diphenyl-6-naphthylmethane, 
m. p. 73—74°. H. W. 


Natural and Artificial Pepper-substances. II. The 
Chavicine of Pepper-resin, the Primarily Active Constituent 
of Black Pepper. Erwin Orr and Fritz EICHLER [with Orro 
LipDEMANN and Hernrich Hemann] (Ber., 1922, 55, [B], 2653— 
2663; cf. Ott and Zimmermann, this vol., i, 137).--The active 
constituent of black pepper has been isolated previously by Buch. 
heim, who designated it chavicine and, in an incompletely purified 
material, identified the presence of piperidine and a resin acid, 
chavicie acid, which was not further identified. Re-examination 
of purified pepper-resin has shown that it very closely resembles 
piperine, and has established its nature as a piperidide. It is 
hydrolysed by alkali hydroxide with extreme difficulty, and the 
acid which is formed differs so widely from chavicic acid in its 
properties that the conclusion is drawn that it has suffered iso. 
merisation during the change. In its general behaviour, the new 
isochavicic acid is very closely allied to piperic acid, from which 
it differs somewhat in colour and melting point, but is mainly 
distinguished by its completely amorphous nature. For the four 
acids of this series, the possible formule are shown in the scheme, 
in which R represents the piperony] radicle : 

R-C-H 
x x H-C-(-H x 
H-C-CO,.H H-C-CO,H CO,H-C-H CO,H-C-H 
(I.) Piperic acid, (II.) Chavicic (III.) isoPiperic (IV.) isoChavicic 
m, p. 217°. acid (liquid?). acid,m.p. 145°. acid, m. p. 200-202’, 

The allocation of formula I to piperic acid is justified by a review 
of the literature on this compound; the syntheses of isopiperic 
acid is recorded in the present communication, and its method of 
preparation leaves no doubt as to its configuration. The high 
melting point and general resemblance of tsochavicic to piperic 
acid prove it to be a érans-acid, thus leaving formula IT for chavicic 
acid. 

Finely divided Piper nigrum Singapore is extracted with boiling 
rectified spirit and the solvent removed from the extract, leaving 
a solid, sticky residue which is extracted with ether until the 
solution is no longer coloured. The residue consists essentially 
of piperine. The ethereal solution is agitated with potassium 
hydroxide (10%) and washed with water; after removal of the 
ether, the residue is subjected to a very protracted distillation with 
steam to remove essential oils. The non-volatile portion is re- 
peatedly treated with ether, and the solutions are cooled, thus 
causing the separation of piperine. The ethereal solution is evapor- 
ated, the residue extracted with light petroleum, and the undissolved 
matter decolorised by animal charcoal in alcoholic solution, after 
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complete removal of the solvent, whereby pepper-resin is obtained 
a3 a dark brown, transparent, very viscous mass; the material 
thus isolated is not quite homogeneous since in addition to chavicine 
it contains not inconsiderable amounts of wax and possibly also 
of chlorophyll. The hydrolysis of pepper-resin with alcoholic 
sodium hydroxide solution leads to the formation of piperidine 
and isochavicic acid, a yellow, amorphous substance, m. p. 200— 
2°. Itis readily reduced by hydrogen in alcoholic solution and in 
the presence of palladised animal charcoal to tetrahydropiperic acid. 

(With HernricH HEIMANN.|—isoPiperic acid, microscopic crystals, 
m, p. 145°, is prepared in poor yield by heating piperonylenemalonic 
acid at about 190° in the presence of quinoline. H. 


Unsaturated Bile Acids. III. The Relationships of apo- 
Cholic Acid, Dioxycholenic Acid [m. p. 260°], and Cholic 
Acid to Deoxycholic Acid. IF. BorprcKkrr and H. Vox (Ber., 
1922, 55, [B], 2302—2309; cf. A., 1920, i, 848; 1921, i, 865).— 
Further investigation of the unsaturated bile acids has shown that 
they are inter-related as indicated in the scheme : 


apoCholic acid, 21H, 


m. p. 173 Seen, 

zo} ta, te 
Dioxycholadienic acid, C,,H,,0,, 
Cholie acid, C,,H,,0;. 7 m. p. 247°. 
-H,0 | xB 


Dioxycholenic acid, C.,H3,0,, hve Deoxycholic acid, C,,H,,0,. 
0°. 


m. p. 26 


Dioxycholadienic acid, short rods, m. p. 245—247° (slight decomp.), 
[«}> +20-3° in absolute ethyl alcoholic solution, is prepared by 
the gradual addition of bromine to a solution of the additive com- 
pound of apocholic and glacial acetic acids in methyl alcohol at 
—10° and subsequent treatment of the product with water; it 
is obtained in somewhat better yield and by an analogous process 
from dioxycholenic acid, m. p. 260°. Its alkali salts are soluble 
in water. The magnesium and bariwm salts are obtained as oily 
precipitates which become crystalline when warmed. The silver 
salt crystallises in small, slender needles. The methyl ester, pre- 
pared by means of diazomethane, has m. p. 85° after softening 
at 79°. Dioxycholadienic acid absorbs one molecular proportion 
of hydrogen in glacial acetic acid in the presence of palladium 
black, the product formed appearing to be identical with apocholic 
acid as judged from the similarity of the acids themselves, their 
additive compounds with glacial acetic acid, xylene, and camphor, 
respectively, and their methyl esters; a divergence is noted, how- 
ever, in the specific rotations, the additive compounds of glacial 
acetic acid, and the reduction products of dioxycholadienic acid 
from apocholic and dioxycholenic acids having [«]#§ +55-9° and 
[«J} -+-52-04° in alcoholic solution, whereas apocholic acid has 
[«J} +45-35° under similar conditions. The dioxycholadienic 
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acid prepared from this acid by addition of bromine and subsequent 
elimination of hydrogen bromide is identical with that prepared 
from apocholic acid except as regards specific rotation. 
Dioxycholenic acid, m. p. 260°, is reduced by hydrogen in glacial 
acetic acid solution in the presence of palladium black to deoxy. 
cholic acid. H. W. 


Ethyl Benzylidenechitosamate and Ethyl Diazobenzylidene. 
gluconate (Mannonate). P. A. Levenr (J. Biol. Chem., 1922, 
53, 449—461)—-When the diazo-group in ethyl diazobenzylidene. 
glucosamate (A., 1915, i, 786) is hydrolysed or replaced by hydrogen 
chloride or bromide, a single substance, and not a pair of epi- 
merides, results in each case. In the former process, however, 
the direction of the rotation of the product is opposite to that 
of chitosamic acid, whereas it is the same in the products from 
the two latter processes. Further, conversion of the chloro-deriy. 
ative into chitosamic acid («-aminomannonic acid) takes place 
without change in the direction of the rotation and without the 
formation of epimerides. Assuming that, in these compounds, 
the configuration of the «-carbon atom determines the sign of the 
rotation of the acid, it appears that chitosamic acid undergoes the 
Walden inversion when deaminised through the diazo-compound 
(as it does when directly deaminised), whilst the diazo-compound 
can be reconverted through the chloro-derivative into the amino- 
acid without inversion. This is shown in the following scheme: 


-H —> NH,-(-H 
R 


Ethyl benzylidenechitosamate [glucosamate] hydrochloride has 
m. p. 200° (uncorr,) and [«]j} —30°. By treatment with sodium 
hydroxide it is converted partly into ethyl benzylidenechitosamate, 
C,;H,,;0,N, m. p. 120° (corr.), [«}§ —50° (in methyl alcoholic 
solution), and partly into benzylidenechitosamic acid, C,,H,,0,N, 
m. p. 230° (uncorr.), [«]}?? —28° in aqueous solution. When boiled 
in acetone solution, ethyl benzylidenechitosamate yields ethyl 
benzylideneacetonechitosamate, C,gH,,0,N, m. p. 128°, [a]? —70°, 
which is readily reconverted into the hydrochloride of the former 
substance by treatment with ethereal hydrogen chloride in methyl 
alcoholic solution. Ethyl diazobenzylideneglucosamate has [«|? 
—50°, and when hydrolysed yields different products according 
to the conditions. When the reaction is carried out in organic 
solvents containing only a small proportion of water, ethyl «@-an- 
hydrogluconate is apparently produced, for the product yields 
mesotartaric acid on oxidation with nitric acid... Hydrolysis with 
dilute acetic acid, however, appears to yield ethyl gluconate or 
ethyl «5-anhydrogluconate, since in this case either saccharic or 
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anhydrosaccharic acid is formed on oxidation. Treatment of the 
diazo-compound with hydrobromic acid in ethereal solution gives 
dhyl B-bromobenzylidenemannonate, C,,H,,O,Br, m. p. 119° (corr.), 


oo {aj} —33°, which is converted by treatment with ammonia into 
Ww either ethyl benzylidene-«B-anhydromannonate, C,,H,,0., [«]p 
* @§ -73-3°, or the corresponding amide, C,,H,;0;N, m. p. 230°, [a]f 
ene- % 465° according to the conditions. Reduction of the last-mentioned 
1922, & ester with hydrogen in the presence of colloidal palladium gives 
lene.  chyl benzylidenedeorygluconate (mannonate), C,;H.»0,, m. p. 126° 
ogen M (corr.), [«]i —26°. Ethyl «-chlorobenzylidenegluconate, C,;H,,0,Cl, 
epi- H m. p. 127°, [a}} —20°, and the corresponding amide, C,,H,,0;NCI, 
ver, M m. p. 197° (corr.), [«]}f —23°, have also been prepared; the former 
that is converted into chitosamic acid by treatment with ammonia and 
Tom § subsequent hydrolysis. E. 8. 
riv- 
lace Benzaldehyde-Copper and the Heterogeneous Rate of 
the § Formation of this Substance. Avcust L. BerNoULLI and FRITz 
nds, @ Scuaar (Helv. Chim. Acta, 1922, 5, 721—731)—When a dilute 
the solution of benzaldehyde in a solvent such as toluene, m-xylene, 
the [J benzene, chlorobenzene, ethyl acetate, etc., is in contact with 
und @# metallic copper, the metal dissolves forming an intense green 
und solution. ‘I'he rate of solution depends on the solvent, the benz- 
. ff aldehyde concentration, the temperature, and the surface area of 


copper exposed. The “ specific solution velocity,” v (the weight 
of copper dissolved per minute divided by the square root of the 
surface area of the copper in cm.?), is a constant for a given solvent 
at a given concentration and temperature. The values of v for 
a series of different solvents at similar concentrations of benzalde- 
hyde follow the same order as the value of the fluidity of the 
solvent. With toluene as solvent, the maximum rate of solution 
is reached with 16% benzaldehyde, when vx 10’=254-2 at 50°, 
whilst in benzene the maximum, v x 107=92-54, is at a benzaldehyde 
concentration of 14% by volume. The most favourable concen- 
tration appears to be determined by the fluidity of the solution. 
In a 10% solution of benzaldehyde in toluene the value of » x 10" 
increases from 21-4 at 25° to 758-8 at 105°. Pure benzaldehyde 
has no solvent action. Of substituted benzaldehydes, p-tolualde- 
hyde and p-chlorobenzaldehyde behave similarly to benzaldehyde 
in toluene solution, whilst p-nitrobenzaldehyde has no solvent 
action on copper. The copper compound of benzaldehyde crystal- 
lises from toluene solution in green crystals having the composition 
(C,H,-CHO),Cu. The crystals are remarkably stable, being un- 
attacked by water, alkalis, or dilute hydrochloric acid. With 
dilute nitric acid, benzoic acid and copper nitrate are formed. The 
crystals are also formed when benzylidene chloride is heated with 
copper in presence of a little sodium carbonate solution. The 
constitution of the substance is at present uncertain. Cupric 
oxide and sulphide also dissolve in benzaldehyde and toluene, 
forming a green solution. Of other metals, lead behaves in the 
same way as copper, forming a yellowish-brown solution, zinc 
gives a greenish-brown, silver a brownish-black, magnesium a 
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yellowish-brown, and cobalt a brown solution. Nickel, iron, an 
aluminium do not dissolve. E 
Gallaldehyde and its Derivatives. Kart W. Rosrenmuyy 
and E. Prannkucu (Ber., 1922, 55, [B], 2357—2372).—The syn. 
thetic preparation of pure gallaldehyde has been achieved, and q 
number of its derivatives have been prepared. Considerable 
experimental difficulties are encountered owing to the sensitivenes 
of the aldehyde towards chemical reagents and to the physical 
characteristics of its derivatives. Attempts to circumvent thes 
drawbacks by using the acylated aldehydes were prevented by the 
lack of activity of these substances. 

Triacetylgallaldehyde, m. p. 107—108°, is prepared in good 
yield by the catalytic reduction of triacetylgalloy] chloride according 
to the method of Rosenmund and Zetzsche (A., 1918, i, 300), the 
purity of the materials being a very essential condition for success, 
The entrance of the acetyl groups inhibits almost completely the 
activity of the aldehyde complex; the only derivative obtainable 
is the p-nitrophenylhydrazone, yellow, rhombic plates or long needles, 
m. p. 207—208° (slight decomp.) when rapidly heated. It is hydro. 
lysed by a boiling alcoholic solution of potassium acetate to gall- 
aldehyde. T'ribenzoylgallaldehyde, from gallaldehyde and_benzoy! 
chloride by the Schotten-Baumann method, could only be obtained 
as a viscous, yellowish-brown mass which is identified as the 
p-nitrophenylhydrazone, indistinct, yellow crystals, m. p. 232— 
233° (decomp.) when placed in a bath pre-heated to 200°. 

According to previous investigators, gallaldehyde is a stronger 
acid than acetic acid. This is not confirmed’ by observations on 
the electrical conductivity of its aqueous solutions, but the sub- 
stance appears to be twice as strongly acid as pyrogallol. 

Triacetylgallaldehyde diacetate, CgH,(OAc),*CH(OAc),, leaflets, 
m. p. 166°, is prepared by the action of acetic anhydride on gall- 
aldehyde in the presence of pyridine. 

Gallaldoxime, C,H,(OH),*CH°N-OH,H,O, crystallises in rect- 
angular plates, decomp. (anhydrous), 195—200° after darkening 
at about 160°. It is converted by cautious treatment with acetic 
anhydride and pyridine into triacetylgallaldoxime acetate, 

C,H,(OAc),*CH:N-OAc, 
m. p. 126—127°. w-Nitro-3 : 4 : 5-trihydroxystyrene, 

C,H,(OH),*CH:CH-NO,, 
reddish-yellow needles, decomp. 180—185° after incipient decom- 
position at about 160°, is prepared by the action of nitromethane 
on gallaldehyde in the presence of methylamine, and is transformed 
by acetic anhydride and pyridine into w-nitro-3 : 4 : 5-triacetoxy- 
styrene, colourless needles, m. p. 183° after previous darkening 
(w-nitro-p-acetoxystyrene, long, pale yellow needles, m. p. 163°, 
and w-nitro-3 : 4-diacetoxystyrene, pale yellow needles, m. p. 127°, 
are prepared similarly). Reduction of gallaldoxime by hydrogen 
in the presence of palladised barium sulphate gives mainly digallyl- 
amine, NH-[CH,°C,H,(OH),],, which could not be isolated in the 


pure condition: the corresponding hydrochloride, m. p. 208—210", 
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and picrate, long, yellow needles, incipient decomp. 150—153°, are 

described. ‘Triacetylgallaldoxime acetate, on the other hand, is 

reduced under similar conditions to triacetylgallylamine, which 

js isolated in the form of its hydrochloride, needles, m. p. 196—197° 

(decomp.). The latter is hydrolysed by dilute aqueous hydro- 

chloric acid to gallylamine hydrochloride, m. p. 225—226° (decomp.), 
from which, however, free gallylamine could not be isolated. 

Gallaldehyde reacts with methylketol in the presence of a 

saturated solution of hydrogen chloride 

in alcohol to form 3 : 4: 5-trihydroxy- 

phenyl - 2’- methyl-3' -indolydenemethane 

(annexed formula), the hydrochloride 

of which forms yellowish-red needles, 

decomp. about 170° after darkening at 140°. The salt is con- 

verted into the corresponding dye 

(annexed formula) by _ chloranil. 

3 When condensed with indoxylic acid, 

gallaldehyde gives the compound, 


CoH, >C:CH-C,H,(OH),, dark, 


brownish-red leaflets, m. p. 110—115° (decomp.) when rapidly heated. 

Triacetylgallaldehyde is not reduced by hydrogen in the pre- 
sence of palladium or spongy platinum; under similar conditions, 
gallaldehyde readily absorbs hydrogen, giving a more or less brown, 
amorphous mass which could not be purified, and, as judged from 
the molecular weight of its acetate, a pale yellow, amorphous 
powder, m. p. about 183—185°, is formed by the association of at 
least six molecules of the simple aldehyde. 

Gallaldechydecyanohydrin, brownish-yellow, crystalline nodules, 
decomp. about 150—160° when very rapidly heated, is prepared 
by the addition of anhydrous hydrocyanic acid and a drop of con- 
centrated potassium cyanide solution to gallaldehyde covered with 
alcohol. It is converted by acetic anhydride and pyridine into 
tetra-acetylgallaldehydecyanohydrin, CgH,(OAc),°CH(OAc)-CN, colour- 
less crystals, m. p. 135°. 

Triacetylprotocatechualdehydecyanohydrin, 

C,H,(OAc),-CH(OAc):CN, 
has m. p. 112°, H. W. 


‘CsH,(OH) 


2-Hydroxy-4 : 6-dimethylbenzaldehyde, Hemellitenol, and 
iso-y-Cumenol. K. von Auwers and K. Saurwein (Ber., 
1922, 55, [B], 2372—2389).—In continuation of their investiga- 
tions on the oxidation of meta-substituted o-aminophenols (Auwers, 
Borsche, and Weller, A., 1921, i, 571), the authors have prepared 
hemellitenol [3 : 4 : 5-trimethylphenol] and iso-y-cumenol [3 : 5 : 6- 
trimethylphenol]. Since these compounds have been difficultly 
accessible previously and consequently but little examined, they 
have been subjected to examination in several different directions. 

The initial material is s.m-xylenol which is converted by hydro- 
cyanic acid and aluminium chloride according to Gattermann’s 
method into a mixture of 2-hydroxy-4 : 6-dimethylbenzaldehyde 
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and 4-hydroxy-2 : 6-dimethylbenzaldehyde. The production of the 
o-hydroxyaldehyde appears to be contrary to Gattermann’s rule, but 
is possibly attributable to the presence of moisture, since, on one occa. 
sion, the accidental presence of a relatively large quantity of water 
increased the yield of the substance from 8—12% to about 25%, 
In agreement with the observations of Steinich (A., 1916, i, 36), 
2-hydroxy-4 : 6-dimethylbenzaldehyde has m. p. 48—49°. It 
semicarbazone, a colourless powder, m. p. about 240°, according to 
the rate of heating; phenylhydrazone, colourless, lustrous needles, 
m. p. 126-5—127°; anil, yellow, silky needles, m. p. 88-5—89°: 
oxime, slender needles, m. p. 125—126°, and methyl ether, long, 
slender, colourless needles, m. p. 48—49°, are described. The 
oxidation of the aldehyde to the corresponding acid could not be 
effected, whereas its methy] ether is slowly transformed by potassium 
permanganate in the presence of sodium hydroxide into 2-methozy. 
4 : 6-dimethylbenzoic acid, colourless, lustrous platelets, m. p. 167-5— 
168°. 2-Acetoxy-4 : 6-dimethylbenzonitrile, colourless needles, m. p. 
49—50°, is prepared by the action of sodium acetate and acetic 
anhydride on the oxime of the hydroxyaldehyde; it is hydrolysed 
by alcoholic potassium hydroxide to 2-hydroxy-4 : 6-dimethyl. 
benzonitrile, slender, colourless needles, m. p. 177—178°. 5-Benz. 
eneazo-2-hydroxy-4 : 6-dimethylbenzaldehyde, matt, brown leaflets, 
m. p. 97-5—98° (m. p. 122° was observed on an isolated occasion), 
is prepared from the aldehyde and benzenediazonium chloride in 
alkaline solution ; its sodiwm salt is sparingly soluble in water. 
Hemellitenol [3 : 4 : 5-trimethylphenol], long, colourless needles, 
m. p. 107°, is prepared in 40% yield by the reduction of 4-hydroxy- 
2: 6-dimethylbenzaldehyde by amalgamated zinc and _hydro- 
chloric acid according to Clemmensen’s process. It is transformed 
by bromine into 2 : 6-dibromo-3 : 4 : 5-trimethylphenol, small leaflets, 
m. p. 142-5—143°, which is converted with difficulty by bromine 
at 100° into 2: 6-dibromo-3 : 5-dimethyl-4-bromomethylphenol, 
m. p. 138-5—139-5°. The action of hot, concentrated nitric acid | 
on the phenol bromide leads to the production of the y-quinol 
CH (annexed formula, I), colourless, mat- 
2 ted needles, m. p. 213°, which is con- 


B — 
HO. As r OT 
verted by sodium hydroxide into the 


o% ' ie 
vei —* a oxide (annexed formula, IT), leaflets, 
m. p. indefinite, 156—160° (decomp.). 


0 O Dibromohemellitenol is converted by 


cold, concentrated nitric acid into 

(I) (I.) dibromohemellitylquinitrol (III), large 
monoclinic leaflets, m. p. 108°, which is transformed ve Be 
; glacial acetic acid into dibromohemelli- 
ON°0 Me OH Pal M tyl-y-quinol (IV), long, slender, lustrous 
needles, m. p. 214—215°. Hemellitenol 
Br 18 remarkably stable towards cold con- 
\ 7 centrated nitric acid, by which it is 
converted at a higher temperature 

into dinitrohemellitylquinitrol, m. P. 
146—147° (decomp.), which is trans- 


Me/ Me 
Br 
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formed by glacial acetic acid at 50° into dinitrohemellityl-y-quinol, 
sender, colourless needles, m. p. 213°. Hemellitenol is trans- 
formed by an aqueous solution of formaldehyde in the presence 
of slaked lime at 50° into 3:4: 5-trimethyl-2 : 6-dihydroxymethyl- 


, 259) Bi phenol, small, colourless needles, m. p. 148°, which when the action 
i, 36) Mis prolonged passes into a substance, m. p. above 360°, which has 
. ItsMfnot been investigated closely; a similar change is observed in the 
ing tom presence of sodium hydroxide. A solution of the dihydroxy- 
edles, alcohol in glacial acetic acid is converted by hydrogen bromide 
—89°: Binto 3:4 : 5-trimethyl-2 : 6-dibromomethylphenol, short, colourless 
long, needles, m. p. 164—165°, which could not be reduced to penta- 
The § methylphenol by zine and hydrochloric acid, the dihydroxy-alcohol 
ot be M being obtained. Hemellitenol couples with benzenediazonium 
ssium ™ chloride in the presence of sodium hydroxide solutions of varying 
hozy. @ concentrations to yield 6-benzeneazo-3 : 4 : 5-trimethylphenol, slender, 

7-5— ff brownish-red needles, m. p. 126-5—127°. 
3:5: 6-Trimethylphenol, m. p. 93—94°, is prepared conveniently 


and in 40% yield by the reduction of 2-hydroxy-4 : 6-dimethyl- 
benzaldehyde with amalgamated zinc and hydrochloric acid. It 
is converted by concentrated nitric acid in the presence of glacial 
acetic acid into 2-nitro-3 : 5 : 6-trimethylphenol, pale yellow leaflets, 
m. p. 78—79°. It couples with an equivalent amount of benzene- 
diazonium chloride in the presence of sodium hydroxide to give 
amixture of 4-benzeneazo-3 : 5 : 6-trimethylphenol, lustrous, flattened, 
red needles, m. p. 154-5—156-5°, and 2 : 4-bisbenzeneazo-3 : 5: 6- 


les,  irimethylphenol, small, brown crystals, m. p. 130-5—131-5°; in- 
xy- MH creasing concentration of alkali hydroxide favours the production 
dro- # of the di-derivative. H. W 


The Isomerism of the Oximes. X. Cinnam- and Nitro- 
tinnam-aldoximes. Oscar Liste Brapy and CLirrorp DANE 
Tuomas (T., 1922, 124, 2098—2110). 


The Interaction of Aldehydes or Ketones and Thiocarb- 
amides in the Presence of Acids. II. Jonn Taytor (T., 1922, 
121, 2267—2272). 


The Friedel-Crafts’ Reaction. Hrtnrich WIELAND and 
Lupwic Brrrac (Ber., 1922, 55, [B], 2246—2255)—A further 
examination of the possibility that substitution in the benzene 
series is preceded by a primary additive process at a double bond, 
and that the mechanism of reaction is similar in the aromatic 
and aliphatic series (cf. Wieland and Sakellarios, A., 1920, i, 280; 
Wieland and Rahn, A., 1921, i, 782). The ability of substances to 
teact with acetyl chloride and similar compounds in the presence 
of aluminium chloride has usually been ascribed to the presence 
in them of a mobile hydrogen atom, but indications of the pro- 
duction of a primary additive compound have been recorded by 
Darzens (A., 1910, i, 856) in the case of acetyl chloride and cyclo- 
hexene, and by Béeseken (A., 1913, i, 330) in that of tetrachloro- 
ethylene and chloroform. The isolation of the primary -chloro- 
ketone from cyclohexene and acetyl chloride in the pure condition 
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is now described, and, further, it is shown that this substance jffi 
transformed into the unsaturated ketone under the normal cop. 
ditions of the Friedel-Crafts’ reaction. The difference in the 
behaviour of aliphatic and aromatic compounds during this syp. 
thesis is purely qualitative. The highly reactive aliphatic doubk 
bond allows addition to occur under conditions such that the primary 
additive compound is to some extent stable, whereas with the 
less reactive aromatic double bond addition is only possible jy 
circumstances which cause the additive compound to be unstable, 
The catalytic function of aluminium chloride is attributed to its 
ability to weaken the bond between carbon and chlorine, and this 
to facilitate the combination of the two addenda. 

In the case of the synthesis of hydrocarbons according to Friedel 
and Crafts, it has not been found possible to adduce such definite 
experimental evidence. The cause lies in the slower velocity of 
the action of alkyl haloids, and the consequent predominance of 
the formation of resinous polymerides from the olefines under the 
influence of aluminium chloride; in addition, the newly-formed 
alkyl haloids have a marked tendency towards further reaction 
with the olefine. It has therefore not been possible to cause 
n-propyl chloride to react in the desired manner with ethylene, 
amylene, or cyclohexene, although it could be shown that products 
containing chlorine are produced, thus probably pointing toa 
primary additive change. 

Aluminium chloride is added gradually to a solution of cyclo. 
hexene and acetyl chloride in carbon disulphide at —18°; reaction 
takes place almost without evolution of hydrogen chloride and 
results in the formation of 2-chlorocyclohexyl methyl ketone and 
tetrahydroacetophencne, which cannot be separated from one 
another by fractional distillation. The unsaturated compound 
is decomposed by oxidising the mixture with potassium perman- 
ganate in the presence of acetone, and the chloro-ketone is isolated 
as a pale yellow, somewhat unstable liquid, b. p. 60—63° (slight 
decomp.)/1 mm., through the semicarbazone, colourless leaflets, 
m. p. 163° (decomp.). It is transformed by further treatment with 
aluminium chloride in the presence of carbon disulphide into tetra- 
hydroacetophenone. In a similar manner, cyclohexene and benzoy! 
chloride yield 2-chlorocyclohexyl phenyl ketone, a pale yellow, 
viscous liquid, b. p. 120—122° (slight decomp.)/1 mm., which is 
further transformed by aluminium chloride and carbon disulphide 
into tetrahydrobenzophenone [semicarbazone, pale yellow prisms, 
m. p. 213° (decomp.)], in minimal yield (the direct preparation of 
tetrahydrobenzophenone from cyclohexene and benzoyl chloride 
also gives very poor yields). Acetyl chloride and §-methyl-A’- 
butene give chloro-sec.isoamyl methyl ketone, CMe,Cl-CHMe-COMe, 
a pale yellow, very unstable liquid with an odour resembling that 
of camphor. H. W. 


The Condensation of «-Halogeno-ketones with Aldehydes. 
K. Huco Baver and Fritz WERNER (Ber., 1922, 55, [B], 2494— 
2500).—It has been shown by Widman (A., 1916, i, 406) that 
w-bromo- or w-chloro-acetophenone condenses with benzaldehyde 
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in the presence of sodium ethoxide with the formation of benzoy]l- 
Bf phenylethylene oxide. Condensation of these substances can also 

be brought about by hydrogen chloride or hydrogen bromide in 
‘Bihe presence of glacial acetic acid; in all cases, «$-unsaturated 
rhalogeno-ketones appear to be the initial products, but the change 
may proceed further and result, by addition of hydrogen haloid, 
in the formation of «8-dihalogeno-ketones. 

Phenyl styryl ketone dibromide, COPh*CHBr-CHBrPh, small, 
clourless crystals, m. p. 158—159°, is prepared by the action of 
hydrogen bromide on a solution of w-bromoacetophenone and 
benzaldehyde in glacial acetic acid at the atmospheric temperature. 
Phenyl 3’ : 4’-methylenedioxystyryl ketone dibromide, colourless leaf- 
lets, m. p. 152°, is obtained similarly from w-bromoacetophenone 
and piperonal or by the addition of bromine to methylenedioxy- 
chalkone in carbon tetrachloride solution. 3 : 4-Dimethoxyphenyl 
dyryl ketone dichloride, colourless crystals, m. p. 133—135°, is 
derived from w-chloroacetoveratrone and benzaldehyde in the 
presence of hydrogen chloride, whereas the ketone and p-dimethyl- 
aminobenzaldehyde give 3 : 4-dimethoxyphenyl «-chloro-4’-dimethyl- 
aminostyryl ketone, intensely yellow leaflets, m. p. 129—130°. 
u-Bromoacetoveratrone, benzaldehyde, and hydrogen chloride 
form 3 : 4-dimethoxyphenyl «-chlorostyryl ketone, 

C,H,(OMe),*CO-CCL-CHPh, 

large, transparent cubes, m. p. 108—109°. 

p-Dimethylaminobenzaldehyde condenses with chloroacetone in 
glacial acetic acid solution in the presence of hydrogen chloride 
to give a mixture of «-chloro-4-dimethylaminostyryl methyl ketone, 
NMe,*C,H,"CH:CCl-COMe, yellow leaflets, m. p. 115° (semicarbazone, 
a colourless, crystalline powder, m. p. 202—203°, phenylhydrazone, 
slender, pale yellow needles, m. p. 206—208°) and «-chloro-di-p-di- 
methylaminostyryl ketone, 

C,H,(NMe,)*CH:CCl-CO-CH:°CH-C,H,-NMe,, 
m. p. 225°; the latter may also be obtained by the action of sodium 
hydroxide on chloro-p-dimethylaminostyryl methyl ketone and 
p-dimethylaminobenzaldehyde dissolved in alcohol. Chloro-p-di- 
methylaminostyryl methyl ketone and benzaldehyde condense 
in aqueous alcoholic solution in the presence of sodium hydroxide 
to form styryl «-chloro-p-dimethylaminostyryl ketone, 
NMe,°C,H,°CH:CCl-CO-CH°CHPh, 
dark, tile-red leaflets, m. p. 150—151°. «-Chloro-«-p-dimethyl- 
aminostyryl methylenedioxystyryl ketone, 
NMe,°C,H,°CH:CCl-CO-CH°CH-C,H,:0,CHg, 
orange-coloured leaflets, m. p. 186-5°, is obtained similarly from 
chloro-p-dimethylaminostyryl methyl ketone and piperonal. 
H. 


Position of the Double Linking in Piperitone. II. A. R. 
PenFoLp (Perf. Essent. Oil Rec., 1922, 13, 322—323; cf. this vol., 
i, 259)—From the products of the action of neutral potassium 
permanganate on piperitone, in addition to diosphenol, the follow- 
ing acids were isolated: «-hydroxy-«-methyl-«-isopropyladipic 
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acid, m. p. 143-5°, y-acetyl-«-isopropylbutyric acid, identified by 
means of its semicarbazone, m. p. 158°, and «-isopropylglutaric 
acid, m. p. 94—95°. The formation of these substances confirm; 
the constitution of piperitone.as A!-menthen-3-one, previously put 
forward. In view of the conflicting statements as to the m, D. 
of the oxime and semicarbazones of piperitone, these derivatives 
were again prepared; the oxime melts at 117—118° as stated hy 
Simonsen (T., 1921, 119, 1644), the m. p. given by Read and Smith 
(T., 1921, 119, 779) being incorrect. Three semicarbazones wer 
isolated, dl-«-semicarbazone, m. p. 225—226°, dl-8-semicarbazone, 
m. p. 175—176°, and the racemic semicarbazone, m. p. 188—189°. 
The best method for preparing piperitone hydroxylamino-oxime 
is to dissolve equal weights of the ketone, hydroxylamine hydro. 
chloride, and potassium hydroxide in aqueous alcohol, and after 
keeping for some hours the whole solidifies to a crystalline mass of 
the oxime in almost quantitative yield. G. F. M. 


Preparation of «-Keto-substituted Hydrogenated Naph- 
thalenes. GrorG ScHROETER and TETRALIN G.M.B.H. (D.R.-P, 
352720; from Chem. Zenir., 1922, iv, 158).—a«-Naphthol and iso. 
or hetero-nuclear substituted «-naphthols, melted or in solution, 
are treated with hydrogen under pressure in amount corresponding 
with less than two molecules, in the presence of metallic catalysts, 
For example, colourless «-naphthol is mixed with tetrahydro. 
naphthalene and a catalyst consisting of reduced nickel deposited 
on kieselguhr, and treated with hydrogen at 120—180° under a 
pressure of 10—20 atmospheres. After absorption of hydrogen 
corresponding with 1-5 molecules, the reaction is ended and the 
filtered liquid fractionated under reduced pressure. At 14 mn. 
pressure, the tetrahydronaphthalene distils over at 100°. «-Keio- 
tetrahydronaphthalene has b. p. 184—135°/14 mm. The distillate 
at higher temperatures is a mixture of a-naphtho!l and ar-iein- 
hydro-«-naphthol, which is again submitted to reduction. 8-Naph- 
thol similarly treated gives no ketone, but a little ar-tetrahydro- 
8-naphthol and ac-tetrahydro-B-naphthol (I). 


CH, 
“\/\cCH-OH 


(I.) | | 

LAL 

CH, 
1 : 5-Dihydroxynaphthalene yields similarly, by recuction, 1-keto- 
5-hydroxytetrahydronaphthalene (II), colourless crystals, m. p. 
156—157°. It forms a semicarbazone, m. p. 224°; an acetyl deriv- 
ative; a methyl ether, and a phenylurethane. 1 : 8-Dihydroxy- 
naphthalene gives, by reduction, 1-keto-8-hydroxytetrahydronaphth- 
alene. 1-Hydroxy-5-acetylaminonaphthalene gives 1-keto-5-acetyl- 

aminotetrahydronaphthalene. G. W. R. 


The Mechanism of the Formation of Benzoylbenzoin by 
Treatment of Benzoylmandelonitrile with an Alcoholic 
Solution of Sodium Ethoxide. Hrrpert GREENE and RoBER! 
Rosrnson (T., 1922, 121, 2182—2196). 


(IL.) 
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Dioximes. III. G. Ponzio (Gazzetia, 1922, 52, ii, 145— 
160; cf. this vol., i, 627).—By the action of hydroxylamine on 
oximinobenzoylacetone, Ceresole (A., 1884, 1167) obtained a 
compound, m. p. 178°, which he regarded as one of the two possible 
zdioximes of phenylmethyltriketone and is described in Beil- 
stein’s “‘ Handbuch ” (Vol. III, p. 270) as butyltrionephendioxime, 
NOH:CMe-CBz:NOH. The author finds, however, that the product 
of this reaction is a mixture of two benzoylmethylglyoximes which 
are not mere spacial isomerides. The action of nitrogen tetroxide 
on one of these oximes (termed the «-compound) yields «-oximino- 
gy-nitrole-y-ketophenylbutane, so that the two oximino-groups 
in this oxime are not equivalent to one another; with the second 
jsomeride (8), however, nitrogen tetroxide gives a peroxide, furoxan, 
the two oximino-groups being hence equivalent, since each loses 
its hydrogen atom. From the chemical behaviour of the two 
compounds the conclusion is drawn that the «-form is an equilibrated 
mixture of the two tautomeric modifications, §-nitroso-«-oximino- 
yketophenylbutane, NOH:CMe-CHBz-NO, and _ «§-dioximino- 
yketophenylbutane, NOH‘:CMe-CBz:NOH, and that the #-form 
consists of the latter tautomeride alone. The §-form may be 
regarded as the stable form of the «$-dioxime of phenylmethyl- 
triketone, since it results when the «-form is heated with various 
solvents or with a base. It is evident, therefore, that not all 
a-dioximes behave as if they contain the group —C(:NOH)-C(;:NOH)-, 
and that the isomerism of the different forms of an «-dioxime may 
depend on the possession of different structures by one of the two 
oximino-groups. 

Since oximinobenzoylacetone contains an oximino-group in the 
same position as one of those in the «-isomeride of benzoylmethyl- 
glyoxime, it may be represented by the equilibrium NOH:CAcBz = 
NO-CHAcBz, the hydrogen atom of the oximino-group being mobile. 
On this basis, the formation, by the action of hydroxylamine, of 
two glyoximes, one an equilibrated mixture, is readily explainable. 

Like all «-dioximes regarded by Tschugaev as syn-forms, «f- 
dioximino-y-ketophenylbutane acts in aqueous solution on nickel, 
copper, cobalt, and iron (this vol., i, 17), forming with the first 
three metals complex salts derived from two molecules of the 
glyoxime by replacement of two atoms of hydrogen, one from each 
molecule, by an atom of the metal. The equilibrated mixture 
termed the «-modification does not attack these metals, but it 
yields a cupric salt derived from one molecule of the dioxime by 
replacement of two hydrogen atoms by an atom of copper. The 
only other known salt of this type is that obtained by Atack (T., 
1913, 103, 1317) from y-benzildioxime and given by him the formula 

.~NO:CPh : 
Ni : | 

Ne o: | a but the author regards as more probable for his 
N=CMe 
Cu:CBz:NO 

The action of hydroxylamine on the «- and $-forms of benzoy]l- 
methylglyoxime yields two distinct phenylmethyltriketonetri- 
oximes; isomerism in the trioximes has not previously been 


copper salt the structure O< 
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observed, and no explanation is now offered of the existence of 
these two modifications. Both the trioximes act, in aqueous 
solution, on nickel, forming two different complex salts, each 
derived from two molecules of trioxime by replacement of two 
oximinic hydrogen atoms by an atom of the bivalent metal, 
Neither of the two dioximes and neither of the two trioximes is 
obtainable directly from phenylmethyltriketone. 
a-Benzoylmethylglyoxime, NOH:CMe-CBz:NOH, crystallises in 
white, rectangular lamine, often united to pennate aggregates, 
m. p. 135° (decomp., turning green), and dissolves in alkali 
hydroxide or ammonia solution without coloration, and in cold, 
concentrated sulphuric acid, giving an orange-brown coloration 
turned deep brown by addition of phenol. In aqueous solution 
at 80—90°, it readily loses water, yielding benzoylmethylfurazan, 
N:CBz 
unstable, olive-green powder, and when heated slowly has m. p. 
about 195° (decomp.), whilst when heated rapidly it explodes at 
about 185°. The diacetyl compound, OAc:-N:CMe-CBz:NOAc, 
crystallises in flattened, white prisms, m. p. 113°, and yields 
benzoylmethylfurazan when heated with water. 
a-Oaimino-B--nitrole-y-ketophenylbutane, NOH:CMe-CBz:N,0,, 
forms white prisms, m. p. 111° (decomp.), and dissolves in concen- 
trated sulphuric acid to a colourless solution which becomes 
emerald: green when heated gently with phenol. Even dilute 
solutions of bases readily hydrolyse it, rupture of the carbon atom 
chain taking place between the y-nitrole and carbonyl groups; 
thus, with ammonia solution, it yields aminomethylglyoxime, 
NOH:-CMe-C(NH,9:NOH, and benzamide. 
8-Benzoylmethylglyoxime, CyyH490,Ne, crystallises in white lamine 
or prisms, m. p. 193—194° (decomp.), and dissolves in alkali hydr- 
oxide or ammonia solution with a golden-yellow coloration and 
in concentrated sulphuric acid without coloration. The nickel 
salt, (Cj)H,O,N,).Ni, crystallises in flat, blood-red needles, m. p. 
258°, decomposing at 260°, and is readily decomposed by mineral 
acids, but is stable towards acetic acid. The copper salt, 
(Cj>H,O;N,),Cu, forms a pale coffee-coloured, compact, micro- 
crystalline powder, m. p. 201° (decomp.). The cobaltous salt is 
obtained as a brownish-violet, microcrystalline powder, which 
remains unmelted at 300° and readily forms colloidal solutions 
with various organic solvents and possibly also with alkali hydroxide 
solutions. The diacetyl derivative, OAc-N?CMe-CBz:NOAc, forms 
white prisms, m. p. 68°, and the dibenzoyl derivative, C,,H,,0;N2, 
white prisms, m. p. 220—221° (decomp.). 

Benzoylmethylfuroxan, CH,*C,N,0,*COPh, crystallises in long, 
white needles, m. p. 70°, and is converted into the $-benzoyl- 
methylglyoxime when reduced by means of zinc dust and acetic 
acid. 

Phenylmethyltriketone-«-triovime, NOH%CMe-C(NOH)-CPh:NOH, 
forms white, prismatic needles, m. p. 204° (decomp.), and dissolves 
without coloration in alkali hydroxide or ammonia solution or 


Its copper salt, C,gH,O,N,Cu, forms a somewhat 
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concentrated sulphuric acid. The nickel salt, (CjgH)03N3).Ni, 
an orange-yellow powder, decomposes unmelted at about 220°. 
The triacetyl derivative, C,,H,,O,Ns, forms prisms, m. p. 111°. 
Phenylmethyltriketone-B-trioxime forms white needles, m. p. 196° 
(decomp.), if heated rapidly, or a somewhat lower temperature 
if heated slowly. The nickel salt crystallises in lustrous, orange- 
red laminze, m. p. 236° (decomp.), or a lower temperature if heated 
slowly. The triacetyl compound forms large prisms, m. p. 107°. 
The cobaltous salt of dimethylglyoxime, (NOH:CMe-CMe-N-O),Co, 
obtained by the action of aqueous dimethylglyoxime solution on 
strips of cobalt, forms a coffee-coloured powder with a violet lustre, 


and begins to undergo change, without melting, at about 200°. 
am me 


The Labile Nature of the Halogen Atom in Organic Com- 
pounds. V. The Action of Hydrazine on the Halogen 
Derivatives of some Esters and substituted cycloHexanes. 
EpmunD LanoiEy Hirst and ALEXANDER KILLEN MACBETH 
(T., 1922, 121, 2169—2178). 


Preparation of Anthraquinone. CuarLtes R. Downs (USS. 
Pat. 1374721; from Chem. Zentr., 1922, ii, 1055)—For the pre- 
paration of anthraquinone, anthracene in the state of vapour is 
passed, mixed with a gas containing oxygen, over vanadium oxide 
as catalyst, at about 375°. The temperature is maintained con- 


stant by introduction of mercury vapour into the reaction zone. 
is G. W. R. 


Preparation of Hydrogenated Anthraquinones. TETRALIN 
G.m.B. H. (D.R.-P. 346673; from Chem. Zenir., 1922, ui, 1079— 
1080).—Tctrahydronaphthalene or substituted tetrahydronaph- 
thalenes are treated when gently heated with anhydrides of 
aromatic o-dicarboxylic acids, especially phthalic anhydride, in 
the presence of aluminium chloride and with addition of benzene 
and similar diluents. The y-ketocarboxylic acids formed are 
changed into hydrogenated anthraquinones by condensing reagents, 
particularly fuming sulphuric acid. Tetrahydronaphthalene and 
phthalic anhydride give, at 60—70° in the presence of benzene 
and aluminium chloride, §-tetrahydronaphthoyl-o-benzoic acid; it 
forms crystals, m. p. 153—155°. It gives with acetic anhydride 
acrystalline acetyl-lacione (I), m. p. 135°. The methyl ester has m. p. 
73—74°. By reduction of the acid, §-tetrahydronaphthylphthalide 
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(II) and a o-8-tetrahydronaphthylmethylbenzoic acid, 
C,)H, ,"CH,°C,H,°CO,H, 

are obtained. By the action of fuming sulphuric acid on tetra. 
hydronaphthoyl-o-benzoic acid, a mixture of «-tetrahydronaphih. 
anthraquinone (III), m. p. 135°, and 8-tetrahydronaphthanthraquinone 
(IV), m. p. 211°, is obtained. The compounds are separated by 
fractional crystallisation. Both form yellow needles. They yield 
corresponding anthraquinols on reduction and readily give sub. 
stituted derivatives with halogens, sulphuric acid, and nitric acid, 
2-Methylietrahydronaphthalene, obtained by the catalytic hydro. 
genation of 2-methylnaphthalene, is a colourless oil, b. p. 219~ 
220°. It gives, on condensation with phthalic anhydride, 3-methyl. 
2-tetrahydronaphthoyl-o-benzoic acid, CH gMe-CO-C,H,°CO,H, 
needles, m. p. 160°. By the action of fuming sulphuric acid, 
3-methylietrahydro-2 : 1\-naphthanthraquinone (V) is obtained; it 
forms yellow needles, m. p. 119°. G. W. R. 


Tetranitroanthrachrysone. Gustav HELLER and Paut Linp. 
NER (Ber., 1922, 55, [Bb], 2674—2679; cf. Heller and Skraup, 
A., 1913, i, 1207) —A more extended examination of the substance 
(cf. D.R.-P. 73605). 

Tetranitroanthrachrysone [2 : 4: 6: 8-tetranitro-1 : 3 : 5 : 7-tetra- 
hydroxyanthraquinone] is prepared by the action of nitric acid 
(d 1-26) and concentrated sulphuric acid on a solution of anthra- 
chrysone in the latter acid; it crystallises in orange-coloured 
leaflets, which darken at 200° and explode a% about 285°. It is 
remarkable that the entrance of the four nitro-groups occurs 
simultaneously so that unchanged original material remains if 
too little nitric acid is used. Its salts with the alkalis and ammonia 
are described. It is readily attacked by boiling aqueous ammonia, 
but the change appears to be so complicated that it is impossible to 
isolate a uniform material. Reduction does not occur smoothly, 
since the replacement of an amino-group by hydrogen occurs 
simultaneously with the complete conversion of the nitro- into the 
amino-group. The action of stannous chloride appears to lead to 
the formation of (?) triaminoanthrachrysone, a black substance 
which is unchanged below 295°, whereas sodium hyposulphite 
gives the sodium salt of a triaminoanthrachrysone, C,,H,O,N,Na. 
Tetranitroanthrachrysone reacts readily with aromatic bases in 
alkaline solution, giving dark dyes from which a homogeneous 
material could not be isolated. 

The probability of the participation of the hydroxy-groups in 
the reactions just described has led to the preparation of 1 : 3: 5: 7- 
tetramethoxyanthraquinone, slender, yellow needles, m. p. 238°, by 
the action of methyl sulphate on anthrachrysone in alkaline 
solution. The ether is transformed readily into 2:4: 6: 8-teira- 
nitro-1 : 3:5: '7-tetramethoxyanthraquinone, slender yellow needles, 
m. p. 258° (decomp.) after darkening at 220°, which is not affected 
by alcoholic potassium hydroxide solution. It is readily converted 
by aniline and aqueous sodium carbonate solution into 2 : 6-dinitro- 
4 : 8-dianilino-1 : 3: 5 : 7-tetramethoxyanthraquinone, slender, dark 
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blue needles, which gradually decompose without melting above 
300°. H. W. 


The Carbamides of Anthraquinone. M. Batrrcay and 
J. BERNHARDT (Chim. et Ind., 1922, 8, 305—306).—The three 
jomeric dianthraquinonylearbamides, 1: 1’, 1 : 2’, and 2: 2’ show 
a gradation in properties in which the 1 : 2’-isomeride approaches 
more nearly to the 2: 2’- than to the 1: 1’-isomeride. The 1 : 2’- 
and the 2 : 2’-isomerides may be used as vat dyes by preliminary 
reduction in alkaline medium, but under similar conditions the 
1:1’-isomeride very rapidly undergoes hydrolysis unless the 
temperature is kept below 18—20°, and then the carbamide is 
s0 little soluble as to render it useless as a dye. If, however, two 
hydroxy-, methoxy-, or benzoylamino-groups are substituted in it 
in positions para to the carbamide-group, then the products are 
no longer sensitive to destruction during reduction, and may be 
used as dyes, W. G. 


The Urethanes of Anthraquinone. M. Batrrcay and J. 
BERNHARDT (Chim. et Ind., 1922, 8, 307).—The group NH-CO,Et 
exercises a greater auxochrome effect when introduced into the 
anthraquinone molecule than does the group NH-COPh, both in 
the 1- and the 2-derivatives. The l-urethanes, like the 1 : 1’-carb- 
amides, are very sensitive to alkaline reduction, the product under- 
ging immediate hydrolysis. The introduction of a nitro-, a 
hydroxy-, a methoxy-, or a benzoylamino-group into the para- 
position in the urethanes does not check this hydrolysis as it did 
that of the carbamide (cf. previous abstract). W. G. 


Reduction Products of Hydroxymethylenecamphor. V. 
Coupling of Hydroxylamine with Methylenecamphor. H. 
Rupe and H. Scumip (Helv. Chim. Acta, 1922, 5, 778—785).—Re- 
action between hydroxylamine and methylenecamphor in alcohol 
takes place between one molecule of the former and two molecules 
of the latter with formation of di-camphomethylhydroxylamine 


({e">cH-CH,) N-OH, crystallising in colourless leaflets, m. p. 
2 


109°5—110-5°; its hydrochloride crystallises in fine, white leaflets 
decomposed by hot water; the neutral oxalate (C.2.H3;0,N).,C,H,O, 
forms white, microscopic leaflets, m. p. 169—169-5°. By stannous 
chloride and hydrochloric acid, the hydroxylamine derivative is 
reduced to di-camphomethylamine (cf. Rupe and Kussmaul, A., 
1920, i, 622). Di-camphomethylhydroxylamine is readily oxidised 
by cupric acetate in alcoholic solution, but no definite products 
could be isolated. Better results were obtained with ferric chloride, 
and from the product was isolated a compound, C,,H,,0,N, white, 
microscopic crystals, sintering at 195°, m. p. 208—210°. Molecular- 
weight determinations by cryoscopic methods indicate a molecular 
weight from twice to four times that represented by the formula. 
Hydroxymethylenecamphor was expected to be present in the 
oxidation product, but was not found. 

VOL. CXXII. i. 20 
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By the action of thionyl chloride on di-camphomethylhydroxy). 
amine, di-camphomethylchloroamine was obtained, 
H 
(i5,-"!>CH-CH,) NCI, 
2 
a white, crystalline powder, becoming yellow at 135°, m. p. 202— 
205° (decomp.). E. H. R. 


The Formule of Dicyclic Terpenes. Grorcres Dupont 
(Bull. Soc. chim., 1922, [iv], 31, 897—-909).—A theoretical discussion 
which the author maintains that the usually accepted formule for 
dicyclic terpenes are based mainly on the products obtained on 
oxidation with permanganate and do not accord with other reactions 
of the hydrocarbons. The suggestion is made that their properties 
are more consistently expressed by the introduction of free valencies 
or oscillating bonds into the formule: each terpene is dealt with 
from this point of view. On the above hypothesis, the formula— 
which are compared with the Bacyer benzene formula—should be 
written : 
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Pinene. Nopinene. Camphene. Fenchene I. Fenchene II. Sabinene. 
H. J. E. 


Melting Point of Commercial Terpin. José Mania 
CLAVERA (Anal. Fis. Quim., 1922, 20, 243—246).—The melting 
point of freshly crystallised terpin hydrate, determined with rapid 
heating is 118-2°, which is higher than the previously accepted 
value. The anhydrous terpin has m. p. 104:7°. The melting 
point of terpin hydrate is considerably changed by small variations 
in the amount of water of crystallisation present. A curve is 
given showing the initial and final melting points of a series of 
mixtures varying from anhydrous terpin to terpin hydrate. The 
melting point is an untrustworthy criterion of purity. G. W. R. 


The Preparation of Bornylene. Hans MrEERwEIN and JAcoB 
JoussEN (Ber., 1922, 55, [B], 2529—2533).—The elimination of 
hydrogen chloride from bornyl chloride has previously led to the 
isolation of camphene instead of the expected bornylene. Since a 
high temperature (about 230°) is necessary for this process, its course 
can readily be explained in the light of the work of Meerwein and 
van Emster (this vol., ii, 751) according to which the loss of the 
acid is preceded by the transformation of bornyl chloride into 
tsobornyl chloride and camphene hydrochloride. The successful 
preparation of bornylene depends therefore on the discovery of 
conditions under which this change does not occur or only takes 
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place very slowly. Preliminary work in this direction has been 
carried out with the more reactive isobornyl chloride, since the 
transformations occur in the same manner with either substance 
and the results obtained with isobornyl chloride are directly 
applicable to bornyl chloride. 

The rate of decomposition (velocity of transformation) of tso- 
bornyl chloride by alkali alkyloxides is found to diminish with in- 
creasing concentration of the alkali, with diminution of the water 
content of the mixture and with increase in the molecular weight 
of the alcohol employed. By applying these conditions to bornyl 
chloride, it is found possible to prepare nearly pure bornylene 
(solidifying temperature 108—107° instead of 113° as recorded in 
the literature for the pure material) by the action of a 10% solution 
of potassium amyloxide in amyl alcohol at 230°. The high tem- 
perature necessary for the change is remarkable. Under similar 
conditions, bornyl bromide loses hydrogen bromide almost in- 
stantaneously at about 190° with the formation of an equally 
pure bornylene. 


The Constitution of the Terpene Present in the Essential 
Oil from Andropogon Jwarancusa, Jones. JOHN LIONEL 
SmonSEN (T., 1922, 121, 2292—2299). 


The Composition of the Essential Oil of Turpentine. 
M. VizEs and G. Dupont (Chim. et Ind., 1922, 8, 318—319).— 
Physical constants of the essential oil of Aleppo turpentine (from 
Pinus halepensis) are given, and it is shown that the composition 
of the fresh oil depends only on the variety of the conifer which 
has produced it. W. G. 


Essential Oils from Myrica Gale, L. M.ScHoors (J. Pharm. 
Belg., 1921, 3, 769—773; from Chem. Zentr., 1922, i, 1340—1341). 
—The following data were obtained for two essential oils obtained 
from Myrica Gale, L., by steam distillation. The first oil, separ- 
ating directly from the distillate, has d°0-9068; [a], —8° 46’; 
n> 1-4820; acid number, 1-5; saponification number, 17-8; ester 
number, 16-3; acetyl number, 39-2; combined alcohols (C,)H,,0), 
4-4°/,; ester (linalyl acetate), 5-6°%%; free alcohols (C,gH,,0), 
11-:106%; iodine number, 168-84. The second oil, extracted 
from the aqueous distillate, has d!© 0-8956; [a], —5° 9’; m6 
14656; acid number, 1-8; saponification number, 18-19; ester 
number, 16-39; acetyl number, 36-4; combined alcohols (C,)H,,0), 
45%; ester (linalyl acetate), 5-73°%,; free alcohols (C,)H,,0), 
706% ; iodine number, 56-70. G. W. R. 


Isoprene and Caoutchouc. V. The Hydrogenation of 
Caoutchouc and its Constitution. H. SraupmnGEeR and J. 
Frirscu1 (Helv. Chim. Acta, 1922, 5, 785—806).—The hydrogen- 
ation of caoutchouc and the decomposition products of the hydro- 
genation product were studied to get more evidence regarding 
the constitution of the substance. According to one theory, the 
caoutchouc molecule is composed of aggregations of comparatively 
002 
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the unsaturated character of the molecule is lost. The experi. 
mental evidence cannot be reconciled with the first theory, but 
favours the second. The hydrogenation of caoutchouc was accom. 
plished by heating it with hydrogen in presence of platinum at 
270° and about 100 atm. Nickel did not promote complete hydro. 
genation under these conditions. The hydrogenated product has 
the composition (C;H,,), and retains the completely colloida 
character of caoutchouc. It is stable towards bromine, but il 
sunlight becomes slowly brominated, the brominated product still 
having the properties of caoutchouc. Were the first theory of the 
constitution of caoutchouc correct, hydrogenation would be expected 
to destroy the partial or residual valencies holding the large mole- 
cules together, giving products of simpler constitution. Hydro- 
caoutchouc can be regarded as a high molecular paraffin hydro- 
carbon with so large a molecule that, in effect, C,Hon+.—C,Ho,. 
The distillation of caoutchouc and of the hydrogenated material in 
a high vacuum was studied. The decomposition of caoutchouc is 
less far-reaching in a vacuum than under normal pressure. At a 
pressure of 0-1 to 0-3 mm., distillation takes place between 275° 
and 320°. The products obtained were isoprene, about 3-1%, 
dipentene, about 8-8%, a hydrocarbon, C,;H,, about 4-4%, and 
small quantities of hydrocarbons, CH. and Cy5Hyy. The com- 
pound C,;H,, contains two double bonds, and is probably a hydro- 
naphthalene derivative, whilst C.y>H 5, contains three double bonds 
and probably has a long aliphatic side chain. The depolymerisation 
of caoutchouc to form these products can be understood if the 
molecule contains a long chain of the form 
*CH,":CH,*CMe:CH-CH,!CH,-CMe:CH-CH,;CH,-CMe:CH-CH,}-CH,: 
etc., which may split into sections containing 4, 8, 12, etc., carbon 
atoms in a chain, the sections then forming closed ring systems. 
When hydrocaoutchouc is distilled, a higher decomposition tem- 
perature, 350—390°, is necessary. The decomposition products 
have the composition (C;H, 9), and in each case have only one 
double bond. The lowest product found was a pentene, b. p. 
30—40°, which appeared to be 8-methyl-A*-butylene since it gave 
methylethylketone on oxidation. From the higher boiling frac- 
tions were isolated, among others, a hydrocarbon, C,;H»», and, 
as the highest boiling constituent, Cy9H 99. The presence of such 
substances as the last in the decomposition products shows that 
hydrocaoutchouc itself must have an exceedingly high molecular 
weight. It cannot be vulcanised, and this fact supports the view 
that the vulcanisation of caoutchouc is a truly chemical process 
depending on the ethylene linkings and not an adsorption pheno- 
menon. It is shown that in latex the caoutchouc is present in its 
normal molecular form and not in the form of simpler molecules 
which in the coagulation process combine to form we TE 


simple molecules, ring compounds formed from two or more iso. 
prene molecules, held together by partial valencies. According 
to an opposing theory, the whole colloid molecule is formed by 
polymerisation of isoprene molecules in chains of such size that 
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Betulin. Herrnrich Scnvuize and Kurt Prirron (Ber., 1922, 
55, [B], 2332—2346)—An extended investigation of betulin 
indicates that it is a member of a particular class of phytosterol- 
like dihydroxy-alcohols. The substance crystallises with one or 
one-half molecular proportion of ethyl alcohol which is very firmly 
retained and has been overlooked by previous workers. The 
empirical formula is C,,H;,0, or C,,H;,0,. When heated with 
formic acid, it undergoes a remarkable transformation into allo- 
betulin which appears to be closely related to 8-amyrin and lupeol, 
whereas betulin shows great similarity to onocol isolated from 
Ononios spinosa. 

Birch bark is extracted with aqueous ammonia and the dry 
residue is exhaustively treated with boiling alcohol. The bulk of 
the alcohol is removed and the residue is treated with an excess 
of lead acetate and evaporated to dryness. The dry mass is 
extracted with boiling benzene from which crude betulin separates. 
It is purified by crystallisation from alcohol from which it separates 
when the solutions are rapidly cooled in slender needles resembling 
asbestos (+-2EtOH) or on slow cooling in coarse, lustrous, rhombic 
needles (+EtOH). It has m. p. 251—252°, [«]i} +-19-96° in pyridine 
solution. The diacetate crystallises in coarse, rhombic prisms, 
m. p. 216—217°, [a] +21-99° in chloroform solution. Betulin 
is converted by phthalic anhydride into betulin hydrogen phthalate, 
slender, matted needles (from aqueous alcohol, +-EtOH or +-2H,0), 
m. p. (not quite definite) 180—182° (decomp.), [«]} +24-48° when 
dissolved in chloroform; the corresponding silver salt is described. 

Betulin is transformed by boiling formic acid (90—95%) into 
allobetulin formate, coarse, rhombic needles, m. p. 311—312°, 
[a]$ +51-08° in chloroform solution, which is hydrolysed by 
alcoholic potassium hydroxide solution to allobetulin, monoclinic 
or triclinic platelets, m. p. 260—261°, [«]}} +-48-25° when dissolved 
in chloroform. Analysis of the substance and its derivatives are 
in agreement with the formula, C,,H;,0, or C,,H;,0,, for allo- 
betulin which appears to be isomeric with betulin. It contains 
only one hydroxyl group, the second oxygen atom being in ethereal 
linking. The conversion of betulin into allobetulin is not a specific 
action of formic acid, but appears to depend on the hydrogen-ion con- 
centration ; it can also be effected by acetic acid containing a little 
concentrated hydrochloric acid. In comparison with betulin, allo- 
betulin and its derivatives are characterised by their higher melting 
point, smaller solubility, higher specific rotation, and greater 
stability towards chemical reagents. alloBetulin acetate crystallises 
in hexagonal platelets belonging to the rhombic system; it has 
m. p. 277—278°, [«]i} +654-16° in chloroform solution. alloBetulin 
is converted by benzoic anhydride at 170° into allobetulin benzoate, 
apparently monoclinic platelets, m. p. 275—276°, [«]§} +70-26°, 
when dissolved in chloroform, by phthalic anhydride into allo- 
betulin hydrogen phthalate, slender needles, m. p. 260—261° (slight 
gas evolution), [«]}} -+-58-20° in chloroform (the silver salt is de- 
scribed), and by molten succinic anhydride into allobetulin hydrogen 
succinate, slender, lustrous leaflets, m. p. 265—266°, [a]} +48-01°, 
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when dissolved in chloroform (the silver salt was analysed). allo. 
Betulin is oxidised by chromic acid in glacial acetic acid solution 
to allobetulone, colourless, rhombic needles, m. p. 230—231°, [a}# 
+84-40° in chloroform [oxime, leaflets, m. p. 285—290° (decomp. 
when rapidly heated, phenylhydrazone, pale yellow leaflets, m. p. 
223° (decomp.) after softening at 220°]. alloBetulin is converted 
by phosphorus pentachloride in the presence of chloroform into 
apoallobetulin, Cy,.H; 90 or CagH 520, lustrous, rhombic needles, 
m. p. 198—200°, [«]i} -+-74-78° in chloroform solution. Ozyallo- 
betulin acetate, CygH,O,Ac or Cyg3H;,0,Ac, is prepared by the 
oxidation of allobetulin acetate dissolved in glacial acetic acid 
with chromic acid; it crystallises in leaflets which do not melt 
below 360°, [a]? +54-34° when dissolved in chloroform. It is 
hydrolysed by alcoholic potassium hydroxide solution to ozyallo- 
betulin, slender, matted needles which sublime before melting. 


H. W. 


Tannins and Similar Compounds. X. The Tannin of 
the Native Oak. Kari FREUDENBERG and ErRIcH VOLLBRECRT 
(Ber., 1922, 55, [B], 2420—2423).—The tannin of the oak, isolated 
from the fresh leaves by means of the lead salt, is purified from 
free ellagic acid and admixed quercetin glucosides by extraction 
with ethyl acetate in a vacuum. It is accompanied by its own 
condensation products, from which it is freed by fractional pre- 
cipitation from its alcoholic solution with ether. It is an amorphous, 
reddish-yellow material, freely soluble in water, alcohol, or acetone. 
It is strongly acidic. It has [«], about —35°. It contains 23— 
25% of combined ellagic acid, and about 5%, of combined dextrose; 
the remainder of the molecule is an amorphous acid, termed 
quercussic acid. Warm, dilute mineral acids cause a more ready 
elimination of dextrose than of ellagic acid, the inactive hydrolytic 
product containing the residue of a compound of ellagic and 
quercussic acids. Continued hydrolysis effects the complete 
removal of ellagic acid. Dilute alkalis remove the whole of the 
ellagic acid in the cold, without, however, separating the dextrose. 
It appears, therefore, that oak tannin is a glucoside of quercussic 
acid which is esterified to a depside with ellagic acid. Acid or 
alkaline hydrolysis of oak tannin results in the considerable destruc- 
tion of quercussic acid. Tannase acts very slowly, but gives a 
uniform product which closely resembles the original material in 
physical properties, and is optically inactive and not hydrolysed 
by acid or alkali. Quercussic acid appears to be a bibasic acid of 
molecular weight about 800. 

The degradation of oak tannin by tannase to quercussic acid is 
too tedious for preparative purposes. It is found, however, that, 
under definite conditions, Aspergillus niger grows on the solutions 
and thereby completes the degradation without decomposing the 
quercussic acid. Since, in addition, it is found that the galls of 
Quercus pedunculaia contain the same.tannin as the leaves, a con- 
venient method of preparing quercussic acid is obtained. ‘Treat- 
ment of it with molten potassium hydroxide has not led to the 
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isolation of definite products. Phloroglucinol is not formed; its 
isolation by earlier workers from oak tannin is probably attributable 
to the presence of quercetin. H. W. 


mp.) 

sae Constitution of Elsholtzic Acid. Yasunrko ASAHINA and 
inte Saronu Kuwapa (J. Pharm. Soc. Japan, 1922, No. 485, 565— 
lles 579; cf. ibid., 1918, No. 431).—For the complete determination 


of the constitution of elsholtzic acid, 2-methylfuran-3-carboxylic 
acid was prepared from dichloroethyl ether, acetoacetic ester, and 
ammonia by Benary’s method (A., 1911, i, 319). It was converted 
into its chloride, brominated, hydrolysed by boiling with water 
and oxidised by means of silver oxide (Hill and Sawyer, A., 1894, 
i, 442), and the bromine atom contained in the nucleus removed 
by warming with ammonium chloride and zinc dust. The furan- 
2:3-dicarboxylic acid so obtained, colourless prisms, m. p. 221°, 
was proved to be identical with that obtained from elsholtzic acid. 
The constitution of elsholtzic acid and elsholtzic ketone are therefore, 


of 

; CH-CMe CH-CMe 
4 respectively, ty 0°’ CO,H and 1 9° e CO-CH,°CHMe, 
ym Methyl furan-2 : 3-dicarboxylate forms white crystals, m. p. 34°; 
on the monoanilide crystallises in light yellowish-brown needles, m. p 
mn 169—170°; the dianilide was not obtained. The product of the 
e- hydrolysis mentioned above was _ bromo-2-hydroxymethylfuran- 
is, 3-carboxylic acid, fine, yellow needles, m. p. 116° (monoacetate, 
e. white needles, m. p. 94—95°). From the mother-liquor an oxime 
ret (impure) was obtained, which was converted into a nitrile, and 
>: then into furan-2 : 3-dicarboxylic acid. K. K. 
d 
y Poly-arylated Vinyl Carbinols and their Derivatives. II. 
ec Diarylstyryl Carbinols and the Products of their Trans- 
d formations. Kari ZIEGLER and Curt Ocns (Ber., 1922, 55, 
c [B], 2257—2277; cf. this vol., i, 151).—The recent publications of 
e Meyer and Schuster (this vol., i, 540) and Skraup and Freundlich 


(this vol., i, 589) on halochromic phenomena with carbinols has 
caused the authors to give a further account of their work. 
9-Styrylxanthyl chloride hydrochloride (annexed formula) is 


HC1,CL.. CH°CHPh 
C 
eOer 
\Z4 ‘“e bd 


obtained by treating a solution of 9- 
styrylxanthenol in benzene with concen- 
trated hydrochloric acid. It forms small, 
coarse red crystals or golden leaflets which 
are stable in a closed vessel, but rapidly 
decompose on exposure to air. Its be- 
haviour when heated varies greatly with 


the conditions of heating. The corresponding bromide hydro- 
bromide, coarse red crystals, is prepared in an analogous manner. 
The chloride forms an extensive series of double salts with 
the chlorides of the heavy metals such as zinc chloride, mer- 
curic chloride, ferric chloride, antimony trichloride, stannous 
chloride, and stannic chloride, of which the zinc compound, 
C,H, ,OCI,ZnCl,, long, red needles, decomp. 188° after darkening 
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at 100°, and ferric compound, C,,H,;OCI,FeCl,, carmine-red leaflets 
which gradually melts and decomposes at 160—180° after darken. 
ing at 145°, are described in detail. Analogous salis are formed 
from the bromide. The perhaloids, chloride-perchloride, chloride. 
perbromide, and bromide-perbromide, are characterised by the ease 
with which they lose the per-halogen, so that they could not be 
isolated in an analytically pure condition. 9-Styrylxanthenol, 
small, colourless crystals, m. p. 158—159°, is prepared by shaking 
an ethereal solution of the perchlorate or hydrochloride with 
sodium hydroxide or sodium carbonate; if traces of acid vapours 
and elevation of temperature are not scrupulously avoided during 
removal of the ether, di-9-styrylxanthyl ether, a colourless, micro. 
crystalline powder, m. p. 172°, is obtained. 9-Styrylxanthenyl 
chloride is converted by cold, absolute ethyl alcohol into 9-styryl. 
xanthyl ethyl ether, small cubes or short prisms, m. p. 168—169° 
after previous darkening. The action of boiling glacial acetic acid 
on 9-styrylxanthenol, its ethers, or its chloride hydrochloride 
rapidly leads to the formation of a substance, colourless prisms, 
m. p. 241—242°; analyses of the product are in harmony with 


the formula, O<654]2>C:C:CHPh, but this simple constitution 


is not in accord with ‘determinations of the molecular weight and 
with the inability of the product to re-form the perchlorate when 
treated with perchloric acid; it is probably to be regarded asa 
polymerised allene derivative. 9-Styrylxanthenyl perchlorate, on 
the other hand, is converted by boiling glacial acetic acid into a 
new stable perchlorate, dark brownish-red leaflets, decomp. 248°, 
which is transformed by boiling alcohol into the xanthene derivative, 
m. p. 241—242° (see above). Attempts to prepare 9-styrylxanthy| 
by the action of phenyl magnesium bromide on 9-styrylxantheny! 
perchlorate did not lead to the desired result. The reaction takes 
place energetically but without development of a trace of colour. 
The production of diphenyl cannot be established. The product 


appears to be 9-phenyl-9-styrylxanthene, O<(etl*>CPh-CH:CHPh, 
6 


colourless, microscopic prisms, m. p. 142—143°. (The analogous 
reaction between 9-phenylxanthenyl perchlorate and magnesium 
phenyl bromide appears to yield 9-phenylxanthyl.) 

Di-p-anisylstyryl carbinol, (OMe°C,H,),C(OH)-CH:CHPh, a 
voluminous, pale yellow powder which has not been caused to 
crystallise, is prepared in the same manner as 9-styrylxanthenol 
(the double salts of di-p-anisylstyrylmethyl chloride with ferric 
chloride and antimony trichloride have been prepared). The 
carbinol appears to be stable towards boiling ethyl alcohol con- 
taining a little acid; it is transformed by boiling glacial acetic 
acid into a substance, (C.3H»90,), long needles, m. p. 188°, which is 
probably a polymerised allene derivative. 

9-Styryldi-68’-naphthaxanthenyl perchlorate (this vol., i, 152) 
has now been isolated as a stable, coffee-brown powder which 
darkens at 140°, slowly melts between 140 and 160°, and decom- 
poses at 174°, 
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y-Phenyl-awy-di-p-antsylpropane-a-one, 
OMe-C,H,°CO-CH,’-CHPh-C,H,OMe, 
colourless crystals, m. p. 89—90°, is prepared by the action of 


loride. | magnesium p-anisyl bromide on p-anisyl styryl ketone. 2:4: 4’. 
e ease  Trimethoxybenzophenone, colourless needles, m. p. 70—71°, is 
not be | readily obtained from p-anisoyl chloride and resorcinyl dimethyl 
thenol § ether by Friedel and Crafts’ reaction. 2 : 2’-Dimethoxybenzhydrol, 


colourless crystals, m. p. 85—86°, is prepared from salicylaldehyde 
methyl ether and magnesium o-anisyl bromide. 
[With G. Bremer and F. Turev.}—Halochromic salts, par- 


ate ticularly perchlorates, can be obtained readily from tetra-arylallyl 
nicro. § alcohols if the aryl groups are suitably chosen. Thus, di-p-anisyl- 
heny| @ (86-diphenylvinyl)methyl perchlorate, m. p. 130—131°, is prepared 
tyryl. @ iD the same manner as di-p-anisylstyrylmethyl perchlorate from 
-169° § (8-diphenylvinyl bromide and di-p-anisyl ketone. Free diphenyl- 


di-p-anisylallyl alcohol is an amorphous substance which appears 
to lose water with great readiness. The perchlorate is rapidly 
transformed by pyridine into pyridine perchlorate and yy-diphenyl- 
aa-di-p-anisylallene, C(Cg,H,*OMe),:C:CPhg, colourless crystals, m. p. 
102—103°, which is smoothly converted by perchloric acid into 
the original perchlorate. 

CH:CPh, 


9-88-Diphenylvinylxanthyl perchlorate, o<bert>c<Gio : 
er AOg 


red needles, m. p. 166° (decomp.), is obtained smoothly by the 
action of 68-diphenylvinyl bromide and magnesium on xanthone. 


0 
Bi It is readily hydrolysed to 9-88-diphenylvinylidenexanthene, 
8°, 0<(otts>C:C:0Ph,, m. p. 205—206°, from which the original 
ive, 4 

hyl perchlorate is easily re-formed. The allene derivative becomes 
ny! isomerised when subjected to the protracted action of boiling 
kes glacial acetic acid, giving a product, C,,H,,0, coarse, colourless 
ur cubes, m. p. 173—174°. 88-Diphenylvinylxanthyl chloride hydro- 


chloride, Cy,H»,OCl,, dark red, very unstable needles, is prepared 
by passing hydrogen chloride into a solution of 9-88-diphenyl- 
vinylidenexanthene in benzene to which a little acetyl chloride 
has been added. 9-88-Diphenylvinylxanthyl perchlorate reacts 
energetically with an ethereal solution of magnesium phenyl 
bromide, giving an intensely green solution from which colourless 


crystals of  9-88-diphenylvinylxanthyl, O<stt*>C-CH:CPh,, 
6 


separate. The substance gives a pale yellow solution in cold 
benzene which becomes dark brown when heated, but returns to 
its original colour when again cooled. It is converted by air into 
the corresponding peroxide. The original green colour of the 
ethereal solution cannot at present be explained; it appears, how- 
ever, to be due to a radicle, since it is discharged by contact with 
air, H. 


Biscoumaric Acids. A. W. K. pr Jone (Proc. K. Akad. 
Wetensch. Amsterdam, 1922, 25, 175—178).—In a recent com- 
munication (A., 1918, i, 303), the author has shown that the product 
oo* 
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of the action of light on coumarin is not identical with the hydro. 
dicoumarin of Fittig and Dyson (T., 1887, 51, 66). The author 
assumes that the product of illumination is formed from coumarin 
in the same way as «- and @-truxillic acids are formed from normal 
cinnamic acid by the production of a tetramethylene ring between 


the doubly linked carbon atoms of the two molecules. On this _ 
basis, four different biscoumarins may be formed, two of which TI 
are represented by each of the formule I and II. ‘ho 
C,H,-CH-CH---CO~, C,H. fe te ' hlo 
i. 64 I II. 64 C 
oe H-CH-C,H,~ © waning H-CH-—CO”° pres 
In addition to the biscoumarin of the author and _ hydrodi- de 
coumarin of Fittig and Dyson, a further biscoumarin has been Psa 
isolated by Strém (A., 1904, i, 505), which, since it is formed it 
from coumaric acid in the same way as «-truxillic acid from « § 4(, 
cinnamic acid, the author, in conformity with the names and the 
structures assigned to the truxillic acids (A., 1918, i, 172), has ‘ 
termed «-biscoumarin, and the acid from which it is derived «-bis- whi 
coumaric acid. This acid changes into «-biscoumarin at 250° and Alt 
«-biscoumarin melts with decomposition at 318°. Methylation of i 
a-biscoumaric acid with methyl sulphate gives the dimethyl ester . 
of the dimethyl ether, which crystallises in needles, m. p. 133°, “2 
and is sparingly soluble in ether. The dimethyl ether, obtained yo 
by boiling the ester with alkali, melts at 261—262° and when in 
heated with acetic anhydride at 210° yields the anhydride of the ae 
dimethyl ether of y-biscoumaric acid, which crystallises in large, 
bright yellow crystals, m. p. 186—187°. The dimethyl ether Cy 
melts at 234°. Heating «-biscoumaric acid with potassium hydr- a" 
oxide yields the acid corresponding with $-cocaic acid, m. p. 212°; bl 
this acid is named ¢-biscoumaric acid. The biscoumaric acid of th 
the product of illumination of coumarin is termed A-biscoumaric ' 
acid, and yields a dimethyl ester of the dimethyl ether which mn 
melts at 112—113°. Heating the dimethyl ether of A-biscoumaric fo 
acid with acetic anhydride at 210° yields a non-crystallisable | 
syrup, which on boiling with alkali yields the dimethyl ether of e 
«-biscoumaric acid, m. p. 203°. This transformation shows that 
the coumarin rings of the product of illumination are situated on ce 
different sides of the tetramethylene ring, and since the two 
coumarin rings are on different sides of the tetramethylene ring q 
in «-biscoumarin, it follows that A-biscoumarin has the structure I, ri 
and by removing a carboxyl group from one side of the tetramethy]- 
ene ring to the other, an o-dihydroxy-e-truxillic acid is formed. On A 
melting A-biscoumaric acid with potassium hydroxide, 6-biscoumaric 
acid is formed, m. p. 157°. J. F.S. r 
Dibenzothianthrendiquinone and Dinaphthathiophendi- 
quinone. (Conversion of the Dithiin Ring into the Thiophen 
Ring.) Kurt Brass and Lupwie Kéuuer (Ber., 1922, 55, [B}, ; 
2543—2568).—An account is given of the more extended examin- : 
ation of dibenzothianthrendiquinone, CygH,O.<g>CypH,02 (cf. ] 
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Brass and Kéhler, A., 1921, i, 435). The most remarkable pro- 
perty of the substance is the readiness with which it is converted 


into dinaphthathiophendiquinone, scp the dithiin being 
1044V2 


transformed into the thiophen ring. 

The preparation of dibenzothianthrendiquinone is most con- 
yveniently effected by agitating an aqueous suspension of 2 : 3-di- 
chloro-«-naphthaquinone (the method of obtaining the latter by 
chlorination of «-naphthaquinone in glacial acetic acid in the 
presence of iodine is described in detail) with the calculated quantity 
of sodium sulphide solution in the absence of air at the atmospheric 
temperature. Reaction occurs in accordance with the equa- 


tion 8C,)H,0,Cl,+12Na.S +3H,O0=2NaSH +-Na,8,0,+16NaCl-+- 
H,0,<8>C 19H4(OH)-ONa. The green monosodium salt of 


the quinhydrone is separated and treated with dilute nitric acid 
or chromic acid, whereby it is converted into the blue quinhydrone, 
which is oxidised further in the boiling solution to the quinone. 
Alternatively, an alkaline suspension of 2 : 3-dichloro-«-naphtha- 
quinone is treated with hydrogen sulphide; in this case, reduction 
proceeds to the quinol stage, and the product is then oxidised as 
just described. The product has m. p. 302° (decomp.) after incipient 
decomposition at 280°, dinaphthathiophendiquinone being pro- 
duced. A similar decomposition occurs slowly in the presence of 
boiling nitrobenzene. 1 : 14-Dihydroxydibenzothianthrenquinone, 


CiH,0<$>CjoH,(OH)., is obtained by the action of dilute acid 


on the green sodium salt described above. It crystallises in dark 
blue needles which are stable when dry, but readily oxidised to 
the quinone when moist. In consequence of atmospheric oxid- 
ation, it melts at 302° (m. p. of diquinone) when heated in an open 
capillary tube. Only one of its hydroxyl groups is capable of salt 
formation (the monosodium salt is described above). Both hydroxyl 
groups are readily acylated by acetyl or benzoyl chloride in the 
presence of pyridine, giving, respectively, 5 : 14-diacetoxydibenzo- 
thianthrenquinone, dark, olive-green crystals with a red reflex, 
m. p. (indefinite) 265—268°, and 5 : 14-dibenzoyloxydibenzothianthren- 
quinone, red rodlets or leaflets with a green reflex, m. p. (indefinite) 
290°. 5:7: 12: 14-Tetrahydroxydibenzothianthren, 


CypH,(OH),<§>CgHy(OH)s, 


is obtained in colourless crystals by the action of carbon dioxide 
on a solution of its sodium salt in water; it is decidedly unstable 
and readily oxidised to the blue quinol. It forms a colourless 
methyl ether. Its acyl compounds are also colourless; 5: 14- 
dihydroxy-7 : 12-diacetoxydibenzothianthren has m. p. about 262° 
after previous decomposition, whereas 5:7 : 12 : 14-tetra-acetoxy- 
dibenzothianthren crystallises in needles, m. p. (indefinite) 300— 
340°, and 5: 7:12: 14-tetrabenzoyloxydibenzothianthren forms rhombic 
plates, m. p. (indefinite) about 360°. 

Dibenzothianthrendiquinone is quantitatively converted by a 
0 o* 2 
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mixture of nitric acid (d 1-52) and water into dibenzothianthren. 
diquinone sulphoxide, CygH,0.< 85 >CoH.0n yellow, hygro. 


scopic needles. It is stable at the atmospheric temperature, but 
with rise in temperature exhibits a marked tendency to lose the 
sulphoxide sulphur atom and form the thiophen ring. It is 
reduced by hydrogen bromide to dibenzothianthrendiquinone, in 
which respect it differs from other sulphoxides. Hydrogen chloride 
acts similarly but more slowly. Zine dust and glacial acetic acid 
or hydrogen iodide and glacial acetic acid convert it into the blue 
quinhydrone; since dibenzothianthrendiquinone is not formed 
during the process, it follows that the reduction of the keto-group 
precedes the loss of oxygen from the sulphonic group. Dinaphtha- 
thiophendiquinone is most conveniently prepared (with intermediate 
formation of the sulphoxide) by gradually heating dibenzothi- 
anthrendiquinone with fuming nitric acid (d 1:52). It crystallises 
in very stable, yellow needles, m. p. 278°; it sublimes at a higher 
temperature. It is reduced by stannous chloride in the presence 
of glacial acetic acid to 5: 13-dihydroxydinaphthathiophen-6 : 11. 


quinone, sens dark green needles, m. p. (indefinite) 
about 265°, which yields a monoacetate, blue rodlets or plates, m. p. 
(indefinite) about 290°, and a diacetate, pale red needles, m. p. 
(indefinite) 254°. 5:6: 11: 13-Tetrahydroxydinaphthathiophen is 
prepared by the reduction of dinaphthathiophendiquinone by 


hydrogen iodide in hot glacial acetic acid solution; it forms pale 
green needles which readily undergo oxidation; the corresponding 
tetra-acetate forms pale yellow plates, m. p. (indefinite) 271 
(decomp.), whereas the tetrabenzoate crystallises in pale yellow, 
prismatic aggregates, m. p. about 330° (decomp.). H. W. 


The Preparation of Histidine from Blood. 8S. DEMJANOVSKI 
(Z. physiol. Chem., 1922, 122, 93—97).—Details are given of a 
method by which a yield of 90 grams of crude histidine dihydro- 
chloride may be obtained from 8} litres of defibrinated blood. The 
hydrolysis is carried out in an autoclave with hydrochloric acid, 
at 14 atmospheres pressure. W. O. K. 


Strychnos Alkaloids. XXXIII. The Degradation of 
Cacotheline by Bromine. Herrmann Levucus, Hans MILpBRAND, 
and W. Rosert Levcus (Ber., 1922, 55, [B], 2403—2415).—The 
degradation of cacotheline by bromine has been investigated 
previously by Hanssen (A., 1887, 505), who obtained a product 
which, on account of its behaviour towards sodium hydroxide, 
and of the formation of a mono-silver salt, be regarded as a mono- 
carboxylic acid. To this substance the empirical formula, 
C,)H,.0,N.,2H,O, is now assigned and the presence in it of two 
carboxyl groups is established, one of which is neutralised in the 
compound by the basic nitrogen atom. Four of the oxygen atoms 
are thus present in the carboxyl groups, whilst the fifth and sixth 
atoms are present in the acid amide and secondary alcoholic groups 
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of brucine, since the presence of aldehydic or ketonic groups could 
not be detected. One of the nitrogen atoms is present in the 
acid amide group, whilst the second is a basic, tertiary atom which 
enables the formation of quaternary ammonium salts and betaines. 
The probable course of the oxidative process is indicated by the 
annexed scheme. The new acid belongs thus to the maleic acid 


type, and al- 
Py CORN -_peationt though an 
NO,” “C——RiH(OH) —> (08) anhydride of 


s been pre- 
0 8 pared, the 
presence of the double bond is established by the ready addition 
of two, but not more, atomic proportions of hydrogen. A remark- 
able point in the scheme outlined above is that the residue R?# 
must contain two more atoms of hydrogen than R}, and that these 
can only be added as the result of an unusual reaction. In this 
connexion, it is recalled that cacotheline undergoes autoreduction 
in boiling aqueous solutions with production of a violet dihydro- 
derivative. 

An aqueous solution of cacotheline, treated with hydrobromic 
acid and six atomic proportions of bromine, is heated on the water- 
bath and finally boiled until a clear solution is obtained, from 
which a yellow substance separates on cooling; this is purified by 
repeated treatment of its boiling aqueous solution with animal 
charcoal and precipitation with hydrobromic acid, whereby the 
hydrobromide, C,,H,.0,N,,HBr,2H,O, is obtained in colourless 
prisms or rectangular leaflets. The latter can be converted into 
the acid, C,gH,,0,No, by boiling with lead oxide or silver carbonate 
in poor yield; decomposition is effected preferably with N-alkali 
hydroxide in boiling solution and evaporation of the solution until 
copious crystallisation has occurred in the boiling liquid. In this 
manner, the dihydrate is obtained as oblique prisms or four- or 
six-sided plates which dissolve in 26—27 parts of boiling water. 
Crystallisation from an ice-cold solution gives a hexahydrate, 
slender needles, which dissolve freely in warm water. The acid 
(as sodium salt) has [«]# —37-0° in aqueous solution. The silver 
salt, C,g5H,,O,N,Ag, the hydrochloride, C,,H,.O,N,,HCl, needles 
and prisms, the hydrogen sulphate, C,,H.0,N,,H,SO,, and the 
nitrate, [«}§ —30-0° in aqueous solution, are described. The 
action of a methyl alcoholic solution of methyl iodide on the 
silver salt leads to the formation of the methylbetaine of the acid, 
Cy5H,,0gN,, colourless prisms, [«]if —5-6° in aqueous solution, 
and a sparingly soluble product which is probably either an isomeric 
betaine or the acid, C,,H,,O,N,; it gives a sparingly soluble 
nitrate which has [«]i§ —30-8° in water, agreeing in this respect 
with the nitrate of the acid, from which, however, it differs in its 
water content. Treatment of the betaine with aqueous hydriodic 
acid gives the methiodide of the acid, C,,>H,,O,N,I,2H,O, pale 
yellow needles or prisms. 

The monomethyl ester hydrochloride, Cop9H,,O,N,,HCl, slender, 


Hey C-N- 
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colourless needles, is prepared by the action of methyl alcoholic 
hydrogen chloride on the acid at 20°. The corresponding free 
ester could not be caused to crystallise, whereas the methiodid 
forms pale yellow, oblique prisms. More drastic treatment of the 
acid with methyl-alcoholic hydrogen chloride gives the dimethyl 
ester hydrochloride, C.,H,,0,N,,HCl, coarse, rectangular prisms; 
the free ester crystallises in prisms, the methiodide in colourless, 
thick, hexagonal plates. 

An aqueous solution of the hydrobromide of the acid, C,gH,.0,N,, 
is reduced by sodium amalgam; the resultant acid, however, 
cannot be caused to crystallise, and is isolated as its methyl ester, 
Cy,H»g0,No, colourless prisms, m. p. 143—147° (decomp.) after 
softening at 138°, m. p. about 132—135° in a vacuum. ‘The pre. 
paration of the methyl ester nitrate, C,,H,,0,N,,HNOs, coarse 
prisms, hydrochloride, rectangular prisms or leaflets, and methiodide, 
small prisms or long, rectangular plates, is described. The ester 
hydrochloride is hydrolysed by 12N-hydrochloric acid to the 
corresponding acid hydrochloride, C,yH.,0,N>,HCI,3H,O, quadratic 
leaflets. 

If the solution obtained by the oxidation of cacotheline with 
bromine is saturated with sulphur dioxide and preserved at 0°, 
crystals are deposited which evolve sulphur dioxide when boiled 
with water; these are converted by boiling 2N-hydrobromic acid 
solution into the hydrobromide, C,H ,0,N.Bro,HBr, colourless, 
hexagonal plates. The corresponding nitrate, C,,H,),0,N,Br,,HNO,, 
crystallises in rectangular leaflets or prisms. The free base is a 
granular powder which is decomposed by boiling water with 
re-formation of the hydrobromide. H. W. 


Pyrroles and Hydroxypyrroles. Hans FiscuEer and Mari- 
ANNE HERRMANN (Z. physiol. Chem., 1922, 122, 1—25).—The 
following pyrrole compounds have been prepared as being related 
or analogous to certain derivatives of bilirubin. 

Ethyl 2-hydroxy-5-methylpyrrole-4-carboxylate, prepared from 
a-methyl-f-acetylsuccinic acid (phenylhydrazone, colourless crystals, 
m. p. 85°), forms a diacetyl derivative on boiling with acetic anhydride 
containing a trace of sulphuric acid, almost colourless needles, 
m. p. 220° (decomp.). Ethyl 2-hydroxy-3 : 5-dimethylpyrrole-4- 
carboxylate, which yields a colourless monoacetyl derivative, 
m. p. 118°, is reduced by hydrogen iodide and acetic acid, yielding 
practically all its nitrogen as ammonia, and so resembling bilirubic 
acid. 

The nitro-derivative of ethyl 2-hydroxy-5-methylpyrrole-4-carb- 
oxylate on reduction with zine dust yields ethyl 3-amino-2-hydroxy- 
5-methyl pyrrole-4-carboxylate, colourless prisms, m. p. 244°. 

Ethyl 3-hydroxy-5-methylpyrrole-4-carboxylate condenses with 
benzaldehyde in presence of a small quantity of potassium hydrogen 
sulphate to yield ethyl 3-hydroxy-2-benyzlidene-5-methyl pyrrole-4-carb- 
oxylate, glistening, yellow needles, m. p. 228°; with p-dimethylamino- 
benzaldehyde to yield ethyl 3-hydroxy-2-p-dimethylaminoberzylidene- 
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j-me‘hylpyrrole-4-carboxylate, ochre-yellow needles, m. p. 214°; with 
acetic anhydride there is formed a monoacetyl derivative, colourless 
needles, m. p. 123°, and with benzoyl chloride in pyridine a tarry 
mass, from which has been isolated rhombohedral, colourless 
crystals, m. p. 127°. Similarly with diazobenzene chloride, a 
yellow dye is formed, C,,H,;0,N3, yellow scales, m. p. 240°; with 
diazotised p-dichloroaniline, a similar compound, long, yellow 
needles, aggregated in bundles, m. p. 265°, is formed; and analogous 
compounds are obtained from p-nitroaniline and diazobenzene- 
sulphonic acid. 

o-Nitropheny] chloromercaptan condenses in benzene solution with 
ethyl 2 : 4-dimethylpyrrole-3-carboxylate to yield ethyl 5-o-nitro- 
phenylihiol-2 : 4-dimethylpyrrole-3-carboxylaie, yellow octahedra, m. p. 
191—192°. Similarly, from ethyl 2 : 5-dimethylpyrrole-3-carboxy]- 
ate is obtained ethyl 4-0-nitrophenylthiol-2 : 5-dimethylpyrrole-3-carb- 
ocylaie, fine, yellow prisms, m. p. 189°; from 3-acetyl-2 : 4-dimethyl- 
pyrrole, 5-o-nilrophenylthiol-3-acetyl-2 : 4-dimethylpyrrole, greenish- 
yellow crystals, m. p. 252°; from 2 : 4-dimethyl-5-acetylpyrrole, 
3-0-nitrophenylthiol-5-acetyl-2 : 4-dimethyl pyrrole, a green compound, 
m. p. 217—218°; and from 2:3: 5-trimethylpyrrole, 4-0-nttro- 
phenylthiol-2 : 3 : 5-trimeihylpyrrole. No definite compound could 
be isolated from the action of o-nitrophenyl chloromercaptan on 
bilirubin, the hematoporphyrin from urine or feces, or mesohemato- 
porphyrin, whilst it does not react with ethyl 1-phenyl]-2 : 5-dimethy]- 
pyrrole-3-carboxylate or ethyl 3-acetyl-2 : 4-dimethylpyrrole-5-carb- 
oxylate. 

Ethyl 2 : 4-dimethylpyrrole-3-carboxylate condenses in dry ether 
with sulphur monochloride to yield ethyl 5-disulphido-bis-2 : 4- 
dimethyl pyrrole-3-carboxylate, fine, pale yellow prisms, m. p. 195°, 
and with sulphur dichloride to yield ethyl 5-sulphido-bis-2 : 4- 
dimethyl pyrrole-3-carboxylate, almost colourless, long needles, m. p. 
197°, and also the monosulphide. Similarly, from ethyl 2: 5- 
dimethylpyrrole-3-carboxylate is obtained ethyl 4 : 4-sulphidobis-2 : 5- 
dimethyl pyrrole-3-carboxylaie, pale yellow leaflets, m. p. 272°, and 
impure ethyl 4: 4'-sulphido-bis-2 : 5-dimethylpyrrole-3-carboxylate ; 
whilst from 5-acetyl-2 : 4-dimethylpyrrole, only bis-5-acetyl-2 : 4- 
dimethyl pyrrole-3’-disulphide, small prisms, m. p. 317°, could be 
obtained. W. O. K. 


Pyrroles. III. Ketones, Ketonic Acid Esters, and 
Ketonic Acid Nitriles of Substituted Pyrroles. Hans 
FiscHER, KARL SCHNELLER, and WERNER ZERWECK (Ber., 1922. 
55, [B], 2390—2403)—The Gattermann synthesis of aldehydes 
with hydrocyanic acid and the Hoesch synthesis of ketones have 
been applied to a series of substituted pyrroles. In many cases, 
reaction proceeds very smoothly. The nitriles used include aceto- 
nitrile, benzonitrile, mono-, di-, and tri-chloroacetonitriles, cyanogen, 
malonitrile, ethyl cyanoacetate, and ethyl cyanoformate. With 
dinitriles, only a one-sided condensation is achieved. Chloro- 
acetonitrile promises to be particularly useful on account of its 
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great reactivity and the readiness with which the halogen atom in 
the new compound is replaced by other groups. It appears likely 
to be useful in the examination of the products of the degradation 
of blood and bile pigments. 

Ethyl 5-acetyl-2 : 4-dimethylpyrrole-3-carboxylate, m. p. 142° 
is obtained by passing a slow current of dry hydrogen chloride 
into a mixture of ethyl 2: 4-dimethylpyrrole-3-carboxylate and 
acetonitrile dissolved in anhydrous ether and subsequent decom. 
position of the imine hydrochloride primarily formed (orange. 
coloured crystals, m. p. 240°), with warm water. Ethyl 5-benzoyl. 
2 : 4-dimethylpyrrole-3-carboxylate, colourless needles, m. p. 108°, 
and the intermediate imine hydrochloride, lemon-yellow needles, 
m. p. 232°, are prepared similarly. Chloroacetonitrile and ethyl 
2 : 4-dimethylpyrrole-3-carboxylate give an imine hydrochloride, 
m. p. 110°, and ethyl 5-chloroacetyl-2 : 4-dimethylpyrrole-3-carb. 

C(CO-CH,Cl):CMe 
oxylate, NE< 5-4-0, Et 
(phenylhydrazone, yellow needles, m. p. 164°). The chloro-com. 
pound is converted by a solution of dimethylamine in absolute 
alcohol into ethyl 5-dimethylaminoacetyl-2 : 4-dimethylpyrrole-3-carb- 
oxylate, colourless crystals, m. p. 95°. Ethyl 2 : 4-dimethylpyrrole- 
3-carboxylate condenses with ethyl cyanoacetate in the usual 
manner giving an imine hydrochloride and ethyl 3-carbethoxy-2 : 4- 
dimethyl pyrrole-5-acetate, colourless needles, m. p. 145°. Cyanogen 
condenses with ethyl 2: 4-dimethylpyrrole-3-carboxylate with 
the formation of tated : 4-dimethyl pyrrole-5-glyoxylonitrile, 

C(CO-CN):CMe P ‘. 

NH< OMe 00, Et silvery leaflets, m. p. 165°, but does not 
appear to react under similar conditions with 3-acetyl-2 : 4-dimethy]- 
pyrrole, or with ethyl 2: 5-dimethylpyrrole-3-carboxylate; a 
crystalline substance could not be obtained from 2 : 4-dimethyl- 
pyrrole. Ethyl 5-cyanoacetyl-2 : 4-dimethylpyrrole-3-carboxylate, al- 
most colourless needles, m. p. 234°, is prepared from ethyl 2: 4- 
dimethylpyrrole-3-carboxylate and malononitrile or from ethyl 
5-chloroacetyl-2 : 4-dimethylpyrrole-3-carboxylate and potassium 
cyanide. 

Ethyl 2 : 5-dimethylpyrrole-3-carboxylate and chloroacetonitrile 
give an imine hydrochloride, coarse, pale yellow needles, which is 
converted by cold water into ethyl 4-chloroacetyl-2 : 5-dimethyl- 
pyrrole-3-carboxylate, colourless crystals, m. p. 130°. 2:4: 5-Tri- 
methylpyrrole is transformed in a similar manner into 3-chloro- 
acetyl-2 : 4 : 5-trimethylpyrrole, colourless crystals, m. p. 193°, which 
is transformed by potassium cyanide into 3-cyanoacetyl-2 : 4 : 5- 
trimethylpyrrole, colourless crystals, m. p. 178°. 

Ethyl cyanoformate transforms ethyl 2 : 4-dimethylpyrrole-3- 
carboxylate into ethyl 3-carbethoxy-2 : 4-dimethylpyrrole-5-glyoxylate, 
CMe———C-C0, Et’ 
which is readily hydrolysed by aqueous sodium hydroxide to the 
corresponding acid, m. p. 192° (decomp.). When treated similarly, 


, colourless needles, m. p. 187°, 


dark yellow crystals, m. p. 82°5°, 


e—ort ers 2@ovu gma Fe 
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om in ethyl 2 : 5-dimethylpyrrole-3-carboxylate gives an imine hydro- 

likely Mclloride, and ethyl 3-carbethory-2 : 5-dimethylpyrrole-4-glyoxylate, 

lation aa hedge colourless needles, m. p. 102°; 3- 
or 2 

142°, Bi wetyl-2 : 4-dimethylpyrrole yields an imine hydrochloride, coarse 

loride Mf yeedles, and ethyl 3-acetyl-2 : 4-dimethylpyrrole-5-glyoxylate, colour- 


and Miss crystals, m. p. 120°, which is readily hydrolysed to the corre- 

com- Mf sponding acid, pale yellow crystals, m. p. 178° (decomp.). 

ange (With Max Scuugpert.}—A mixture of crude hemopyrrole and 
chloroacetonitrile dissolved in ether is converted by dry hydrogen 


chloride into an imine hydrochloride which is transformed by hot 


dies, # water into a chloroacetyl derivative, C,)9H,,ONCI, pale pink needles, 
a 4 nm, p. 127°; the latter is converted by hydriodic and glacial acetic 
7d ; 


acids into hemopyrrole [2 : 3-dimethyl-4-ethylpyrrole] identified 
as the picrate, m. p. 121°. H. W. 


“ Graphites '’ from Pyrrole and from Thiophen. R. Crusa 
(Gazzetta, 1922, 52, ii, 130—131).—Following Ciamician and Ciusa’s 
supposition (A., 1921, i, 329) that the existence of saturated com- 
plexes, Cg, C,HN, and C,S, is possible, the author pointed out 
(diti R. Accad. Lincei, 1921, [v], 30, i, 468) that such complexes 
should exhibit a marked tendency to polymerise to graphite from 
benzene and to the compounds (C,HN), and (C,S8),, which might 


oe be termed’graphites from pyrrole and thiophen, respectively. It is 
‘th now found that tetra-iodopyrrole yields at 150—200° the com- 
z pound (C,HNI),,, and at an incipient red heat the compound 
“; Hi ((,HN),, which forms black, graphitic scales and may be regarded 
1ot (ff as graphite from pyrrole. Similarly, when heated to incipient 

redness in a current of inert gas, tetra-iodothiophen gives the 
yl- ff craphitic compound (C,S),. An analogous compound was obtained 
a by Pauly (A., 1913, i, 1311) from tetra-iodoglyoxaline. With each 
yl. of these tetra-iodo-derivatives, three iodine atoms are expelled 
u- smultaneously at a comparatively low temperature, whilst the 
4. fourth atom is eliminated in a succeeding phase at a higher tem- 
yl perature. Further, tetra-iodofuran, m. p. 145°, begins to lose 
m iodine at 160° and decomposes at 262°, leaving a black residue 


similar to the other “ graphites.” tr, BB, 


The 4-Piperidone Ring. L. Ruzicka and C. F. Srrpen. 
(Helv. Chim. Acta, 1922, 5, 715—720).—If the polymerisation of 
4-piperidone is due to reaction between the keto- and the imino- 
groups, replacement of the hydrogen of the latter group by another 
tadicle should prevent it. Such a substituted piperidone was 
prepared as follows. Ethyl 68'8’’-nitrilotripropionate (A., 1921, i, 
53), N(CH,*CH,°CO,Et),, was condensed in benzene solution with 
sodium ethoxide and from the product was prepared ethyl 4-keto- 
piperidinepropionate, a viscous, colourless oil, b. p. 1OO—110°/0°5 mm. 
This ester can be distilled unchanged in a vacuum and does not 
polymerise. By reduction with hydrogen and platinum black in 
acetic acid solution, it gave ethyl 4-hydroxypiperidinepropionate, 
b. p. 125°/0°5 mm., benzoate, m. p. 195°. 

An attempt was made to prepare the compound in the pyrrolidine 
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series analogous to 4-piperidone. By condensing ethyl §-iodo. 
propionate with ethyl glycine, the ethyl iminoacetatepropionate, 
CO,Et-CH,-NH-CH,°CH,°CO,Et, was obtained, b. p. 100—105°/0 
mm. This was condensed by means of sodium, as in the preparation 
of 4-piperidone (loc. cit.), but, although the reaction appeared to 
proceed normally, pure products could not be isolated. Similarly, 
the condensation of the benzoyl derivative (b. p. 170—180°/0°3 mm) 
gave no result. On the other hand, condensation of ethyl benzoyl. 
86’-iminodipropionate with sodium went normally and from the 
product was prepared the previously described dibenzylidene-4. 
piperidone (loc. cit.). E. H. R. 


Preparation of Dialkylamides of Nicotinic Acid. Soctmy 
oF CHEMICAL INDUSTRY IN BASLE (Brit. Pat. 184625).—Dialkyl. 
amides of nicotinic acid are prepared by the interaction of a haloid 
or ester of the acid and a dialkylamine (cf. this vol., i, 860). Thus 
nicotinodipropylamide is obtained by heating nicotinyl chloride 
with dipropylamine hydrochloride at 180°. It is a yellow oil, 
b. p. 184°/17 mm. Similarly, the piperidide of nicotinic acid is 
obtained as a viscid oil, b. p. 310°, by heating the acid bromide 
with piperidine hydrobromide. G. F. M. 


New Isomerism in the Isatin Series. V. Gustav Hrtim 
(Ber., 1922, 55, [B], 2681—2697).—Previous investigations in the 
isatin- series have shown that, in addition to the lactam for, 


C,H, ar; which is common to isatin and its substitution 


products, the lactim form, C Bee O>0: ‘OH, has an independent 
existence in the mex of 5: 7-dimethylisatin, and that the third 
(isatole) form, C,H << (OH)s, CO, is obtainable in several instances. 


The problems of the series are further complicated by the formation 
of a fourth form of unknown constitution which is characterised 
by its high melting point and insolubility in alkali and of bimolecular 
isatins (isatoids) which are at present known only as their O-alkyl 
ethers. The present communication is mainly devoted to a 
description of dihalogenated isatins. 

The course of the action of benzoyl chloride on isatin silver salts, 
in so far as isomerides of the isatins are concerned, is characterised 
by the primary production of the lactim form which only remains 
in a stable condition in the case of 5 : 7-dimethylisatin ; with isatin, 
5-chloro-, 5-bromo-, 5:7-dichloro-, and 4: 5: 7-trimethyl-isatin, 
the action proceeds further to the isatole, and with 5 : 7-dibromo- 
isatin, 4-chloro-5-bromoisatin, and to a less extent with 5:7- 
dichloroisatin, to its final stage, thereby producing the form which 
is insoluble in alkali. Dimethylisatin lactim can be converted by 
alkali into the isatole, which, like dichloro- and trimethyl- -isatole, 
is transformed into the fourth variety by recrystallisation from 
glacial acetic acid. ‘This treatment does not. have the same effect 
with the simplest isatole, and, in this case, the ‘‘ insoluble ’’ isomeride 
is yet unknown. 
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(With WaLTEeR BenabE and Orro HocumutTu.|—5 : 7-Dibromo- 
atin is readily converted by warm sodium carbonate solution into 
wiium dibromoisatoate; the corresponding acid, m. p. 248— 
49°, gives a somewhat sparingly soluble bisulphite compound. 
5:1-Dibromoisatin silver, a greyish-violet substance, prepared by the 
action of a hot aqueous silver acetate solution on 5 : 7-dibromoisatin 
dissolved in hot alcohol, is transformed by benzoyl chloride in the 
presence of benzene mainly into 5: 7-dibromo-N -benzoylisatoic 
aid, aggregates of needles, m. p. 207—208° (decomp.); in addition, 
asmall quantity of the fourth dibromoisatin, slender needles, m. p. 
above 300°, is obtained. 5: 7-Dibromo-N-benzoylisatin is prepared 
by the action of acetic anhydride on dibromobenzoylisatoic acid ; 
it forms coarse, yellow crystals, m. p. 161—162°. 5: 7-Dibromo- 
N-acetylisatin, yellow plates, m. p. 133°, is prepared by the action 
of acetyl chloride on the corresponding silver salt in the presence 
of benzene; it is converted by dilute sodium hydroxide solution 
into 5 : 7-dibromo-N-acetylisatoic acid, colourless needles, m. p. 204°. 
5:7-Dibromoisatin silver is transformed by methyl iodide in the 
presence of benzene into the corresponding lactim ether, red crystals, 
m. p. 164—165°, which could not be converted smoothly into an 
isatoid. It is transformed by phenylhydrazine in the presence of 
light petroleum into 5 : 7-dibromoisatin-«-phenylhydrazone, dark red 
needles, m. p..218° (decomp.), and by aniline into a mixture of 
5: 7-dibromovsatin-«-anilide, short brown rods, m. p. 189°, and 
5:7-dibromoisatinanil, pale blue needles, m. p. 174—175°; the 
di-anil, Cs5H,,N,Br., dark red needles, m. p. 236—237°, is prepared 
by the further action of aniline on the anilide. 5 : 7-Dibromoisatin- 
dianil silver, a blue precipitate, is prepared by the action of silver 
acetate on an alcoholic solution of the di-anil. The salt is par- 
ticularly remarkable because it does not contain oxygen, and. its 
formation is precisely analogous to salt formation with oxygenated 
isatins. The sodium and potassium salts of 5: 7-dibromoisatin are 
described ; the compounds are much more stable than the corre- 
sponding isatin derivatives. 

4.Chloro-5-bromoisatin silver, a bluish-grey salt, is mainly converted 
by benzoyl chloride in the presence of benzene into 4-chloro-5- 
bromo-N-benzoylisatin, coarse, yellow crystals, m. p. 196°, which is 
converted by warm dilute alkali into 4-chloro-5-bromo-N -benzoylisatoic 
acid, m. p. 186°. A dark-coloured, non-crystalline substance which 
does not dissolve in alkali is.also produced in small amount; it 
probably belongs to the fourth series of isatin isomerides. Treat- 
ment of the silver salt with methyl] iodide in the presence of benzene 
causes the slow formation of the corresponding O-methyl ether, 
m. p. (indefinite) 173°, which could not be obtained in the pure 
condition. It is converted. by phenylhydrazine into 4-chloro-5- 
bromoisatin-2-phenylhydrazone, slender, dark red needles, m. p. 235° 
(decomp.), and by aniline into the corresponding anilide, m. p. 
276—277° (decomp.). 

5 : 7-Dichloroisatin silver is converted by acetyl chloride in 
the presence of benzene into 5: 7-dichloro-N-acetylisatoic acid, 
prisms, m. p. 204° (decomp.), which is transformed by acetic 
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anhydride into 5:7-dichloroisatin. The silver salt is converted 
by benzoyl chloride mainly into 5 : 7-dichloro-N-benzoylisatoic acid, 
NHBz:-C,H,Cl,-CO-CO,H, colourless needles, m. p. 215° (decomp), 
In addition to the primary product of the change, 5 : 7-dichloro.N. 


benzoylisatin, CoH.ClL<<9 >c0, yellow plates, m. p. 146°, is 


formed in very small quantity; it is obtained readily by the 
action of acetic anhydride on 5: 7-dichloro-N-benzoylisatoic acid, 
5 : 7-Dichloroisatole, m. p. 205° (slight decomp.), is also produced; 
its properties are similar to those of the simplest isatoles in that 
it does not give the indophenin reaction, does not combine with 
phenylhydrazine, and dissolves in dilute sodium hydroxide solution 
to a carmine red solution which yields dichloroisatin on addition of 
mineral acids. 5:7-Dichloroisatole is unstable in solutions in 
organic media and is transformed by recrystallisation from glacial 
acetic acid into 5: 7-dichloroisatin IV, red crystals, m. p. 313°, 
5 : 7-Dichloroisatin methyl ether, red prisms, m. p. 158°, is prepared 
in the usual manner from the silver salt and methyl iodide (this 
reaction does not appear to be influenced by the presence of sub. 
stituents); it is very stable towards light. The corresponding 
a-phenylhydrazone crystallises in dark red needles, m. p. 217—218 
(decomp.). The lactim ether is converted with relative ease by 
acetic anhydride into tetrachloromethylisatoid, m. p. 127°, followed 
by re-solidification at about 180° and re-melting at about 222°, 
which is transformed by hydrogen bromide and glacial acetic acid 
into dichloroisatin. 

Re-examination of the action of benzoyl chloride on 5 : 7-dimethyl- 
isatin silver has shown that N-benzoyl-5 : 7-dimethylisatoic acid, 
colourless tetrahedra, m. p. 208° (decomp.), is produced during 
the action. 5: 7-Dimethylisatin O-methyl ether, dark red prisms, 
m. p. 140—141° [«-phenylhydrazone, red rodlets, m. p. 234° (decomp.)] 
is very stable towards light; it is converted by acetic anhydride 
or boiling toluene into 5 : 7-dimethylisatoid, red, crystalline plates, 
m. p. 237° (previously described as dimethylisatin-II methyl] ether). 

7-Methylisatin dissolved in alcohol does not give a normal silver 
salt with silver acetate; the product when heated with acetyl 
chloride or benzoyl chloride in the presence of benzene regenerates 
methylisatin. In other respects, the compound exhibits little 
activity, the only readily preparable derivative being N-acetyl-7- 
methylisatin, yellow platelets, m. p. 163°, which is converted by 
alkali into N-acetyl-7-methylisatoic acid, m. p. 175°. H. W. 

Keto-anils. IV. Reduction Products of Keto-anils. E. 
KNOEVENAGEL (Ber., 1922, 55, [B], 2309—2321; cf. this vol., 
i, 750, 751)—The reduction of acetoneanil with sodium and 
alcohol leads to the formation of 2:2: 3: 3-tetramethylindoline, 
in accordance with the scheme : 


2NPh:CMe,+H, —> NHPh-CMe,:CMe,-NHPh —> 
CoH. <OFE >CMe, +NH,Ph. 
2 
Acetone-p-tolil and acetone-«-naphthil behave similarly ; the latter 
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case is of particular interest, since the intermediate compound can 
be isolated. 

Acetoneanil is reduced by sodium and boiling ethyl alcohol to 
3:2:3: 3-tetramethylindoline, a colourless, crystalline substance, 
m. p. 39:5°. The base dissolves readily in cold dilute acetic acid, 
but does not yield a carbonate. It is stable towards hydrogen 
chloride at 240—280°, and towards mercuric acetate at 150°. It 
readily reduces alkaline potassium permanganate solution. It 
gives a hydrochloride, m. p. 201—207° (decomp.), a picrate, m. p. 
74°, and an acetyl derivative, m. p. 83°. It is converted by mole- 
ular quantities of sodium nitrite and hydrochloric acid into the 
nitroso-derivative, m. p. 44:5°, which is readily isomerised by 
hydrochloric acid to 5-nitroso-2 : 2 : 3 : 3-tetramethylindoline hydro- 
chloride, unstable, green crystals, m. p. (indefinite) 170° (decomp.). 
Attempts to reduce acetoneanil electrolytically at a lead cathode 
were unsuccessful. 

Acetone-p-tolil is reduced by sodium and ethyl alcohol or, less 
advantageously, by zinc and hydrochloric acid (20°) to p-toluidine 
and 2:2:3:3.: 5-pentamethylindoline, a yellow liquid which does 
not solidify after prolonged preservation in a freezing mixture. 
The hydrochloride, m. p. 201—205° (decomp.), acetyl derivative, 
a pale yellow substance, m. p. 51°, b. p. 165—167°/14—15 mm., 
miroso-compound, pale brown crystals, m. p. 48-5°, picrate, a 
reddish-brown salt, m. p. 144°, and ovalate are described. 

Acetone-a-naphthil, a viscous, yellow liquid, b. p. 200—203°/12 
mm., which could not be caused to crystallise, is prepared by heating 
a mixture of acetone and «-naphthylamine with a little iodine. 
It. is hydrolysed by boiling hydrochloric acid (20%). The cor- 
responding hydrogen oxalate, m. p. 167-5°, and picrate, slender, pale 
yellow needles, m. p. 210°, are described. It is reduced by sodium 
and ethyl alcohol at a temperature not exceeding 105° to acetone- 
ar-etrahydro-a-naphthil, a greenish-yellow liquid which darkens 
gradually on exposure to air, b. p. 193—196°/14—15 mm. It 
does not form a carbonate. The corresponding hydrochloride 
forms coarse crystals, m. p. 199° (acetone-a«-naphthil hydrochloride 
crystallises in slender, matted needles, m. p. 215°, after darkening 
and incipient decomposition at 180°); the hydrogen oxalate, colour- 
less needles, m. p. 152—153°, and the icrate, yellowish-brown 
crystals, m. p. 175—185° (decomp.), are described. The tetra- 
hydronaphthil is hydrolysed by boiling hydrochloric acid (20%) 
to acetone and ar-tetrahydro-«-naphthylamine. Reduction of 
acetone-a-naphthil at a higher temperature (see above), either 
with sodium and ethyl alcohol under increased pressure or with 
sodium and amyl alcohol, leads to the formation of 2:2:3:3- 
letramethyl-ar-tetrahydro-«-naphthindoline, a pale yellow liquid which 
is stable towards light; the colourless hydrogen oxalate, m. p. 183°, 
and the picrate, m. p. (indefinite) 163° after darkening at 150°, 
are described. H. W. 


The Quaternary Salts of Quinaldinic Acid. Wm114sm Hopson 
Mts and Frances Mary Hamer (T., 1922, 121, 2008—2014). 
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Doebner’s Reaction. IV. R. Crusa (Gazzetia, 1922, 52 
ii, 43—48; cf. A., 1915, i, 894, 895; 1921, i, 195).—2-Phenyltetra. 
hydro-8-naphthacinchonic acid,’ now obtained in larger quantity, 
crystallises in white scales, m. p. 226°, and, like its methyl ester, 
m. p. 134°, and its salts, gives solutions exhibiting slight blue@l: 
fluorescence; the alkali metal salts are oily and the silver and 
lead salts of abnormal constitution. On prolonged boiling with 
alcohol, the acid yields phenyl-§-naphthaquinoline, m. p. 188° 
together with other compounds not identified. This reaction js 
similar to that observed by Simon and Mauguin (A., 1907, i, 725: 
1908, i, 296), who found that when dihydro-2-phenyl-8-naphtha. § 
quinoline-3 : 4-dicarboxylic acid is heated in alkaline solution, 
2-phenyl-8-naphthacinchonic acid and 2-phenyl-$-naphthaquinoline 
are formed ; as already shown, the dihydro-acid loses a earboxy]l group 
from the $-position and then oxidises itself to 2-phenyl--naphtha- 
cinchonic acid, with simultaneous formation of the tetrahydro. 
genated acid, which is transformed into the corresponding non- 
hydrogenated base on boiling. 

The action of benzylidene-«-naphthylamine on ethyl oxalacetate 
(cf. Simon and Mauguin, loc. cit.) yields: (1) 2-Phenyl-8-naphtha- 
quinoline-3 : 4-dicarboxylic acid, m. p. 152°; Simon and Mauguin 
gave m. p. 162°. (2) A dimeride of benzylidene-8-naphthylamine 
which crystallises in colourless needles, m. p. 200°, yields benz- 
aldehyde (2 mols.) and $-naphthylamine (2 mols.) when hydrolysed 
C..H.N—OCHPh PY means of dilute sulphuric acid, and may be 

1H N—E represented provisionally by the annexed formula. 
CyoH,-N—CHPh (3) Ethyl 2-phenyl-@-naphthaquinoline-3 : 4-di- 
carboxylate, already described by Simon and Mauguin (loc. cit.). 

a-Pyrryleinchonic acid, Cy,H,j0,Ny, prepared by condensation 
of 2-acetylpyrrole with isatin in presence of potassium hydroxide, 
crystallises in small, yellow needles, and blackens without melting 
at 310°; its sodium salt (+2}H,O) was analysed. 

a-Furyleinchonic acid, C,,H,O,N, similarly prepared from 2-acetyl- 
furan and isatin, forms yellow needles, m. p. 149°. 7. &. FP. 


Preparation and Mechanism of Formation of Phenanthr- 
oxazine. B. Foresti (Gazzetta, 1922, 52, ii, 90—96; cf. this vol. 
ii, 524).—In the preparation of 9-amino-10-hydroxyphenanthrene 
by the reduction of phenanthraquinone monoxime in alcoholic 
solution by means of hydrogen sulphide, sulphur and impure 
phenanthroxazine are precipitated, the aminohydroxyphenanthrene 
undergoing condensation at the boiling point of the alcohol, This 
condensation takes place more rapidly and yields a purer product 
if a suspension of the hydrochloride of the base in nitrobenzene or 
naphthalene is boiled for a few minutes; if a solvent having a 
lower boiling point, such as xylene, is used, the reaction occurs 
more slowly and yields a mixture of phenanthroxazine and phen- 
anthrazine. These results indicate that, in the formation of 
phenanthroxazine by the action of phenylhydrazine on phenanthra- 
quinone (Bamberger and Grob, A., 1901, i, 280), the latter 1s 
first reduced to phenanthraquinol, which is transformed by the 
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tion of ammonia into 9-amino-10-hydroxyphenanthrene, this 
then undergoing condensation to phenanthroxazine with elimination 

“Bf water and ammonia : 

(PHO _, 2 GH G-0H 


— 
HyCO C,H,:C-OH 


2 
Geel -O-OF oH, 
C,H,C-NH-C-0,H, 


The action of aqueous ammonia on dihydroxyphenanthrene 


vate 9 VeHa ‘OH 
O,H,C:-NH 


“); Bigchmidt and Lumpp, A., 1910, i, 312; ii, 450; Foresti, this vol., 
» © Bi 524) yields first 9-amino-10-hydroxyphenanthrene, which gives 


(|) phenanthroxazine, and (2) diaminophenanthrene, which readily 
condenses to phenanthrazine. T. H. P. 


Sulphonium Bases Derived from Thiodiphenylamine and 
Analogous Substances. F. Keurmann and Jean HENRI 
DarpEL (Ber., 1922, 55, [B], 2346—2359; cf. A., 1918, i, 308, and 
previous abstracts)—The formation of sulphonium salts from 
aromatic sulphides containing a cyclic sulphur atom has been 
examined. 

Thiodiphenylamine is obtained conveniently and in 82% yield 
by heating a mixture of diphenylamine and sulphur with a trace 
iodine at 170°. It unites with methyl sulphate at 80° to yield 


the salt, NH<65j!>SMe-0-S0,Me, which is converted into the 


6144 
corresponding perchlorate, C,,H,,NSCIO,, a crystalline powder 
vhich is very unstable towards light. It is converted by sodium 


hydroxide solution into the colourless base, NH<(}15>SMe-OH, 
which readily loses water and passes into the anhydride, 

C,H, 

CoH. SMe, 


an unstable, yellow substance which is reconverted by carbon 
dioxide into the colourless carbonate of the sulphonium type. 
\S$-Dimethylihiodiphenylaminesulphonium perchlorate, 
NMe<fs1¢>SMe-Cl0,, 

colourless, thin prisms, is prepared in an analogous manner from 
methylthiodiphenylamine. The corresponding free base is colour- 
kss and soluble in water; it does not yield an anhydride, but is 
decomposed in hot solution into methyl alcohol and the methylated 
original material. 

_Thiopheny]-8-naphthylamine, sulphur-yellow needles, m. p. 178°, 
is obtained in 80% yield by heating phenyl-$-naphthylamine and 
wlphur with iodine at 200°/12—15 mm. It is converted in the 
wsual manner into S-methylthiophenyl-b-naphthylaminesulphonium 
perchlorate, N H< (eis >SMe-Cl0,, colourless, lustrous needles (the 

: 10‘*6 ; 

‘rresponding yellow picrate and colourless ferrocyanide are de- 
wtibed). It is transformed by sodium hydroxide into a yellow 
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base which could not be obtained in a homogeneous condition, 
but appears to be an anhydride. NS-Dimethylthiopheny-s. 
naphthylaminesulphonium perchlorate is a colourless, crystalline 
powder which is not affected by cold sodium hydroxide solution, 
but is decomposed by warm alkali into methylthiophenyl-8-napb. 
thylamine. §S-Methylthiophenyl-«-naphthylaminesulphonium er. 
chlorate is decomposed by sodium carbonate solution with separ. 
ation of a yellow anhydride. Attempts to obtain a N-methylated 
thiophenyl-«-naphthylamine were unsuccessful. 
Thiodi-8-naphthylamine, pale yellow needles, m. p. 233°, is 
readily prepared in 85%, yield by heating a mixture of di-8-naph. 
thylamine and sulphur with a little iodine at 180—200°. It is 
transformed in the usual manner into 8S-methylthiodi-8-naphthyl. 


aminesulphonium perchlorate, NH<(ullsSsMe-Cl0,, a colourless, 
1 


crystalline powder (the corresponding chloride, colourless leaflets, 

platinichloride, and picrate are described). The 

pry ., “» salts are converted by sodium hydroxide solution 

= | SMe] | into the corresponding anhydride (annexed 

A\4@\/N\/ formula), pale orange-coloured needles, m. p. 

ie ‘On & 160—165° (partial decomp.), which is reconverted 

\IV4\“/ by acids (including carbon dioxide) into colour- 

N less sulphonium salts. NS-Dimethylthiodi-f- 

naphthylaminesulphonium perchlorate, NMe< 6101} °>SMe-Cl0, 

colourless crystals, is not decomposed by cold sodium hydroxide 

solution, but is converted by the hot reagent into N-methylthiodi- 
6-naphthylamine. 

Thiodi-«-naphthylamine is obtained in 60—70% yield by heating 

a mixture of di-«-naphthylamine, sulphur, and a little iodine at 

155—180°, and is conveniently purified through 

N the black, a, picrate. Ph . 

formed in the usual manner into S-methylthiodi- 

YY N\AV4\4 Pa NE perchlorate, ‘s colour- 

less, crystalline powder from which the corte- 

Mw yw sponding anhydride (annexed formula), golden- 

yellow needles, m. p. 141°, is obtained. The 

latter substance is relatively stable towards dry air, but readily 

absorbs acid vapours with formation of colourless sulphonium salts. 


H. W. 


1 : 1’-Dialkyltetrahydro-4 : 4’-dipyridyls. Bruno EmMERt 
and Otto VARENKAMP (Ber., 1922, 55, [B], 2322—2326; cf. A. 
1920, i, 331; this vol., i, 680).—The recent observations of Dimroth 
and Frister (this vol., i, 678), that 1: 1’-diacetyltetrahydro-é : 4- 
dipyridyl and 4 : 4’-dipyridyl react in acetic anhydride solution to 
form pyridine and diacetyldihydrodipyridyl, render it probable 
that dialkyltetrahydrodipyridyls could be converted by 4: 4’-di- 
pyridyldialkyliodides into 1 : 1’-dialkyldihydrodipyridyls in accord- 


ance with the scheme: RN<CH:CHS cH-cH< CHC NR+ 
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(ES cog ES wet a1 ELS ca 


eee SOX cant R. This is shown in the instance 
of dibenzyltetrahydro-4 : 4’-dipyridyl and 4 : 4’-dipyridyl dibenzyl 
jodide to be the case; benzylpyridinium iodide is produced, but 
the second product is a meriquinonoid substance formed by the 
mion of molecular proportions of dibenzyldihydrodipyridyl and 
dipyridyl dibenzyl iodide. 

1: 1’-Dibenzyltetrahydro-4 : 4’-dipyridy] is conveniently prepared 
by the addition of sodium amalgam to a solution of benzylpyr- 
idinium chloride in water covered with a layer of ether in an atmo- 
-§ sphere of hydrogen. When dissolved in ethyl alcohol and gradually 
treated with an aqueous solution of dipyridyl dibenziodide in an 
atmosphere of hydrogen, it gives benzylpyridinium iodide and the 
quinhydrone, CygH,,N,I,, a dark violet powder, m. p. 180—185°, 
when rapidly heated, which is relatively stable towards air and dis- 
solves in alcohol, aniline, pyridine, or acetic anhydride with the 
formation of dark blue solutions which become brown on exposure 


1. p.§ toair. It is prepared more conveniently, but in a less pure con- 
rted i dition, by the action of a large excess of sodium amalgam on an 
ro} aqueous solution of dipyridyl dibenzyl iodide. H. W. 
1-B- 


Formaldehyde Derivatives of 2 : 5-Diketopiperazine. EMILE 
(HERBULIEZ and EMANUEL FEER (Helv. Chim. Acta, 1922, 5, 678— 
687).—Protein substances are known to form compounds with 
formaldehyde, and it is suggested that combination takes place 
at the N-substituted amido-groups characteristic of these sub- 


ting stances. To test this hypothesis, experiments have been made 
2 ati with 2 : 5-diketopiperazine, which is the simplest derivative of an 
ugh® «amino-acid containing nitrogen only in the form of a substi- 
ans-@ tuted acid amide. 2: 5-Diketopiperazine readily combines with 


formaldehyde to give 2: 5-diketo-1 : 4-di-hydroxymethylyperazine, 
small, colourless prisms, m. p. 178° (decomp.). It is a relatively 
stable substance forming a neutral aqueous solution, but dissolving 
more readily, without decomposition, in aqueous alkali. Its 
constitution is established by the preparation from it of the known 
2: 5-diketo-1 : 4-dibenzylpiperazine. It can be methylated with 
methyl sulphate to form 2: 5-diketo-1 : 4-di-methoxymethyl-2 : 5- 
piperazine, colourless spangles, m. p. 99—100°, which is perfectly 
stable in aqueous solution. Benzoylation is best carried out with 
benzoic anhydride in pyridine; 2 : 5-diketo-1 : 4-di-benzoylmethyl- 
piperazine forms brilliant spangles, m. p. 182°. With piperidine, 


oth diketodi-hydroxymethylpiperazine condenses to give 2 : 5-diketo- 
4- 1: 4-di-piperidinomethylpiperazine, long prisms, m. p. 156—157°, 
to readily hydrolysed by hot water to diketopiperazine, formaldehyde, 
° and piperidine. 


By the action of phosphorus pentachloride on the diketodi- 
hydroxymethylpiperazine, 2 : 5-diketo-1 : 4-di-chloromethyl piperazine 
is formed, m. p. about 162° (decomp.). The chlorine atoms of this 
compound are extraordinarily reactive, in consequence of which 
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derivatives are formed with the greatest ease. The compound js 
decomposed by water with regeneration of the di-hydroxymethy|. & 
compound, whilst with alcohols the alkoxy-derivatives are formed: 
2 : 5-diketo-1 : 4-diethoxymethylpiperazine forms rhombic crystals, 
m. p. 92—93°. By the Friedel-Crafts’ reaction with benzene, jt 
gives 2 : 5-diketo-1 : 4-dibenzylpiperazine, and when heated alone 
with naphthalene, or with the addition of a little copper, at 150— 
160°, it condenses to form 2 : 5-diketo-1 : 4-di-naphthylmethyl piper. 
azine, a white, crystalline powder, m. p. 189—192°. With 6-naph. 
thol, the dichloro-compound readily condenses, giving 2 : 5-diketo. 


1 : 4-di-(8-hydroxy-«-naphthylmethyl)piperazine, a crystalline . 


powder, m. p. 285—286°; the dibenzoyl derivative forms fine 
needles, m. p. 267—268°. E. H. RB. 


Preparation of Aromatic Selenium Compounds. Fars. 
WERKE VORM. MetstTeR, Luctus, & Brintna (D.R.-P. 348906 
and 350376; from Chem. Zentr., 1922, iv, 46).—An earlier patent 
(A., 1918, i, 218) is modified by using selenic acid instead of selenium 
or selenium dioxide and by substituting other solvents for sulphuric 
acid or working in the absence of solvents. The compound obtained 
from o-nitrophenol and selenic acid in the presence of sulphuric 
acid, is a yellow powder containing 16% of selenium, and exploding 
on heating. Antipyrine gives with selenic acid a compound con- 
taining 17% of selenium; it forms small crystals, m. p. about 
238°, with discoloration. By the action of selenious oxide on 
p-nitroantipyrine in formic acid solution, di-p-nitroantipyryl selenide 
is obtained; it forms yellow crystals, m. p. about 260° (decomp.). 
Di-p-tolylantipyryl selenide, (Cy.H,,0N,).Se, prepared from p-tolyl- 
antipyrine and selenious acid in alcoholic solution, forms colourless 
crystals, m. p. about 255° (decomp.). The compound obtained by 
the action of selenious acid on resorcinol in aqueous solution is a 
brown powder. G. W. R. 


Preparation of Water-soluble Compounds of Diethyl- 
barbituric Acid and its Homologues. JoHANN A. WULFING 
(D.R.-P. 345361; from Chem. Zentr., 1922, ii, 1080—1081).— 
Solutions of diethylbarbituric acid or its homologues are treated 
with the theoretical amount of calcium hydroxide, magnesium 
hydroxide, or freshly precipitated calcium carbonate, if necessary 
with heating, and after filtration, if required, evaporated to dryness 
in a vacuum. The calcium salt and the magnesium salt of diethyl 
barbituric acid are mentioned, and also the calcium salt and the 
magnesium salt of phenylethylbarbituric acid. The products have 
therapeutical uses and form stable mixtures with alkaline earth 
salts of o-acetoxybenzoic acid. G. W. R. 


3-Hydroxy-2-phenylindazole. Gustav Hetier (Ber., 1922. 
55, [B], 2680).—In reply to von Auwers and Hiittenes (this vol., 
i, 682), the author maintains the individuality of the isomeric form 
of 3-hydroxy-2-phenylindazole described by him (A,, ene — 
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The Interaction of Aniline and Acraldehyde. FREDERICK 
.Myorce Mann (T., 1922, 121, 2178—2182). 


Pithiocarbazinic Acid. II. Sima M. Losanircu (Glas. Acad. 
wi. Belgrade, 1922, 103, 1—9).—In a previous communication 
, 1921, 119, 763), it was shown that the dithiocarbazinates 
compose slowly when heated in aqueous or alcoholic solution, 
relding hydrogen sulphide, ammonium sulphide, ammonia (or 
yamine), sulphur, and a white, crystalline product of acid reaction. 
is decomposition yields in the beginning hydrogen sulphide, 
gmithiocarbazide, and thiocarbazide. Subsequently, the products 
f the first decomposition interact with the dithiocarbazinate and 
frm ammonia and thiodisemithiocarbazide, 
NH,°NH:CS-S-CS:NH-NH,. 
The latter product then suffers transformation into the white, 
rystalline acid product mentioned in the first communication. 
for this compound the author suggests the constitution 


§0(SH):N-NH,], or S(C<Q>NH;),, whilst Busch, who obtained 
it previously, regarded it as a derivative of thiodiazole of the formula 


mi 5 >C'SHLN,H, (cf. A., 1894, i, 625; 1899, i, 825). 

It forms colourless needles and plates, decomp. about 170°, m. p. 
225°, and is soluble in water, less so in alcohol. With methyl iodide, 
it yields a dimethyl ester, colourless crystals, m. p. 136—137°. It 
iso forms a mono-, di-, and poly-sulphide. The disulphide has 
ben already described by Ziegele (A., 1899, i, 827). The mono- 
sulphide is formed if the aqueous or alcoholic solution of the acid 
is boiled ; it crystallises in yellow needles, m. p. 178° (decomp.), and 
forms salts with bases. The salts of the alkalis and ammonium are 
soluble in water ; those of the heavy metals insoluble. The ammon- 
im salt yields with methyl iodide the monosulphide methyl ester, 
awhite substance, soluble in alcohol; m.p. 71°. The polysulphide, 
((,H,N,S,), is formed together with the disulphide by the method 
employed by Ziegele (loc. cit.): it is insoluble even in boiling 
alcohol, forms yellow crystals, m. p. 186°, and is not identical with 
the polysulphide (C,H,N,S,) described by Ziegele. S. S. M. 


The Cyanine Dyes. VI. Dyes containing a Quinoline 
ad a Benzothiazole Nucleus. The Thioisocyanines. 
WaLTER THEODORE Kart BrauNHOLTz and WiLL1AM Hopson 
Mis (T., 1922, 121, 2004—2008). 


Formation of Triphenylpararosaniline Hydrochoride from 
Diphenylamine and Chloralammonia. R1x1 Hortucnt (Mem. 
Coll. Sci. Kyotd, 1921, 5, 1—7)—The small yield of triphenyl- 
pararosaniline hydrochloride obtained by heating diphenylamine 
and chloralammonia directly at 130°, is greatly increased by main- 
taining the temperature at 100° for some time prior to heating 
at 130°. The author has investigated the reaction of dipheny]l- 
amine with various compounds containing CCl, and CHO groups, 
spectively, and concludes that compounds containing the former 
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group are alone concerned in the formation of diphenylamine-blue, 
the chlorine atoms being replaced by the phenyl group, and the 
resulting product reacting with part of the hydrogen chloride 
produced. J. 8. G. T. 


Preparation of New Triarylmethane Colouring Matters, 
British Dyxsturrs Corporation, Ltp., ARTHUR GEORGE GREzy, 
KENNETH HERBERT SAUNDERS, and STANLEY CHARLES Bats 
(Brit. Pat. 185612)—New triarylmethane dyes containing ap 
hydroxyalkyl group attached to nitrogen are obtained by con. 
densing Michler’s ketone or Michler’s hydrol with an arylhydroxy. 
alkylamine, an aryldihydroxyalkylamine, an srylalkylhydroxyalky. 
amine, or an arylaralkylhydroxyalkylamine, and, where the hydro| 
is used, oxidising the leuco-compound first produced to the dyestuf 
in the usual way. For example, tetramethylethanoltriaminodi. 
phenylnaphthylcarbinol hydrochloride, 

(NMe,°C,H,).C°C,9H,-N(C,H,°OH),HCI, 
is obtained by ‘adding 23 parts of a-naphthylethanolamine to 
the product of the action of 20 parts of phosphorus oxychloride 
on 30 parts of tetramethyldiaminodipheny! ketone in presence of 
toluene as diluent. The dye crystallises on cooling in green crystals, 
which have the same properties as Victoria-Blue-R except that 
the solubility is much superior. T'etramethyldiethanoltriamino. 
triphenylcarbinol hydrochloride, 
(NMe,*C,H,).C°C,H,°*NCl(C,H,°OH),, 

prepared from Michler’s ‘hydro and diethanolaniline, and sub- 
sequent oxidation of the resulting leuco-compound with lead 
peroxide, is a coppery powder which dyes tanned cotton bright 
purple shades. Other shades of purple are obtained by substituting 
for the diethanolaniline other hydroxyalkylarylamines such as § 
ethanolaniline, diethanol-o-toluidine, etc. G. F. M. 


The Structure of the Compounds Obtained by the Oxid- 
ation of the Additive Products of t-Naphthylamine and Azo- 
esters. Orro Diets and HaraLD WACKERMANN (Ber., 1922, 
55, [B], 2443—2450).—The additive compound of £-naphthyl- 

; Et amine and ethyl azodi- 
N<iTECO, Et N<N80 Et carboxylate (annexed 


2 formula I) has been 
A\f \\NH, @ yy \_N-OH observed to be con- 


Bee L349 verted by oxidation into 
WA\7 NOG a yellow. compound to 

(1) (I1-) which the formula II 
has been assigned (cf. A., 1921, i, 280). The correctness of the 
second formula is established by a series of experiments starting 
from the corresponding methyl ester. 


The compound C,H <NOR > NCO-Me, brownish-yellow 


prisms, m. p. 117° (decomp.), is prepared by the addition of 
hydrogen peroxide to a hot solution of the additive compound of 
8-naphthylamine and methyl azodicarboxylate in glacial acetic 
acid. The presence in it of a mobile hydrogen atom is established 
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by the formation of an additive compound, C,,H,,0,N,, m. p. 138°, 
with carbethoxycarbimide and by its conversion by potassium 
ethoxide and benzyl chloride into the benzyl derivative, 

; N(CO,Me)—s.n.019 1 

CoH e<yt0-GH Ph) > CO,Me, 
'Bolourless crystals, m. p. 187°. Cautious treatment of the product 
of the oxidation of the methyl or ethyl ester with dilute alkali 
hydroxide solution causes hydrolysis, loss of carbon dioxide, and 


. fomation of the acid, CyeHe<N(OH) >N-CO,H, pale yellow needles, 


‘An. p. 128°; the alternative formula, CoH <NOH} > NE, is 


excluded since the acid does not immediately lose water and carbon 
. gidioxide with the formation of 1 : 2-azimidonaphthalene. The latter 
“Bubstance, m. p. 178—179°, is, however, produced when the acid 
is treated with methylamine (40%). 

A similar conclusion is drawn from an attempt to obtain the 
methyl ether of the oxidation product by means of diazomethane; 
normal methylation appears to take place in the first instance, but 
the methyl ether is unstable, immediately losing carbon dioxide 
and, presumably, dimethyl ether with consequent formation of 


methyl «B-aziminonaphthalenecarborylate, Cg OMe) f 


pale, reddish-brown prisms, m. p. 132—133°; the identity of the 
latter compound is established by its production from azimino- 
naphthalene and methyl chloroformate in the presence of benzene 
and pyridine. H.W. 


Addition of Azoimide at Contiguous Double Linkings. 

VII. 5-Anilino-1-phenyltetrazole and the Azide of Dithio- 

carbamic Acid. FE. Onivert-ManpatdA (Gazzetta, 1922, 52, 

i, 1389—144; cf. A., 1913, i, 961).—The action of azoimide 

on a tee yields 5-anilino-1-phenyltetrazole, 
‘NPh : ; : 

Ny r -NHPh’ which forms slender, white, acicular crystals, 


m. p. 162°, and yields an acetyl compound, m. p. 87°, and a silver 
derivative, C,,H,,N;Ag. This compound, which is undoubtedly 
formed by way of the azide, NPh:C:NPh+ N,H —> NPh:C(N,)*-NHPh 
—> C,,H,,N,, is identical with that obtained by Busch and Bauer 
(A., 1900, 1, 414) by the action of nitrous acid on aminodipheny]- 
guanidine and regarded by these authors as phenyliminophenyl- 


. N—NPh ., . nae 

dihydrotetrazole, Neon. (oNPh ; from its mode of preparation, its 
marked stability towards concentrated solutions of acids and bases, 
and its formation of an acetyl derivative, the compound must, 
however, be regarded as a tetrazole derivative, although it is not 
improbable that in the formation of salts it may undergo trans- 
formation into the phenyliminophenyltetrazolone. When heated 
above its melting point, 5-anilino-1-phenyltetrazole decomposes, 
yielding carbylamine, azoimide, and 1-phenyltetrazole, m. p. 65° 
(Freund and Paradies, A., 1901, i, 770; Oliveri-Mandala and 
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Alagna, A., 1911, i, 243), the last resulting from the interaction of 
the phenylcarbylamine and azoimide. 

Azoimide combines also with carbon disulphide giving an 
explosive compound, which corresponds in behaviour with the 
azides of thiocarbamic acids and has probably the structure, 
SH-CS:N,. It forms a sodium salt, CN,S,Na, and when heated 
gently with dilute hydrochloric acid decomposes losing two atoms 


of nitrogen and one atom of sulphur, SH-CS-N, —> L>CSH 


HS:-C:N, and, if concentrated solutions are used, yields the insoluble, 
yellow compound, C,H,N,S,, obtained on decomposition of aqueous 
thiocyanic acid solutions. Some of the salts of the explosive azide 
were prepared by Sommer (A., 1916, ii, 29). 

The above results, together with those published in the author's 
previous papers, show (1) that with carbylamines, ketens, ester 
of isocyanic and thiocyanic acids, carbodiphenyldi-imide and carbon 
disulphide, which contain two contiguous double linkings, azoimide 
readily unites, the triazo-group becoming attached always to the 
carbon atom and the hydrogen to the nitrogen atom; that, in the 
first two cases, integral addition of the azoimide molecule at the 
double linking may result in the formation of tetrazole derivatives, 
(2) That the unsaturated groupings, -N:C(N,)- and :C:C(N,);, 
undergo rapid isomerisation to the corresponding heterocyclic 


compounds, N<N and } sw & The only known compound 


of this type with which isomerisation of the triazo-group does not 
occur is vinylazoimide (Forster and Newman, T., 1910, 97, 2570), 
which does not undergo isomeric change to isotriazole. On 
account of the ease with which the three nitrogen atoms, even when 
forming part of a nucleus, are eliminated as azoimide, the compound 
described by Thiele and Ingle (A., 1896, i, 107) as tetrazylazoimide 
must be regarded as composed of two tetrazole nuclei 
(annexed formula). (3) That diphenylcarbodi-imide 
reacts more readily than phenylearbimide with 
azoimide. This is in accordance with the observ- 
ations of Staudinger and Meyer (A., 1920, i, 228), who 
found that replacement of the carbonyl group in NPh:C:0 by 
-<C-NPh causes marked increase in the reactivity. se me 


The Influence of Hydrogen-ion Concentration on the 
Solubility of Uric Acid. A. Juna (Helv. Chim. Acta, 1922, 5, 
688—702).—Experiments were made to determine whether slight 
changes in the degree of acidity in the neighbourhood of the neutral 
point, such as can be obtained by the use of buffer systems, have 
any influence on the solubility of uric acid. It is found that 
the influence is considerable. The solubility is lowest with low 
Py Values, that is, in acetate mixtures, and highest in phosphate 
and borate mixtures. It rises from 0-59 gram per litre at py 7:09 
to 1-54 grams per litre at py 7-6, and. continues to rise rapidly 
above this py, value. It appears probable that the character of 
the anion in the buffer salt has a-chemical influence; complex 
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salts may be formed, for instance, between the uric acid and borates 
or phosphates. In the case of all solutions having a p, value higher 
than 7-6, when the saturated solution was kept for fourteen days 
almost the whole of the uric acid was precipitated. This precipitate 
may be a complex salt or may be sodium biurate precipitated 
through decomposition of a complex compound. Uric acid is 
completely precipitated from solution by animal charcoal, and 
since at the same time there is generally a slight fall in the py, value 
of the solution, it appears that uric acid salts are adsorbed by the 
charcoal. E. H. R. 


Preparation of Carboxylic Acids of the Purine Series. 
E. Merck, Orro Wo.res, and Ertcu Kornick (D.R.-P. 352980; 
from Chem. Zentr., 1922, iv, 160—161).—Salts of mono- or di- 
alkylated xanthines are treated with salts of monohalogenated 
aliphatic carboxylic acids. By heating sodium theobromine in 
aqueous alkaline solution with monochloroacetic acid, theobromine-1- 
acetic acid is obtained as colourless crystals, m. p. 260°. Theo- 
phylline and monochloroacetic acid give theophylline-7-acetic 
aid, crystals, m. p. 271° (corr.). 3-Methylxanthineacetic acid 
forms needles, m. p. 306° (decomp.). Sodium 3-methylxanthine 
and f-iodopropionic acid give 3-methylxanthinepropionic acid, 
lustrous leaflets, m. p. 308—309° (decomp.). The N-alkyl-carboxylic 
acids of mono- and di-alkyl xanthines and their salts have therapeutic 
uses. G. W. R. 


Azoxyamides and Diazo-compounds. A. PirRon1 (Gazzetta, 
1922, 52, ii, 32—43).—Since only one phenylazoxycarbonamide is 
obtainable from phenylazocarbonamide, although Angeli’s results 
(A., 1916, i, 679) indicate that two isomerides should exist, the 
author has investigated p-bromo- and p-nitro-phenylazocarbon- 
amides and the corresponding azoxy-derivatives. For the pre- 
paration of these azocarbonamides, Widman’s general method 
(A., 1895, i, 603) yields unsatisfactory results. p-Bromophenyl- 
azocarbonamide may, however, be obtained by diazotising p-bromo- 
aniline, treating the diazonium salt with aqueous potassium cyanide 
solution, and treating the nitrile thus formed in moist ethereal 
solution with a current of hydrogen chloride; under these condi- 
tions, the nitrile unites with a molecule of water. The compounds 
thus obtained, namely, p-bromo-, p-nitro-, and 2 : 4-dibromo- 
phenylazocarbonamides, and p-bromo- and p-nitro-phenyldiazo- 
nitriles, were subjected to the action of hydrogen peroxide in 
acetic acid solution. Of the azoxyamides prepared in this way, 
none could be obtained in two isomeric forms, and the method of 
formation and also the behaviour indicate in all cases the formula 
0:NR:N-CO-NH,; that they are not more complex compounds is 
shown by their cryoscopic behaviour. The constitution of p-bromo- 
phenylazoxycarbonamide is confirmed by the readiness with which 
itis reduced, by means of zinc dust and acetic acid, to the original 
azocarbonamide. Treatment of aqueous p-bromophenylazoxy- 
carbonamide with an alkaline solution of potassium hypobromite 
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and subsequently with $-naphthol results in evolution of gas and 
formation of bromophenylazo-8-naphthol-red. 

The fact that p-bromo- and p-nitro-benzodiazonitriles are oxidised 
by hydrogen peroxide in acetic acid solution, yielding mainly the 
corresponding azoxyamides, indicates that the action of hydrogen 
peroxide on 7-chlorobenzodiazonitrile proceeds, not in the manner 
supposed by Bamberger and Baudisch (A., 1912, i, 733), but in the 
two stages described by Angeli (loc. cit.): C,H,Cl-N°N-CN+ 
H,0,=C,H,Cl-NO:N-CN+H,O and O,H,Cl‘NO:N-CN+H,0= 
C,H,Cl-NO:NOH-+ HON. 

Under the ordinary experimental conditions, 2 : 4-dibromo- 
phenylazocarbonamide is not oxidised to the corresponding azoxy- 
derivative by hydrogen peroxide, and no azoxy-compound has been 
obtainable from benzoylazo-p-bromobenzene. 

All the azoxyamides obtained exhibit close analogy to aromatic 
diazo-compounds. In slightly alkaline solution, they react with 
8-naphthol to give the corresponding benzeneazonaphthols, and 
they also react in alkaline solution with pyrrole and its derivatives, 
with phenols, with ethyl acetoacetate, and with nitroethane. With 
saturated aqueous potassium hydroxide solution, the p-bromo- 
azoxyamide reacts in accordance with the scheme : 


C,H,Br'NO:N:CO-NH, —> C,H,Br:NO:N-CO,H —> 
H,Br'NO:NH —> C,H,Br-N:N-OH. 


Since the two isomerides, O;-NPh°N-C,H,°OH and 
NPh:NO-C,H,-OH, 

yield the compound NPh‘N-OH as final product when oxidised 
with permanganate, and since also the nitrosoamine of phenyl- 
carbamide, NH,-CO-NPh-:NO, which is isomeric with phenylazoxy- 
carbonamide, reacts in alkaline solution with 6-naphthol like 
diazo-derivatives and azoxyamides, giving phenylazonaphthol, the 
existence of the two isomerides O-NPh:NH and NPh:NH:O may 
be assumed. The normal diazotates will therefore be represented 
by the general formule O‘NR:NH and NR:NH:O (cf. Angeli, 
A., 1916, i, 679), and the behaviour of these compounds is explained 
better by the presence of conjugated double linkings than by 
Hantzsch’s view that normal and iso-diazotates are spacial isomerides 
of the formula, NR:N-OH. 

Phenylazoxycarbonamide, O:NPh:N-CO:-NH,, forms long needles, 
m. p. 150° (decomp.), reddening in the air, and exhibits normal 
cryoscopic behaviour in acetic acid solution. 

2 : 4-Dibromophenylazocarbonamide, C,H,Br,*N-N:CO-NH,, crys- 
tallises in long, orange-yellow, silky needles, m. p. 194°. 

p-Bromophenylazocarbonamide, CgH,Br-N-N-CO-NH,, forms crys- 
tals, m. p. 175° (decomp.). 

p-Bromophenylazoxycarbonamide, C,H Br-NO:N-CO:NH,, crystal- 
lises in pale yellow needles, m. p. 201° (decomp.). 


p-Nitrophenylazoxycarbonamide, C,H,O,N,, forms pale yellow 
needles, m. p. 203° (decomp.), and readily undergoes change owing 
to the presence of the nitro-group, which tends to expel the less 
highly negative and less stable azoxy-group. With §-naphthol in 
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alkaline solution, the amide readily reacts with formation of the 
deep red p-nitrophenylazo-f-naphthol. 

Potassium p-bromobenzeneazoxycarboxylate, C,H,BreNO°N-CO,K, 
is a yellow, crystalline compound, but could not be obtained pure, 
as it readily undergoes alteration. > ee 


Certain Salts with para-, ortho-, and meta-Quinonoid 
Structure. III. R. Crusa and G. Rasterii (Gazzetta, 1922, 
52, ii, 121—125; cf. A., 1920, i, 256; 1921, i, 63)—The authors 
have completed the optical investigation of p- and o-nitropheny]l- 
hydrazones and the corresponding alkali metal salts. 

The monosodium salt of pyruvic acid p-nitrophenylhydrazone, 
CO,Na‘CMe:N-NH-C,H,NO,, forms lustrous, pale yellow scales; 
the monopotassium salt, similar scales; the disodium salt, small, 
violet crystals, and the dipotassium salt, small, violet needles. 
All these salts yield the original hydrazone on hydrolysis. 

Pyruvic acid o-nitrophenylhydrazone forms yellow needles, m. p. 
221°, the mono-sodium and potassium salts yellow scales, and the 
di-sodium and potassium salts blue crystals with metallic lustre ; 
these salts also give the original hydrazone when hydrolysed. 

Solutions of these quinone-nitronic acids are moderately stable, 
and in the experimental conditions employed obey Beer’s law 
sufficiently well. Spectrographic examination shows that the 
salification is accompanied by profound structural change; « the 
benzenoid form of benzaldehyde-p-nitrophenylhydrazone is altered 
to a para-quinonoid structure, the characteristic band at 2100, 
which is shown by ordinary quinone, becoming evident. Similarly, 
pyruvic acid p-nitrophenylhydrazone and its monometallic salts 
are benzenoid, and its dimetallic salts quinonoid, in character. 


The o-nitrophenylhydrazones exhibit the same behaviour. 
2. ..B, 


Certain Salts with para-, ortho-, and meta-Quinonoid 
Structure. IV. R. Crusa and G. Rasterir (Gazzetta, 1922, 
52, ii, 126—128; cf. preceding abstract) —-The action of methyl 
iodide on the potassium salt of benzaldehyde-p-nitrophenylhydrazone 
yields, not a quinonoid methyl ether of the hydrazone, but benz- 
aldehyde-p-nitrophenylmethylhydrazone, CHPh:N-NMe:’C,H,° ‘NO,, 
which separates in either red or canary-yellow crystals, m. p. 131°, 
yields as-p-nitrophenylmethylhydrazine on hydrolysis, exhibits an 
absorption spectrum similar to that of benzaldehyde-p-nitrophenyl- 
hydrazone, and in acetone solution gives no coloration with alkali. 

as-p-Nitrophenylmethylhydrazine, NH,*NMe°C,H,°NO,, forms 
yellowish-brown, acicular crystals or silky, yellow needles, m. p. 
156°, reduces Fehling’s solution, gives a silver mirror with am- 
moniacal silver nitrate, and condenses with aldehydes and ketones 
to the corresponding hydrazones. This constitution was suggested 
by Charrier (A., 1915, i, 905) for a compound, m. p. 142°. The 
hydrazine forms a picrate, NH,*NMe°C,H,-NO,,C,H,O-N,, m. p. 
131° (decomp.), and with ferric chloride solution yields a small 
proportion of a compound, m. p. 145—146°, which is possibly the 
corresponding tetrazone. 
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Pyruvic acid as-p-nitrophenylmethylhydrazone forms both red and 
yellow modifications, m. p. 153°. a, BP. 


Protein Precipitants. Atma Hier and Donatp D. Van 
Styxe (J. Biol. Chem., 1922, 53, 2583—267).—With the object of 
ascertaining the extent to which proteins and protein products 
are precipitated by different protein precipitants, the action of a 
number of these substances both on blood and Witte’s peptone 
has been studied. The results with the latter substance indicate 
that tungstic acid and picric acid precipitate protein intermediate 
products relatively completely without precipitating the amino- 
acids; trichloroacetic acid removes proteins only, near! M all the 
protein products passing into the filtrate; whilst metaphosphoric 
acid, colloidal iron, and mercuric chloride occupy an intermediate 
position with regard to their action on protein products. With 
blood, all the substances studied removed proteins completely, 
and all, with the exception of alcohol, allowed similar amounts 
of amino-acids to pass into the filtrates. The recovery of added 
mixed monoamino-acids was, however, incomplete in the cases of 
metaphosphoric acid and alcohol. E. S. 


The Colloidal Behaviour of Serum Globulin. Davip I. 
Hircnoock (J. Gen. Physiol., 1922, 5, 35—44).—The globulin of 
ox serum behaves stoicheiometrically as an amphoteric electrolyte, 
like other proteins which have been investigated, such as gelatin. 
The potential differences and osmotic pressures across membranes 
separating acid solutions of this protein from water are largely % 
able by Donnan’s theory of membrane equilibrium. W.O.K 


Effect of Acids and Alkalis on some Chemical and Physical 
Properties of Hemoglobin. G. QUAGLIARIELLO (Arch. Sci. 
biol., 1921, 2, 423—472; Ber. ges. physiol., 12, 82—83; from 
Chem. Zentr., 1922, iii, 52—53).—The author has studied the effect 
of lactic acid, hydrochloric acid, and sodium hydroxide on the 
surface tension of protein solutions, and in particular of hemoglobin 
solutions, by stalagmometric measurements. The effect of lactic 
acid is similar to that of hydrochloric acid. Both acids and alkali 
exert the same effect on hzmoglobin solutions as on solutions of 
other proteins. No evidence was found for an aggregation of the 
hemoglobin molecule. The surface tension, like the solubility, 
osmotic pressure, viscosity, and swelling power, shows a minimum 
at the isoelectric point, all these properties being connected with 
the degree of dissociation of the ampholyte. The free ions are 
hydrated more easily than the molecules. The marked depression 
of the surface tension at the isoelectric point appears abnormal, 
since the less stable is a colloidal solution the more does the surface 
tension approach that of the solvent. The lowering in concen- 
tration consequent on molecular aggregation must be balanced by 
increased surface activity. G. W. R. 


Hemocyanin. VI and VII. The Action of some Gases on 
Hemocyanin. Cu. Duiré and A. ScunerpEr (J. physiol. path. 
gén., 1922, 20, 1—13; 34—40).—An examination of the action of 
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hydrogen, nitrogen, carbon dioxide, carbon monoxide, nitric oxide, 
methane, acetylene, and ethylene on hemocyanin. The oxy- 
hemocyanins from the various species used are as easily and rapidly 
reduced by treatment with an inert gas at 15° to 20° as by a vacuum 
at 40°. Hemocyanin forms with nitric oxide a crystallisable, 
green pigment which is less unstable than oxyhemocyanin. Reduced 
hemocyanin at 20° does not form coloured compounds with methane, 
ethylene, or acetylene. CHEMICAL ABSTRACTS. 


Preparation and Analysis of Animal Nucleic Acid. P. A. 
LEvVENE (J. Biol. Chem., 1922, 53, 441—447).—The author’s method 
({A., 1921, i, 821) for the preparation of animal nucleic acid has been 
improved. The ground glands (10 lb.) are boiled for thirty-five 
minutes with 5 litres of water containing 250 grams of sodium 
hydroxide. The mixture is then neutralised with acetic acid, 
treated with a colloidal solution (50 ¢.c.) of iron, filtered, and left 
over-night. Addition of a double volume of methyl alcohol con- 
taining 2%, of hydrochloric acid precipitates the nucleic acid. The 
method has been applied to thymus gland, spleen, kidney, pancreas, 
and liver. In the latter case, the product contains considerable 
amounts of glycogen and must be further purified. Nucleic acids 
from the above organs have the same elementary composition, 
which corresponds with that of a hexose tetranucleotide. Estim- 
ations of the purine bases also agree with the tetranucleotide 
theory. K. 8. 


Some Properties of Dialysed Gelatin. Dorotny JoRDAN 
Luoyp (Biochem. J., 1922, 16, 530—540).—The infiuence of hydro- 
chloric acid, sodium hydroxide, and sodium chloride on the gelling 
power of gelatin purified by dialysis at the isoelectric point (cf. 
A., 1920, i, 452, 895) has been followed. For comparative pur- 
poses, the minimum concentration of gelatin necessary to produce 
a gel after keeping for forty-eight hours at 15° has been taken as 
an inverse measure of the gelling power. Under these conditions, 
pure gelatin requires a minimum concentration of 0-8% to form 
a gel. Hydrochloric acid decreases the gelling power, the dimin- 
ution passing through a maximum at P,, 2—3 and again beyond 
Py, 0-7. Sodium hydroxide slightly decreases the gelling power 
between P,, 10—12, and completely prevents gelation above Py 12. 
Neutral salts diminish the influence of hydrogen ions on gelling 
power; no other simple relationship between sodium chloride 
content and gelling power appears to exist. 

The influence of hydrochloric acid, sodium hydroxide, and sodium 
chloride on the production of turbid gels, and the effect of tem- 
perature on the optical rotation of gelatin have also been studied. 
Finally, the theory of gelation is discussed. E. 8. 

Thermal Expansion of Gelatin Gels. Atan Tarret (T., 
1922, 121, 1971—1984). 

Saccharase. E. Canats (Bull. Soc. chim., 1922, [iv], 31, 
921—928; cf. Tribot, A., 1909, i, 73)—An attempt to verify the 
author’s hypothesis that magnesium behaves as a catalytic agent 
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with regard to saccharase in a manner analogous to that of man- 
ganese with regard to oxydases. Analysis of saccharases from 
various sources shows that all specimens contain a considerable 
proportion of magnesium and of phosphoric acid, similar results 
being obtained from a filtered solution made from each specimen. 
Other substances found in the ash are potassium, sodium, iron, 
aluminium, calcium, chlorine, and sulphur (as sulphate), but in 
some cases one or more of these elements are missing or present only 
in traces. The magnesium and phosphate content when examined 
quantitatively shows wide variation. H. J. E. 


A Silver Compound of Saccharase. H. von EULER and 
K. JosEpuson (Ber., 1922, 55, [B], 2416—2420).—Previous investi- 
gations on the inactivation of saccharase by silver salts (Euler and 
Svanberg, A., 1921, i, 68, 202; Euler and Myrbick, this vol., i, 
693) have made it very probable that a compound of saccharase 
and silver is formed; such a product has now been isolated in a 
somewhat impure condition. 

A saccharase solution is concentrated in a vacuum until it is 
approximately 1% and treated with an excess of silver nitrate; 
after some hours, the solution becomes brown, but remains clear. 
Addition of concentrated alcohol causes the separation of a brown 
precipitate which can be readily removed by centrifuging; it is 
purified by solution in water and re-precipitation with alcohol. 
It contains approximately 50% of carbohydrates, which are derived 
mainly from the original yeast. Analysis of the product gives 
silver 2-5°%, phosphorus 0-81%, nitrogen 4:5%, carbon 41-5%, 
hydrogen, 7:-6%, and oxygen 43:1%. It is remarkable that the 
atomic ratio of phosphorus to silver is 1:1. This is in agreement 
with the value deduced from the experiments of Euler and Myrback 
(loc. cit.). H. W. 


The Inactivation of Saccharase by Iodine. H. von EvLER 
and STURE LANDERGREN (Biochem. Z., 1922, 131, 386—389).— 
Addition of iodine in potassium iodide solution to two different 
saccharase preparations of different activity reduced the activity 
to one-half. Sodium thiosulphate cannot reactivate the saccharase. 

H. K. 


Effect of Filtration on Amylases. JEAN Errront (Compl. 
rend. soc. Biol., 1922, 86, 271—273; from Chem. Zentr., 1922, iii, 
177; cf. this vol., i, 184).—Ptyalin retained from saliva by 
filter-paper cannot be removed by water or by sugar solution. 
It is removable, however, in the presence of sodium chloride or 
starch paste. This absorption increases with rise of temperature 
and affects, not only diastases, but also inhibitory substances 
accompanying them. Diastases may thus be purified by filtration. 
Many inactive plant juices may be activated by _—— 

. W. R. 


Characteristic Properties of Amylases of Different Origin. 
JEAN Errront (Compt. rend. soc. Biol., 1922, 86, 274—275; from 
Chem. Zentr., 1922, iii, 177; cf. preceding abstract)—Amylases 
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of animal origin, from bacteria, and from seeds are readily isolated 
by maceration. Amylases from green plant materials are isolated 
with difficulty, but more readily in the presence of sodium chloride 
or starch paste. Animal amylases, and amylases from germinated 
seeds quickly form sugar from starch grains, 72—74°%, being changed 
within an hour. Amylases from resting seeds and from vegetative 
portions of plants are less active. The optimum temperature for 
animal and bacterial amylases and for amylases from vegetative 
portions of plants is 40°. For amylases of certain germinated 
seeds, the optimum temperature is 60°. Resistance to heat and 
chemical effects (acids) varies with origin. G. W. R. 


The Asymmetric Action of Emulsin in the Benzaldehyde- 
cyanohydrin Synthesis. E. Norperenpr (Biochem. Z., 1922, 
131, 390—410; cf. this vol., i, 66).—The author has made a detailed 
examination of the most favourable conditions for the formation 
of optically active cyanohydrin and records some properties of 
emulsin. For the production of optically active cyanohydrin, 
emulsin is necessary. With small quantities of emulsin, there is 
proportionality between the rotation attained and the amount of 
emulsin present, but with larger quantities the rotation rises more 
slowly than would be expected. The d-cyanohydrin is labile and 
its rotation falls off spontaneously. This velocity of autoracemis- 
ation increases with rise of temperature and with increasing acidity 
within the range Py, 3 to 6-5. At the neutral point the velocity of 
racemisation equals the velocity of formation of the cyanohydrin 
and the product is inactive. H. K. 


Mechanism of Action of Oxidising and Reducing Ferments. 
F. Barrectt and L. STERN (Arch. internat. Physiol., 1921, 18, 
403—418; Ber. ges. Physiol., 1922, 11, 431—432; from Chem. 
Zentr., 1922, i, 1203—1204)—Ferments are divided into three 
groups, according to the behaviour of the ions of water to the 
substrate, namely hydratases, for example, the ferment concerned 
in the reversible change fumaric acid to maleic acid; hydrolases 
producing esterification or hydrolysis; and oxydoreductases in 
which the hydrogen and hydroxyl ions of water give reduction and 
oxidation products respectively. Catalase is regarded as an 
oxydoreductase. G. W. R. 


The Action of Poisons on Enzymic Processes. VII. 
Metal Catalysis and Catalase Action. VIII. The Volumetric 
Method for the Estimation of Catalase. C. G. SANTESSON 
(Skand. Arch. Physiol., 1922, 47, 129—181, 191—208).—VII.—The 
amount of catalyst is of importance when the material acted on is 
constant; colloidal metals in minute amounts are often ineffective. 
Frog muscle catalase shows similar properties, although not so regu- 
larly ; the effective amount of catalase may be of the order 0-06 mg. 
A low temperature (0-6—0-9°) markedly decreases the evolution of 
oxygen caused by colloidal silver; heating the solution also inhibits 
its activity. Muscle catalase is similarly affected. The effect of 
a series of ions on the activity of colloidal silver and muscle catalase 
is widely different in the two cases. 
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VIII.—A criticism of the methods available for the determination 
of catalase activity. The use of 0-211% (0-062N) hydrogen per- 
oxide is preferred. CHEMICAL ABSTRACTS. 


The Anaerobic and Aerobic Oxidation of Xanthine and 
Hypoxanthine by Tissues and by Milk. E. J. Morsay, 
C. P. Stewart, and F. G. Hopkins (Proc. Roy. Soc., 1922, (B], 94, 
109—131).—Milk and certain animal tissues contain a catalytic 
system which can bring about the rapid oxidation of xanthine 
and hypoxanthine to uric acid either anaerobically in the presence 
of methylene-blue (which is thereby reduced), or aerobically in its 
absence. The action of the enzyme is highly specific; thus, neither 
guanine, caffeine, theobromine, uracil, thymine, cytosine, nor 
histidine is able to induce the reduction of methylene-blue in 
milk. Adenine does so slowly, but this is due to the presence of 
adenase, which converts the adenine into hypoxanthine. Under 
anaerobic conditions uric acid is produced at the same rate from 
both xanthine and hypoxanthine; when aerobic conditions prevail, 
however, the time required for the complete conversion of hypo- 
xanthine into uric acid is twice that necessary in the case of xanthine. 
This is probably due to the fact that the system is homogeneous in 
the former, and heterogeneous in the latter, case. With moderate 
concentrations of base present the oxidation proceeds at a linear 
rate. E. 8. 


Enzyme Action. XXIII. Homo- and  Hetero-lytic 
Enzymes. Henry E. Armstrona (Proc. Roy. Soc., 1922, [B}, 
94, 132—133).—The author considers that the conversion of xanth- 
ine and hypoxanthine into uric acid by the milk enzyme (cf. pre- 
ceding abstract) is a hydrolytic change. The action of the enzyme 
differs from that of ordinary hydrolytic enzymes, which induce 
the distribution of the elements of water between two sections of 
a single molecule, in that these elements are distributed between 
two distinct molecules. It is suggested that the terms homo- and 
hetero-lytic be used to distinguish between these two classes of 
enzymes. E. 8. 


Further Experiments on the Isolation of the Antineuritic 
Vitamin. ATHERTON SEIDELL (J. Amer. Chem. Soc., 1922, 44, 
2042—2051; cf. Seidell, J. Ind. Eng. Chem., 1921, 13, 1111).— 
The preparation of the vitamin solution is modified in that, instead 
of subjecting fresh yeast to autolysis and filtering the thick, slimy 
liquid thus obtained, the yeast is treated for a few minutes with 
boiling water and the mixture is then centrifuged. The aqueous 
solution thus obtained contains a greater proportion of the total 
vitamin than is present in the filtrate from autolysed yeast, and, 
in addition, is free from adenine and other products of the autolytic 
decomposition. The vitamin is adsorbed by fuller’s earth from its 
acid solution (cf. Seidell, U.S. Public Health Repts., 1922, 37, 801), 
thus giving an “ activated solid”? which is extracted with barium 
hydroxide solution and the barium eliminated by acidifying with 


sulphuric acid. The extract is subjected to precipitation with. 
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saturated lead acetate solution and filtered. The filtrate is freed 
from excess of lead by means of hydrogen sulphide and concen- 
trated by distillation under diminished pressure (the treatment 
with lead acetate prevents the otherwise excessive foaming during 
distillation). The residue is precipitated successively with silver 
nitrate and ammoniacal silver nitrate. Approximately one-third 
of the solids of the extract is precipitated as silver compounds, 
and these contain somewhat more than one-half of the antineuritic 
vitamin. The incomplete precipitation of the vitamin base is 
believed to be due to the considerable solubility of its silver 
compound. 

The vitamin fractions are found to be quite stable both in solution 
and in the dried condition. They dialyse almost completely 
through a collodion membrane and physiological tests show that 
all the vitamin is in the diffusate, thus indicating that the vitamin 
molecule is of relatively simple constitution. Using nitrogen 
estimations as a criterion of purity, it is concluded that the highly 
active fractions contain vitamin and one or more analogous nitro- 
genous bases, and that these cannot be advantageously separated 
from one another by silver precipitation. H. W. 


Condensation Products of Arsphenamine [Salvarsan] with 
Aldehydes. Grorcre W. Razziss and A. C. Biarr (J. Amer. 
Chem. Soc., 1922, 44, 2023—2027).—A series of compounds of 
salvarsan with aldehydes of the general type, 

As,[C,H,(OH)-NH-CH(OH)-R),, 

has been prepared by dissolving 3 : 3’-diamino-4 : 4’-dihydroxy- 
arsenobenzene dihydrochloride in methyl alcohol, transformation 
of the latter into its di-sodium salt by the addition of four molecular 
proportions of aqueous sodium hydroxide and addition of slightly 
more than two molecular proportions of the requisite aldehyde. 
The mixture is in some cases agitated mechanically for two hours 
in an atmosphere of nitrogen, in others heated under a reflux 
condenser for a similar period. The product is precipitated by 
neutralising the solution with hydrochloric acid. The additive 
compounds are in general solids which vary in colour from yellow 
to reddish-brown. They cannot be crystallised readily from the 
customary organic media, and are in general merely washed and 
dried before being analysed. 

The following individual substances are described : 3 : 3’-Bis-o-a- 
dihydroxybenzylamino-4 : 4'-dihydroxyarsenobenzene, 

As,[C,H,(OH)-NH-CH(OH)-C,H,-OH},, 
m. p. 182°, and the corresponding dihydrochloride, an orange- 
yellow substance. 3 : 3'-Bis-«-hydroxy-p-methoxybenzylamino-4 : 4'- 
dihydroxyarsenobenzene, a yellow powder which softens at 80° and 
decomposes gradually when further heated. 3 :3’-Bis-p-«-dihydroxy- 
m-methoxybenzylamino-4 : 4’-dihydroxyarsenobenzene, from salvarsan 
and vanillin, a reddish-brown, amorphous solid, m. p. 175—176°. 
3 : 3’-Bishydroxymethylamino-4 : 4'-dihydroxyarsenobenzenée dihydro- 
chloride, As,[C,H,(OH)*-NH-CH,-OH],,2HCl, from salvarsan and 
formaldehyde, decomp. 185—190°. 3 : 3’-Bis-«-hydroxy-m-nitro- 
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benzylamino-4 : 4'-dihydroxyarsenobenzene, a yellow powder, decomp. 
247—250°. 3: 3'-Bis-x-hydroxy-y-phenylallylamino-4 : 4'-dihydroxy- 
arsenobenzene, As,{C,H,(OH)*NH-CH(OH)-CH:CHPh},, from sal- 
varsan and cinnamaldehyde, a yellow powder, decomp. 195—200°. 
Disodium salvarsan did not give products with benzaldehyde or 
p-chlorobenzaldehyde which were sufficiently pure for analysis. 


H. W. 


A Sulphonated Naphthylarsinic Acid. A. EvizapeTH Hu 
and A. K. Batts (J. Amer. Chem. Soc., 1922, 44, 2051—2054).— 
a-Naphthylarsinic acid, creamy-white needles, m. p. 197°, is pre- 
pared conveniently by addition of a diazotised solution of «-naphthy]- 
amine to an aqueous solution of sodium arsenite and decomposition 
of the diazonium product at the atmospheric temperature. It is 
not affected by dilute or concentrated sulphuric acid, but is readily 
transformed by the fuming acid (20%) into a monosulphonic acid, 
colourless, somewhat hygroscopic, glistening plates, which remains 
unchanged below 250° (three potassium salts have been prepared). 
The substance is oxidised readily by alkaline potassium perman- 
ganate, but the viscous, yellow, hygroscopic liquid which is thereby 
obtained could not be purified; it is shown, however, to contain 
arsenic and sulphur in equal atomic proportion. The position of 
the sulphonic group in the naphthalene molecule has not been 
elucidated. H. W. 


p-Nitrophenylstibinic Acid. G. CHARRIER (Gazzetta, 1922, 

52, ii, 16—18).—p-Nitrophenylstibinic acid, 
[3(NO,°C,H,SbO,),2H,O],3H,O 

(cf. Schmidt, A., 1920, i, 901), prepared by treating antimony 
trichloride with p-nitrophenyldiazonium chloride and subjecting the 
additive compound, NO,°C,H,°N,SbCl,, thus formed (cf. May, T., 
1912, 101, 1037), to the action of sodium hydroxide (cf. Bort, A., 
1913, i, 115), forms an amorphous, chrome-yellow powder decom- 
posing, without melting, at about 300°. = oe 


Mercuriation in the Aromatic Series. II. Thymolmer- 
curiacetates and their Derivatives. Erisio Mamei and ANNA 
MAMELI-MANNESSIER (Gazzetta, 1922, 52, ii, 1—16; cf. this vol., 
i, 695)—By treating thymol with mercuric acetate under various 
conditions, the authors have obtained, besides the thymoldimer- 
curiacetate already known (cf. Dimroth, A., 1902, i, 850; Rupp, 
A., 1917, i, 670; Paolini, A., 1921, i, 902), also the two new com- 
pounds, thymol-2- and thymol-6-monomercuriacetates. ‘The con- 
stitutions of these compounds are shown by the fact that they 
yield respectively an internal oxide and an ordinary oxide when 
treated in alkaline solution, which contains the corresponding 
hydroxides, with carbon dioxide. Confirmation of these structures 
is obtained by examining the behaviour of the compounds towards 
coupling with diazonium salts, Dimroth (loc. cit.) having shown 
that mercury groups in the ortho-position to a phenolic hydroxyl 
persist, whereas those in the para-position are often displaced by 
the azo-group. With thymol-6 mercuriacetate, not only is this 


=. 
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displacement observed, but a second azo-group enters in the ortho- 
position, the resulting compound being 2 : 6-bisbenzeneazothymol. 
The action of mercuric acetate on either thymol-2- or thymol- 
6-mercuriacetate yields thymoldimercuriacetate, which is the 
2 : 6-compound. 


Thymol-2-mercuriacetate, < \He-OAe, forms a _ lustrous, 


crystalline, white powder, m. p. 147° on rapid heating, decompos- 
ing at 182°. It gives no coloration with ferric chloride, behaves 
towards sulphuric acid like its para-isomeride, and yields a black 
precipitate with ammonium sulphide in a few minutes and with 
hydrogen sulphide only when hydrochloric acid is present. 


Pr 
Thymol-6-mercuriacetate, oHg Hg-OAc, forms small, lus- 
~ Me 


trous crystals, m. p. 163° (bath initially at 150°), decomposing at 
178—180°. It gives no coloration with ferric chloride, but dis- 
solves in cold concentrated sulphuric acid, yielding a yellow color- 
ation changing to reddish-brown. With benzenediazonium chloride, 
it gives (1) 2 : 6-bisbenzeneazothymol, m. p. 181° (cf. Mazzara and 
Pozzetto, A., 1885, 893; Auwers and Michaelis, A., 1914, i, 744), 
and (2) a small proportion of a cream-yellow azo-compound, which 
is possibly 2-benzeneazothymol-6-mercuriacetate. 
Thymol-2-mercurichloride, OH-C,H,MePr-HgCl, has m. p. 144— 
145°, and decomposes at about 160°. The 6-isomeride crystal- 
lises in slender, white needles, m. p. 188°, and decomposes at 195°. 


Pr 
Thymol-2 : 6-dimercurichloride, oH Het, has m. p. 210— 
HigCl Me 


211° (decomp.). 

Thymol-2-mercuribromide forms a white, crystalline powder, con- 
tracting at 140° and reddening and subliming at 180°. ‘The sulphate, 
(OH-C,H,MePr-Hg),SO,, is obtained as an amorphous, white 
powder, which reddens, without melting, at 220°. The nitrate 
forms a pale pink powder, turning violet in the light, m. p. 148— 


150°, decomposing at 155°. The owide, Pr¢ Me, forms a 


Ov HH 
white precipitate, m. p. 195° (decomp.), and has the normal mole- 
cular weight in freezing phenol. 

Thymol-6-mercuribromide is a white compound, m. p. 149° 
(decomp.). The sulphate forms a white, amorphous powder, 
decomposing, without melting, at 235°, and dissolves in concen- 
trated sulphuric acid to a yellow solution; careful addition of 
ferrous sulphate solution to this acid solution gives a wine-red 
ring or, on shaking, a greenish-blue coloration. The nitrate is a 
white, pulverulent substance with pale pink reflexion, m. p. 167° 
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(decomp.), and dissolves in concentrated sulphuric acid to a straw- 
yellow solution which, with ferrous sulphate solution, gives a 
blood-red ring or, on agitation, a bluish-violet or intense blue 


coloration. The ovide, oH’ ‘S-Hg-|0O, forms a _ white 


Me 
powder, blackens at 180°, decomposes into a gummy mass at 
about 205°, and exhibits normal cryoscopic behaviour in phenol 
solution. The hydroxide is a white compound, m. p. 190—195° 
(decomp.). x. os © 


Mercuriation in the Aromatic Series. III. Mercuriated 
Derivatives of 6-Iodothymol. Eristo Mamext (Gazzetta, 1922, 
52, ii, 18—23).—The action of mercuric acetate on 6-iodothymol, 
which has only one free ortho-position with respect to the hydroxyl, 
readily yields the monomercuri-derivative, 6-iodothymol-2-mercuri- 
Pr OH acetate (annexed formula), from which the corres- 
ponding chloride and bromide are obtainable. That 


4 SHg-OAc the mercuri-group in all these compounds occupies 
T Me the ortho-position with respect to the hydroxy] is 


shown by the formation of an internal oxide when the 
iodothymolmercurihydroxide is treated with carbon dioxide. The 
action of iodine in presence of potassium iodide on 6-iodothymol-2- 
mercuriacetate yields a product identical with aristol; this result 
confirms the view that the iodine atom in aristol occupies the para- 
position with respect to the phenolic or quinonic oxygen: and that 
the thymolic groups are united at the ortho-positions to this oxygen, 
these being the only free positions. Compounds showing the same 
behaviour as aristol are obtained also by the action of iodine and 
potassium iodide on thymol-2- and thymol-6-mercuriacetates (see 
preceding abstract). 

6-Iodothymol-2-mercuriacetate forms white crystals, reddening at 
170°, m. p. 175° (decomp.), yields 6-iodothymol when heated with 
concentrated hydrochloric acid, and gives with concentrated 
sulphuric acid a red coloration changing to green and later to 
brown. The corresponding chloride, OH-C,HMePrI-HgCl, forms 
white crystals, turning yellow at 119°, m. p. 122—124°; the bromide 
is a white powder, turning yellow at 102°, m. p. 105—108°. The 


internal oxide, CsHMePrl< Br’ rms crystals, m. p. 162—165° 
g 


(decomp.), and exhibits normal cryoscopic behaviour in phenol. 
T. H. P. 


Mercuriation in the Aromatic Series. IV. Dimercuriated 
Derivatives of Guaiacol. Erisio Mamet (Gazzetta, 1922, 52, 
ii, 23—27).—The action of mercuric acetate on guaiacol yields 
mono- and di-mercuriacetates in proportions varying with the 
experimental conditions; the principal product obtained in alcoholic 
acetic acid solution is guaiacol-4 : 6-dimercuriacetate. The posi- 
tions of the two Hg-OAc groups are shown by the fact that the 
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action of nitric acid on this compound yields 4 : 6-dinitroguaiacol 
(ef. Cousin, A., 1900, i, 179). 

With the dimercuriacetate and the corresponding dichloride and 
dinitrate, the acid residue united to the mercury is replaced with 
great readiness. For instance, replacement by hydroxy] is effected, 
not only by sodium hydroxide, but also by water or aqueous alcohol. 

A dimercuri-derivative of 5-iodoacetylguaiacol has also been 
prepared and is being investigated. 

OH Hg:OAc 


Guaiacol-4 : 6-dimercuriacetate, OMeg » , forms white 
~ Hg-OAc 


crystals, and turns yellow and then red, without melting, when 
heated; by concentrated sulphuric acid it is turned first green and 
then blue, and by water or aqueous alcohol it is converted into a 
white, infusible compound which is probably guaiacolmonomercuri- 


acetate. 
OH Hg:-OAc 
Guaiacol-4 : 6-dimercurihydroxide-3-oxide, Ome c > , ob- 
\7ig 


tained by the action of 5% sodium hydroxide solution on the 
dimercuriacetate, forms an infusible, heavy, white precipitate and 
turns brown at 200—210°. 

Guaiacol-4 : 6-dimercurichloride, OMe-C,H,(OH)(HgCl),, forms a 
white, crystalline powder and begins to turn brown, without melt- 
ing, at 179—180°; the nitrate, OMe-C,H,(OH)(Hg:NO,)., is an 
infusible, white, crystalline compound. te ME 


Mercuriation in the Aromatic Series. V. Binary and 
Ternary Systems relating to Mercuriation. KE. Mamet and 
G. Coccont (Gazzetta, 1922, 52, ii, 113—120; cf. preceding 
abstracts)—To explain the mechanism of mercuriation in deriv- 
atives of benzene, it has been suggested that the first phase of the 
reaction consists in the formation of an unstable intermediate 
compound either by substitution or addition. In order to ascer- 
tain if this is really the case in the mercuriation of phenol, the 
authors have investigated the freezing-point diagrams of the four 
systems, (1) Ph-OH—Hg(OAc),, (2) PhtOH—CH,’CO,H, 

(3) CH,-CO,H—Hg(OAc),, 
and (4) the ternary system. The diagram of state of system (1) 
exhibits a curve corresponding with the separation of phenol’ and 
ceasing at the concentration 50% at 17°; this curve indicates the 
formation of no product of combination. System (2) yields a 
complete curve which shows that the two components are miscible 
in the liquid condition and form no compound, and reveals a eutectic 
at 15-3°. For system (3), only the beginning of the curve corre- 
sponding with the separation of acetic acid is realisable. The 
ternary system is capable of development only for solutions rich 
in phenol, and is represented by a series of isothermal lines which 
indicate the formation of no additive product and come to an end 
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at the saturation curve of mercuric acetate in the phenol-acetic 
acid mixtures; this curve, separating the regions of saturated and 
unsaturated solutions, was confirmed by a series of measurements 
of solubility at 15°. No ternary eutectic point was observed. 
Further, the system aniline—mercuric acetate, within the limits of 
solubility of mercuric acetate in aniline, gives no indication of the 
formation of an additive product. i eI 


Physiological Chemistry. 


The Respiratory Exchange in Fresh-water Fish. III. 
Gold Fish. JoHn AbDDYMAN GARDNER, GEORGE KING, and 
Epwin Bootu Powers (Biochem. J., 1922, 16, 523—529).— 
Measurements were made with the apparatus previously described 
(A., 1914, i, 1149). The consumption of oxygen was roughly 
proportional to the temperature. Gold-fish require much less 
oxygen per kilo. than trout, and appear to react to temperature 
over a wider range. The respiratory quotient showed unaccount- 
able variations. E. 8. 


Relation between Age and the Concentrations of Protein 


Fractions in the Blood of the Calf and:'Cow. Pau E. Hower 
(J. Biol. Chem., 1922, 53, 479—494).—Estimations of the proteins 
in calves’ blood from birth onwards indicate that the quantity 
and composition of the blood proteins are dependent on the diet 
during the first four to six weeks, but are afterwards independent 
of this factor. 


Nature of the Reducing Substance in Human Blood. 
Evetyn Asuiry Cooper and HinpA WALKER (Biochem. J., 1922, 
16, 455—459).—The reducing power of blood is only occasionally 
increased by hydrolysis (cf. A., 1921, i, 698). In the estimation 
of dextrose by MacLean’s method, the presence of chlorides, 
bromides, iodides, or citrates inhibits the reduction of the copper 
carbonate; this action is not shown by sulphates or phosphates. 
Iodometric methods are not suitable for the estimation of blood 
sugar. Excercise frequently produces a considerable increase in 
the concentration of sugar in the blood. E.S. 


Isolation of the Coagulating Enzyme fromm Blood-serum. 
Max Buerstrev (Pfliiger’s Archiv, 1922, 194, 318—322; from 
Chem. Zentr., 1922, iii, 179)—A modification of an earlier method 
(Bleibtreu and Atzler, A., 1920, i, 783). Serum casein is prepared 
by the addition of one gram of casein powder to 100 c.c. of ox- 
serum and precipitation by acetic acid. The precipitate after 
separation is reduced to a powder. Ten to 12-5 c.c. of 0-2—0-25 
N-sodium hydroxide solution are added to 10 grams of serum 
casein in 50 c.c. of water. After addition of 100 c.c. of water 
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and neutralisation with N-hydrochloric acid, 15 c.c. of a diluted 
solution of “* Liq. ferri oxyd. dialys.,” 2-5 c.c. of saturated magnes- 
jum sulphate solution and half the volume of ethyl alcohol are 


added. The coagulating enzyme is obtained in the filtrate. 
G. W. R. 


Electrochemical Study of the Condition of Several Elec- 
trolytes in the Blood. B.S. NeuHavusen and EB. K. MARSHALL, 
jun. (J. Biol. Chem., 1922, 53, 365—-372).—Electrometric methods 
have been used to estimate the concentrations of sodium, chlorine, 
and calcium ions in blood. The results indicate that sodium and 
chlorine are not bound to any appreciable extent, but are present 
as in an aqueous solution of sodium chloride and sodium hydrogen 
carbonate of the same concentration. About 80% of the calcium, 
however, is in the non-ionised form. E. S. 


The Action of the Phosphate-ion on Blood and Urinary 
Sugar. H. Exias and St. Weiss (Wiener Arch. inn. Med., 1922, 
4, 29—58).—Intravenous injections of hypertonic solutions of 
sodium dihydrogen phosphate and sodium monohydrogen phos- 
phate usually lower the sugar content of the blood in diabetic and 
alimentary hyperglycemia, whilst the sugar content of normal 
blood is unaltered; the effect is accompanied and followed by a 
decreased excretion of sugar in the urine, and is due to the phos- 
phate-ion. It cannot be ascribed to a decrease in the phosphorus 
content of the blood-serum, to the formation of dextrose diphos- 


phoric acid or to oxidative glycolysis in the blood; the sugar must 
be removed either through some process of combustion or through 
the storing up of a carbohydrate or carbohydrate phosphoric acid 
in the tissues. CHEMICAL ABSTRACTS. 


Effect of Ether Anesthesia on the Acid-base Balance of the 
Blood. Donautp D. Van StyxeE, J. HAroip AvsTIN, and GLENN’ 
KE. CunLen (J. Biol. Chem., 1922, 53, 277—292).—During ether 
anesthesia, the blood of dogs showed an increased hydrogen-ion 
concentration, a decreased alkaline reserve, and, with one excep- 
tion, an increased carbon dioxide tension. A true acidosis thus 
occurs, due, apparently, either to the introduction of acid into the 
blood or the withdrawal of base from it. The latter change is not 
a secondary effect produced to balance an acapnia (cf. Henderson 
and Haggard, A., 1918, i, 201). E. 8. 


Effects of Ether Anesthesia alone or Preceded by Morphine 
on the Alkali Metabolism of the Dog. R. L. Srra.z, W. 
Bourne, and H. G. Barsour (J. Biol. Chem., 1922, 53, 341—348). 
—During ether anzsthesia the blood showed an increased hydrogen- 
ion concentration and a decreased alkali reserve. At the same 
time, the rate of excretion of sodium and potassium was lowered ; 
this was probably due to the anuria which accompanies ether 
anesthesia, for the total excretion of sodium and potassium during 
the day of the experiment was abnormally high. When adminis- 
tration of morphine preceded the ether anesthesia, the increase 
in hydrogen-ion concentration was much less marked, whilst there 
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was practically no change in the alkali reserve. There was, how. 
ever, a large increase in the rate of excretion of sodium and potassium, 


EK. 8. 


Erythropoietic Action of Germanium Dioxide. FRreperrick 
S. Hammett, JosepH E. Nowrey, jun., and Jonn H. Miure 


(J. Exptl. Med., 1922, 35, 172—180).—Germanium dioxide causes | 


a marked and sustained rise in the number of erythrocytes in blood 
which ranged from 1 to nearly 5 millions. The size of the dose 
did not seem to be important. The effect seems to be quick in 
making its appearance. The oxide also tends to increase the 
coagulability of the blood. CHEMICAL ABSTRACTS. 


Osmotic Resistance and Phosphatides of the Blood. New 
Quantitative Methods. R. Brinkman (Arch. Néerland. Physiol., 
1922, 6, 451—515).—The author discusses in detail the various 
factors which affect the osmotic resistance of the red blood cor- 
puscles. It is shown that whereas the resistance curves obtained 
when hypotonic solutions of sodium chloride are employed for 
estimating the osmotic resistance of the corpuscles show a gradual 
and continuous increase in hemolysis with decreasing concentrations 
of salt, those obtained when equilibrated solutions containng 
physiological concentrations of calcium- and hydrogen-ions are 
employed consist of three distinct parts—a small fraction repre- 
senting the old and least resistant corpuscles, a large fraction 
(80%) of somewhat greater resistance, and a small, strongly re- 
sistant fraction consisting of the young corpuscles. That con- 
tinuous curves result when the former method is employed is due 
to an increased permeability of the cell which results from the 
lyotropic action of the sodium chloride on the lipoids which con- 
stitute the cell membrane. Pure solutions of sodium chloride are 
thus unsuitable for estimating the osmotic resistance of the cells. 
Solutions of a mixture of primary and secondary phosphates may, 
however, be employed. Details of the method are given, and 
it is shown that it gives results identical with those obtained with 
an equilibrated saline solution. The effect of changes in the 
organism of the ratio phosphatides: cholesterol has been studied 
and the hemolytic action of phosphatides and its inhibition by 
cholesterol demonstrated (cf. A., 1920, i, 782). E. S. 


Uric Acid Content of Blood Corpuscles. A. CHavurrarD, 
P. Bropin, and A. Gricaut (Compt. rend. Soc. Biol., 1922, 86, 
31—32; from Chem. Zenir., 1922, i, 1209).—The uric acid content 
both of blood-serum and of blood corpuscles is twice as great in 
gouty conditions as in normal health. In the former case, the 
uric acid content of the corpuscles bears a more constant relation- 
ship to the uric acid content of the serum than in the latter case 
(cf. Theis and Benedict, this vol., i, 82.) G. W. R. 


The Distribution of Chloride between Corpuscles and 
Plasma and the Influence of Carbon Dioxide. Z. Discuz 
(Biochem. Z., 1922, 131, 596—600).—Contrary to the results of 
van Creveld (this vol., i, 287), there is no chloride in the corpuscles 
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of the circulating blood of normal persons or in the corpuscles of 
blood which has lost carbon dioxide through exposure. H. K. 


Distribution of Sodium, Potassium, Calcium, and Mag- 
nesium between the Corpuscles and Serum of Human Blood. 
BENJAMIN KRAMER and FREDERICK F. TispaLu (J. Biol. Chem., 
1922, 53, 241—252).—-Analytical results, to some extent collected 
from previous papers, are tabulated. E. 8S. 


Soap and Serum. Aporr Jariscu (Klin. Woch., 1922, 1, 
71).—Sodium soaps undergo hydrolysis in a medium having a 
Pu less than 8-5, but when soap is added to blood-serum, of which 
the py is far below this value, the liquid remains clear. To explain 
this fact, the author dialysed serum until it was free from salt 
and then added soap to one portion and colloidal fatty acid to the 
other. In each case a voluminous precipitate was obtained which 
had all the physical characteristics of euglobulin. This precipitate 
was completely soluble in a 0-012 N-solution of sodium chloride, 
which explains the fact that no precipitate is obtained with normal 
serum. Entirely similar precipitates are obtained when com- 
mercial lecithin or alcoholic extracts of tissue are added to dialysed 
serum. In every case, the precipitate soluble in sodium chloride 
solution appears to be an adsorption compound between the lipoid 
and the pseudoglobulin of the serum. CHEMICAL ABSTRACTS. 


Blood Enzymes. II. The Influence of Temperature on 
the Action of the Maltase of Dog’s Serum. ARTHUR COMPTON 
(Biochem. J., 1922, 16, 460—464).—The maltase present in dog’s 
blood has an optimum temperature (55°) which shows no variation 
from animal to animal; this is probably due to the constancy of 
the hydrogen-ion concentration of the blood. The amount of this 
enzyme present, however, varies with different animals, although 
it remains practically constant for each individual. E. 8. 


Action of Nucleic Acid Injected into the Organism. 
Immunisation by a Single Injection. M. Doyon (Arch. 
internat. physiol., 1921, 18, 307—312; Ber. ges. Physiol., 11, 436; 
from Chem. Zentr., 1922, i, 1206—1207; cf. this vol., i, 82).— 
Nucleic acid inhibits the coagulation of blood in vitro and in vivo, 
and increases the secretion of antithrombin similarly to peptone 
and other substances. A single injection in dogs confers immunity 
against the anticoagulating action of a second and third injection. 
Further effects of injection of nucleic acid are narcosis and lowering 
of blood pressure. An effective anticoagulating nucleoproteid (anti- 
thrombin) can be isolated from blood rendered inengees by 


nucleic acid. . W. R. 


The Action of Various Metallic Salts on Hemolysis. 
Hexen A. Purpy and L. E. Watsum (J. Immunol., 1922, 7, 35— 
45).—The significance of the presence of small quantities of metallic 
salts on the hemolytic action of saponin on horse blood corpuscles, 
of staphylolysin on goat blood corpuscles and of complement- 
amboceptor on sheep blood corpuscles was studied. By determin- 
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ing the minimal dose of the individual salts (in molar solution) at 
which their action is demonstrable, it is possible to obtain a com- 
parison between the action of the different salts. Whilst some 
salts exert an inciting action on hemolysis, others exert an in- 
hibitive one (positive and negative catalysis?); some show an 
inciting effect at one concentration and an inhibitive one at another. 
The anion in the salts seems to be without significance as regards 
their action in either favouring or inhibiting hemolysis. 
CHEMICAL ABSTRACTS. 


Hezemolysis by Morphine and Homologues. Hetnricu 
Ruope (Biochem. Z., 1922, 131, 560—569).—Corpuscles washed 
with isotonic sodium chloride solution are hemolysed by the 
hydrochlorides of morphine and its methyl], ethyl, and benzyl deriv- 
atives, the intensity of the action increasing in the order given. 
Bromides, sulphates, and phosphates of these alkaloids are weaker. 
Washing the corpuscles with sucrose solution instead of sodium 
chloride solution weakens the hemolytic action of these alkaloids 
and reverses the relative hzmolytic activities of morphine, and 
methyl- and ethyl-morphine. A similar reversal is observed with 
ammonium salts. H. K. 


The Appearance of Digestive Enzymes during Fetal Life. 
C. PorcHeR and A. TapERNovx (Compt. rend. Soc. Riol., 1920, 
83, 619—620; Expt. Sta. Record, 44, 865).—The authors report 
the presence of trypsin, pancreatic amylase, pancreatic lipase, 
pepsin, and erepsin in the digestive tracts of three calf foetuses 
aged seventy-five, one hundred, and one hundred and eighty days, 
respectively. CHEMICAL ABSTRACTS. 


The Influence of Illumination on the Metabolism of Carbo- 
hydrates. Lupwic Pincussen (Klin. Woch., 1922, 1, 174).— 
A general illumination, following an injection of adrenaline, gives 
rise to an increase in the blood-sugar concentration. A decrease 
in the blood-sugar concentration is obtained if eosin is given previ- 
ously to illumination. Adrenaline plus eosin plus light produces an 
effect that is the resultant of the two activities taken separately, 
the blood-sugar concentration being only slightly increased. The 
rate of oxidation of carbohydrates and allied substances is in- 
creased, in vivo, when the eosin-treated subject is illuminated. 
This is proved by the fact that when diabetics are so treated, the 
blood-sugar concentration decreases, the excretion of sugar into 
the urine decreases or disappears entirely and the acetone sub- 
stances also largely disappear from the urine. Hypophyseal 
diabetics, with a large volume output of urine, are entirely re- 
fractory to illumination. The blood-sugar concentration is not 
changed by illumination with X-rays. CHEMICAL ABSTRACTS. 


Metabolism of Sulphur. V. Cysteine as an Intermediary 
Product in the Metabolism of Cystine. Howarp B. Lewis 
and Dantet A. MoGinty [with Luorm E. Root} (J. Biol. Chem., 
1922, 53, 349—356).—Phenylcarbamidocystine, when administered 
to rabbits, is excreted in the urine as phenylcarbamidocysteine. 
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Hence the first stage in the katabolism of cystine is probably 
conversion into cysteine (cf. this vol., i, 487). ' E.S. 


Considerations on the Solubility of the Phosphatides. 
GumLtzRMo V. StuckErRT (Anal. Asoc. Quim. Argentina, 1922, 
40, 115—132).—The brains of oxen were fractionally extracted by 
various solvents. Not only are the solvent powers of different 
liquids mutually affected, but the solubility of constituents is 
affected by the order in which the material is treated by different 
solvents. The phosphatides and esterins cannot be separated in 
a state of purity by the use of neutral solvents. The lecithins 
obtained by fractional extraction are not chemically well-defined. 
Five distinct lecithin fractions are distinguished. Schemes are 
given showing the fractional separation of different constituents 
using acetone, ethyl alcohol, and ether. G. W. R. 


Chemistry of the Lungs. A New Phosphosulphatide. 
UspALDO SAMMARTINO (Biochem. Z., 1922, 131, 411—412; cf. A., 1922, 
i, 296)—From an alcoholic extract of the lipoids of the lungs a 
crystalline phosphosulphatide has been obtained containing phos- 
phorus, sulphur, and nitrogen in the ratio 1:1:2. It has neither 
acid nor basic properties. H. K. 


Formation of Bilirubin in Surviving Spleen. Z. Ernst 
and B. Szappanyos (Klin. Woch., 1922, 1, 614—615; from Chem. 
Zentr., 1922, i, 1118).—The spleen of dogs, surviving after death, 
forms bile pigments when irrigated with defibrinated blood con- 
taining dissolved hemoglobin. The pigment formed resembles 
bilirubin and the amount formed is about seven times the amount 
formed by the liver during the same period. G. W. R. 


Alkaligenesis. II. Ammonia Production in Muscle. 
Orive P. Lex and S. Tasutro (Amer. J. Physiol., 1922, 61, 244— 
253; from Physiol. Abstr., 1922, '7, 344).—1 Gram of resting frog’s 
gastrocnemius gives off 3-8310-? grams of ammonia in fifteen 
minutes. During 360 contractions, it produced 7-56 10? grams. 
Tetanised and injured muscle produces none owing to the simul- 
taneous production of volatile acid. Ammonia held by tetanised 
muscle is released on recovery : in injured muscle it is not. Muscle 
gives off 1/14 as much as nerve. W. O. K. 


The Degradation of Carbohydrates in Transversely 
Striated Muscles. II. Frirz Laquer (Z. Physiol. Chem., 
1922, 122, 26—45; cf. this vol., i, 298.—The rate of disappearance 
of glycogen and of formation of lactic acid by frog muscle has been 
further studied with special reference to the season of the year. 
It has also been observed that glycogen is converted into lactic 
acid more readily than dextrose, and that destruction of the cell 
structure by repeated freezing in liquid air results in an inability 
to produce lactic acid from dextrose whilst there is no decreased 
production from glycogen. This suggests that an intermediate 
precursor of lactic acid is a more reactive form of dextrose, which 
is produced directly in the case of glycogen. W. O. K. 
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Creatinine and Creatine in Muscle Extracts. III. Con. 
cerning the Presence of Enzymes in Muscle Tissue which 
have Creatine and Creatinine as their Substrates. FRrEpERIcx 
S. Hammett (J. Biol. Chem., 1922, 53, 323—337; cf. A., 1921, i, 
907).—The conversion of creatine into creatinine proceeds three to 
four times more rapidly in muscle extract than in aqueous solution, 
That this is not due to the presence of an enzyme in muscle extract 
is shown by the fact that there is no diminution in the rate in 
extracts which have been boiled, and only a slight diminution in 
those which have been centrifuged. Moreover, the amount of 
creatinine formed in a given time in a dialysed extract is only 
slightly greater than that produced, under the same conditions, in 
an equal volume of the dialysate (the initial concentrations of 
creatine and creatinine are the same, owing to the ease with which 
these substances dialyse). The increased rate of conversion of 
creatine into creatinine is apparently due to the colloids present in 
muscle extract. These adsorb creatinine but not creatine. Further, 
their state of aggregation undergoes periodic changes, corresponding 
with which periodic changes in the rate of formation of creatinine 
occur. The reaction is thus catalysed by the “ milieu ” provided 
by living tissue. Such types of catalysis are called biocatalysts 
in contradistinction to those which require the addition of a foreign 
catalyst. In its later stages, the reaction creatine —> creatinine in 
muscle extract is a reaction of the first order. E. 8. 


Cell Penetration by Acids. VI. The Chloroacetic Acids. 
W. J. Crozier (J. Gen. Physiol., 1922, 5, 65—79).—The rate of 
penetration of the tissue of Chromodoris zebra by acid varies with 
the concentration and strength of the acid, and also with the tem- 
perature. From measurements, it is concluded that the rate of 
penetration is controlled chiefly by the rate of diffusion, but that 
chemical factors also enter in. W. O. K. 


Classification of Aromatic Odours in Sub-classes. 8. 
Ouma (Arch. Néerland. Physiol., 1922, 6, 567—590).—From numer- 
ous fatigue experiments the author concludes that the aromatic 
class in Linné’s classification of odours must continue to form one 
class. Three sub-classes may, however, be distinguished, namely, 
the odour of benzaldehyde, the odour of camphor, and the odour 
of citral. 'The members of these sub-classes, together with transition 
members, are indicated. E. S. 


Analysis of Camel’s Colostrum. Hexen L. Fauzs (J. Biol. 
Chem., 1922, 53, 339).—The following results were obtained : fat 
7:4, sugar 4-2, casein 4-1, albumin 0-5, globulins, etc., 0-8, ash 0-893, 
CaO 0-272, MgO 0-025, P,O,; 0-318, K,0 0-164, Na,O 0-082, Cl 
0-128%. E. $. 


Phosphate Excretion in the Urine during Water Diuresis 
and Purine Diuresis. JoHannes Bock and Pov. IVERSEN 
(K. Danske Videnskab. Selskab. Biol. Medd., 1921, 3, 1—28).—In 
water diuresis of rabbits, there is no connexion between the amount 
of phosphate excreted and the volume of the urine. Profuse theo- 
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hylline diuresis is accompanied by an increase in the phosphate 
content of the urine, but appears not to be connected therewith ; 
the phosphate content of the plasma is practically unchanged or 
reduced after administration of theophylline. Thus the augmented 
excretion of phosphate in the urine is not dependent either on an 
increased concentration of phosphate in the plasma or on the volume 
of the urine, but must be attributed to a specific action of theophyl- 
line on secretory elements of the kidney, probably other than those 
producing the diuresis. CHEMICAL ABSTRACTS. 


The Action of Intravenous Injections of Dextrose and 
Gum Arabic Solution on Diuresis. Kari Corr (Wiener 
klin. Woch., 1921, 34, 169—171).—Hypertonic dextrose solution 
administered intravenously has a strong diuretic effect on dogs, 
similar to molar diuresis. Abundant excretion of chloride-ion 
results, accompanied by a correspondingly large quantity of water. 
On diets containing only a small amount of chlorine, less chlorine 
js excreted and diuresis is also diminished. After twenty-four hours 
the increased flow of chlorine into the blood from the tissues can 
still be observed. The absorption and excretion of nitrates adminis- 
tered by mouth were accelerated by the effect of dextrose, as shown 
by Stejskal. In man, dextrose solution has no diuretic effect, as the 
chlorine adheres more closely to the tissues. Seven per cent. gum 
arabic solution injected intravenously reduces the sugar excretion 
of the diabetic. Simultaneously, the amount of urine decreases. 
In dogs, gum arabic solution causes a diminished excretion of 
ingested iodine as compared with control animals. The gum 
solution proves of weak diuretic effect in experiments on dogs 
and there is no increased excretion of chlorine. It is therefore a 
question of water diuresis as opposed to dextrose diuresis. 

CHEMICAL ABSTRACTS. 


The Réle of Hexamethylenetetramine in the Production 
of Hematuria. W. A. BLorporN and J. E. Hoventon (J. 
Lab. Clin. Med., 1922, '7, 514—533).—A high hydrogen-ion concen- 
tration of urine favours the elimination of formaldehyde thereby 
and appears to be a necessary factor in the production of hematuria 
following administration of hexamethylenetetramine; in most 
cases, administration of suitable quantities of sodium hydrogen 
carbonate will prevent the liberation of formaldehyde. If hexa- 
methylenetetramine is dependent for its antiseptic properties on 
the liberation of formaldehyde, these properties can never be 
manifested except in the genito-urinary tract. 

CHEMICAL ABSTRACTS. 


The Nature of Ehrlich’s Diazo-reaction. III. Lzo Hkr- 
MANNS (Z. physiol. chem., 1922, 122, 98—103; cf. A., 1921, i, 
531).—After coupling with dichlorobenzenediazonium chloride, a 
substance, C,,4H,O,N,Cl,, dark red, irregular prisms, m. p. 68—70°, 
has been isolated from the urine of tuberculous patients. This 
indicates that the substance originally present, responsible for the 
diazo-reaction, has the formula C,H,O,. It has phenolic properties. 
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A different substance appears to be responsible for the diazo. 
reaction in cases of typhus, but enough could not be isolated for 
analysis. 

Dichlorobenzenediazonium chloride couples with benzoylhistidine 
to yield a bisdiazobenzoylhistidine, C.;H,,0,N,Cl,, a red dye, but 
this is not analogous to that obtained from urine. W. O. K. 


Adrenaline Hyperglycemia. BroésamMLen (Deut. Arch. klin. 
Med., 1921, 137, 299—310; Ber. ges. Physiol., 11, 510; from 
Chem. Zentr., 1922, i, 1252)—Subcutaneous injection of 1 mg. of 
adrenaline induces an increase in blood sugar of about 0-058°% in 
healthy individuals. The hyperglycemia begins after ten minutes, 
reaches a maximum after one hour, and passes after two to three 
hours into a slight hypoglycemia. In diabetes mellitus, adrenaline 
hyperglycemia shows no simple behaviour. The adrenaline blood. 
sugar curve may possibly be separable into a pancreatogenous and 
a neurogenous form. G. W. R. 


Unsaturated Alcohols obtained from the Fat of Ovarial- 
dermoid Cysts. Jouann Muck (Z. physiol. chem., 1922, 122, 
125—142).—Neither cholesterol nor zsocholesterol is present in the 
fat of ovarial-dermoid cysts. An alcohol present, related to 
cholestol and giving similar colour reactions, yields a bromo- 
derivative, C,,H,,OBr,, a white, sandy powder, m. p. 150° (decomp.). 
On boiling with alcoholic potassium hydroxide solution, the bromine 
is removed and a substance formed giving the colour reactions 
of a cholestol compound. 

By reducing the mixed alcohols, no definite results have been 
obtained, but from the products of oxidation there has been isolated 
an amorphous monobasic acid, CygH,,0,, apparently formed from 
the cholestol compound (calcium salt, C,,H,,0,Ca,2H,O; barium 
salt, C,,H,,0,Ba,2H,O; silver salt, C,,.H,,0,Ag). W. O. K. 


Amino-acid Deficiency Probably the Primary Etiological 
Factor in Pellagra. JosEPH GOLDBERGER and W. F. TANNER 
(U. S. Public Health Rep., 1922, 37, 462—486).—Details are given 
of the occurrence of pellagra in a number of individuals who were 
known to be receiving diets containing adequate supplies of mineral 
elements and of the known vitamins. By eliminating these factors, 
the author concludes that pellagra is caused by a deficiency in the 
diet of some special combination or combinations of amino-acids. 
A large amount of literature leading to the same conclusion is 
quoted. Administration of cystine alone and of a mixture of 
cystine and tryptophan appears to produce some improvement in 
the disease. E. S. 


Chlorine Metabolism in Pulmonary Tuberculosis. Fr.x 
BornneIM (Beitr. Klin. Tuberk., 1921, 49, 233—238).—There 
appears to be a parallel between the severity of pulmonary tuber- 
culosis and hypochlorzemia; a diminished gastric chlorine secretion 
is not universal, so that the chlorine of the blood cannot be the 
decisive factor in gastric secretion. Since in the majority of cases 
gastric secretion is diminished early, the increased chlorine in the 
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blood is excreted by the kidneys, resulting in a condition of hypo- 
chloremia, whilst normal or increased gastric secretion is associated 
with irritability of the gastric cells, the blood chlorine not utilised 
by the gastric glands being eliminated by the kidneys. Alter- 
natively, the hypochloremia may be due to anchoring of the 
chlorine in tissue depots. There is experimental evidence that in 
tuberculosis there is a dechlorination and resulting chlorine 
starvation of the tissues. CHEMICAL ABSTRACTS. 


Pharmacological Examination of isoPropyl Alcohol. 
D. I. Macut (Arch. int. pharmacodynamic, 1922, 26, 285—286).— 
isoPropy] alcohol is more toxic than ethyl alcohol or methyl alcohol, 
and less toxic than #-propyl alcohol. Administration by the 
mouth produces narcosis, in larger doses general anesthesia, and 
finally coma and death. Very little is absorbed by inhalation, 
and there is very little evidence of its absorption through the skin. 

CHEMICAL ABSTRACTS. 


Mode of Oxidation of Fatty Acids with Branched Chains. 
II. The Fate in the Body of Hydratropic, Tropic, Atrolactic, 
and Atropic Acids together with Phenylacetaldehyde. 
HERBERT Davenport Kay and Henry Stantey Raper (Biochem. 
J., 1922, 46, 465—474).—The substances were administered to 
dogs. ‘Tropic and atrolactic acids were not appreciably attacked. 
Hydratropic and atropic acids, however, were both oxidised, the 
former partly (66%) and the latter completely. The unchanged 


hydratropic acid recovered from the urine contained the d-form 
in excess. It is concluded that the first stage in the oxidation of 
hydratropic acid is its conversion into atropic acid. This is 
probably further oxidised to formylphenylacetic acid (cf. A., 1914, 
1, 1122), which is then completely destroyed. Dakin’s observation 
that phenylacetaldehyde is to a large cxtent oxidised in the body 
has been confirmed. E. 8. 


Fate of some of the Phenylacetylated Amino-acids in the 
Animal Organism. GerorGE J. SHIPLe and Cari P. SHERWIN 
(VJ. Biol. Chem., 1922, 53, 463—-478).—The phenylacetyl group is 
apparently as effective as the benzoyl group in protecting amino- 
acids from oxidation in the animal organism. Thus, the phenyl- 
acetyl derivatives of glycine, alanine, leucine, glutamic acid, glut- 
amine, aspartic acid, and ornithine are excreted unchanged in the 
urine after administration to man, dogs, rabbits, and chickens 
(cf. this vol., i, 492; Thierfelder and Sherwin, A., 1915, i, 481, 750). 

Phenylacetyl-dl-alanine, feathery clusters, m. p. 150—152°, was 
prepared by the action of phenylacety] chloride on alanine. Phenyl- 
acetyl-dl-leucine, feathery clusters, m. p. 133—134°, was similarly 
prepared from leucine. K. 8. 


[Physiological] Effect of Cyanamide. Ericu HEsss (Z. Ges. 
exp. Med., 1922, 26, 337—351; from Chem. Zenir., 1922, i, 1150).— 
Observations on the effect of cyanamide, previously administered, 
in modifying the physiological action of certain substances. 


G. W. R. 
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The Action of the Digestive Juices on 6-Benzyl-d-glucoside, 
A. Ricnaup (Compt. rend. soc. biol., 1922, 86, 770—772).—The 
author incubated the macerated mucous membrane of the dog 
with §-benzyl-d-glucoside in the presence of two preservatives 
(toluene and sodium fluoride), but could not find any measurable 
trace of sugar split off even after thirty-six hours. It is therefor 
concluded that the substance is not attacked by the emulsin of 
the intestinal tract and is absorbed into the circulation unchanged. 

CHEMICAL ABSTRACTS. 


The Toxicity of -Benzylglucoside obtained by Biochemical 
Synthesis. A. Ricuaup (Compt. rend. Soc. Biol., 1922, 86, 649— 
651).—The author attempted to overcome the relative toxicity of 
benzyl benzoate introduced by Macht as an antispasmodic by 
substituting for it 6-benzylglucoside, 
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This has the advantage over benzyl benzoate in that it is more 
soluble in water and is less irritating to the tissues. Administered 
subcutaneously, the toxic dose for the mouse or guinea-pig is 
11—12 grams per kilo. For the rabbit the toxic intravenous dose 
is 8—9 grams per kilo. CuEmicaL ARsTRACTS. 


Chemistry of Vegetable Physiology and Agriculture 


The Growth-promoting Factor of Lemon Juice. Bruno 
LEICHTENTRITT and MARGARETE ZIELASKOwsKI (Biochem. Z., 1922, 
131, 499—512).—The growth-promoting factor of lemon juice, for 
bacteria, has been submitted to a variety of experimental con- 
ditions. Lemon juice heated at 100° in acid or alkaline solution 
is practically unaltered in its growth-promoting factor for bacteria. 
Even hydrolysis with 2°% hydrochloric acid is without influence, 
although sodium hydroxide is inimical. Exposure to ultra-violet 
light in Rontgen rays is without action whatever the reaction of 
the medium, and aeration in boiling solution is also without action. 
Adsorbents weaken the action but incompletely, and the bacterial 
growth-promoting principle is dialysable independently of ihe 
reaction of the medium. H. K. 

Growth-promoting Factor of Lemon Juice. Bruno 
LEICHTENTRITT and MARGARETE ZIELASKOWSKI (Biochem. Z., 1922, 
131, 513—524).—There is little parallelism between the effect of 
external conditions and reagents on the bacterial growth-promoting 
principle and the antiscorbutic factor C of lemon juice as tested on 
guinea-pigs and children. Lemon juice contains an antiscorbutic 
factor C and a factor which promotes growth of bacteria and of ill- 
nourished children. This latter factor is termed factor or vitamin-D. 
Further experiments are necessary to determine whether D 
dentical with vitamin-B or not. H. K 
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The Presence of Nucleic Acid in Bacteria. A. J. ScHAFFER, 
(asPaR FotkorrF, and 8. Bayne JonEs (Bull. Johns Hopkins Hosp., 
1922, 33, 151).—A nucleic acid, containing guanine and phos- 
phorus, half of which is easily split off and half firmly bound, but 
no pentose, was obtained from Bacillus coli. 

CHEMICAL ABSTRACTS. 


The Elective Action of Tellurium Salts on Bacteria of the 
Colon-typhoid Group. G. JoacuimoeLu (Z. Urol., 1922, 16, 
97—100).—Telluric acid in concentrations of 1 in 40,000 has an 
eective inhibitive action on the growth of bacillus coli and B. 
typhosus in cultures. It is suggested that this substance be used 
in colon bacillus infections of the urinary tract. 

CHEMICAL ABSTRACTS. 


The Darkening of Carbohydrate containing Nutrient 
Media by Bacillus mesentericus var. niger. ANNA MUSCHEL 
(Biochem. Z., 1922, 131, 570—590)— Bacillus mesentericus var. 
niger grows on agar devoid of carbohydrates, multivalent alcohols, 
or amino-acids which are not derivatives of benzene without color- 
ation of the medium, but in presence of sugars, alcohols, and tyrosine 
with darkening of the media. By use of protein-free media, it is 
shown that the coloration is due to benzene derivatives related to 
0 and p-dihydroxybenzenes with possible condensation with 
amino-acids. H. K. 


Production of Hydrogen Peroxide by Bacteria. Jamzs 
WaLtTER McLeEop and JoHN Gorpon (Biochem. J., 1922, 16, 499— 
506).—The substance inhibitory to its own growth produced by 
the Pneumococcus in the presence of an abundant supply of oxygen 
(cf. Lancet, 1921, i, 900; J. Path. Bact., 1922, 25, 139) is hydrogen 
peroxide. When grown on a medium of agar and heated blood 
(“chocolate agar’’) a green coloration is produced. This is due 
to the action of the hydrogen peroxide which is formed; a similar 
action is shown by certain streptococci which also produce hydrogen 
peroxide. Stimulation of the growth of the Pneuwmococcus by fresh 


tissue fluids is probably due to the presence in the latter of catalase. 
E. 8. 


Chemical Problems in the Bacteriology of Tubercule 
Bacillus. Esmonp R. Lona (Amer. rev. tubercul., 1921, 5, 
105—714; Ber. ges. Physiol., 12, 299; from Chem. Zentr., 1922, 
iii, 173) —Experiments with different strains of acid stable bacteria 
showed that alanine, leucine, and histidine can each serve as sole 
source of nitrogen supply. Tryptophan and phenylalanine are not 
utilised, possibly on account of the toxic character of their decom- 
position products. The synthesis of carbohydrate is not effected 
simply with the carbon of amino-acids; a further source of carbon 
is necessary, preferably glycerol. Propionamide and ammonia are 
utilised by all bacteria studied. Creatinine is only utilised by 
certain saprophytes. Urea is not attacked by tubercule bacilli, 
frog bacilli, or fish bacilli. G. W. R. 
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Influence of Hydrogen-ion [Concentration] on the Growth 
of Azotobacter. P. L. Garnry and H. W. Batcuetor (Science, 
1922, 56, 49—50).—The maximum hydrogen-ion concentration 
permitting the growth of Azotobacter isolated from different soils is 
Pu 5'9—6'0. It was found that as the hydrogen-ion concentration 
of the soil decreased, growth increased until py 6°1—6°4 was reached, 
The optimum reaction for the fixation of nitrogen appears to be 
very closely associated with that for growth. The total quantity 
of acid produced by the various cultures was insignificant. 

A. A. E, 


The Decomposition of Kaolin by Organisms. W. J. 
VERNADSKY (Compt. rend., 1922, 175, 450—452).—Experiments 
carried out to determine whether formation of hydrated aluminium 
oxide occurs by the action of diatoms on naturally occurring 
aluminium silicates showed that silicious diatoms developed in a 
medium in which the only source of silica was clay, whilst no action 
took place in the sterilised control experiment. In the former 
case, the clay was found to contain free aluminium hydroxide, but 
none was detected in the control. The author suggests that this 
decomposition may play a considerable part in natural processes. 

H. J. E. 


Nitrification. Kosi Miyake and S. Soma (J. Biochem. [Japan], 
1922, 1, 123—129).—Nitrification as a whole is an auto-catalytic 
unimolecular chemical reaction and increase of nitric acid is in 
accordance with the expression : log x—log (A—x)=K(t—t,). The 
decrease of ammonia compounds in the soil is also an auto-catalytic 
reaction following the expression: log (A — z)/log (x — a) = 
(A—a)Kit—K,, where x=ammoniacal nitrogen at the end of time t, 
and A and a denote the original and final amounts of ammonia. 
K and K, are constants. CHEMICAL ABSTRACTS. 


Urea as a Nutrient of Yeasts and other Plants. 1. 
Boxorny (Allgem. Brauer. Hopfenztg., 1922, 243—246; from 
Chem. Zentr., 1922, i, 1146; cf. A., 1917, i, 680).—In a comparison 
of urea and hippuric acid, it is shown that the former is an ideal 
plant nutrient both on account of its high nitrogen content and 
also because it liberates carbon dioxide. Hippuric acid is less 
satisfactory, since it gives benzoic acid and glycine, both of which 
are poisonous or harmful to plant life. G. W. R. 


Lactic Acid Fermentation of Dextrose by Peptone. Gort- 
FRIED SCHLATTER (Biochem. Z., 1922, 131, 362—381).—Dextrose 
is converted quantitatively by peptone at 37° into inactive lactic 
acid, sodium hydrogen carbonate being used as buffer. This buffer 
substance may be replaced by sodium acetate, but not by phos- 
phate mixtures, owing to flocculation of the peptone. During the 
fermentation, amino-acids appear and fermentation ceases, with 
flocculation of the peptone. Peptones free from phosphates, as, 
for example, Witte’s peptone, give no fermentation; most of the 
observations recorded were made on Siegfried peptone. ‘The solu- 
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tions are not quite sterile, although no known lactic acid forming 
bacteria were found. H. K. 


Peptone Fermentation. Emm Baur and Evcrn HERzFELD 
(Biochem. Z., 1922, 131, 382—385).—The authors draw an analogy 
between the glycolytic action of plant and animal juices and the 
fermentation of dextrose by peptone, as revealed by their own 
experiments or by those of Schlatter (previous abstract). Schlatter’s 
observations are considered an effective reply to Bau’s criticism 
(this vol., i, 307) of their own experiments in fermentation without 
yeast (this vol., i, 93). H. K. 


The Oligodynamic Effect of Silver. IV. R. Dorrr and 
W. BerGcer (Biochem. Z., 1922, 131, 351—361).—The active agent 
in all oligodynamic effects is the silver ion. Silver surfaces lose 
their activity by treatment with potassium cyanide, and water 
activated by silver is inactivated by potassium cyanide. The 
inactivation is due to conversion of the deleterious silver ion into 
Ag(CN), ions. Carbon dioxide and oxygen are each more potent 


than air in developing the oligodynamic action of silver surfaces. 
H. K. 


The Antiseptic Properties of Cyanine Dyes. C. H. Brown- 
nc, J. B. ConEN, and R. GuLBRANSEN (Brit. Med. J., 1922, I, 514— 
515; cf. this vol., i, 612).—Certain of the cyanine dyes are extremely 
potent antiseptics, for example, sensitol red (annexed formula) 

for staphylococci in aqueous 

( 4 \ ( . 4 ‘\ medium. . Selective ete man 

—CH-CH:CH—\ action as between staphylococcus 

‘all .~ t : \4\% and Bacillus coli is exhibited toa 

higher degree by sensitol-red (for 

Ktl example) than by any other com- 

pound hitherto investigated, the ratios of the sterilising concentra- 

tions probably being greater than 2000:1. Sensitol-green is the 

most active of these dyes both in serum and aqueous medium for 

B. colt. Also, in the case of B. coli, the antiseptic action in serum 
is More intense than in aqueous medium. A. A. E. 


Energy Changes accompanying the Assimilation of Carbon 
Dioxide. O. WarBurG and Erwin Nececern (Z: physikal. 
Chem., 1922, 102, 235—266).—Experiments are described in which 
the green alga, Chlorella vulgaris, has been subjected, in a suitable 
environment, to the light from a metal filament lamp, and the pro- 
portion of the absorbed energy converted into chemical energy 
deduced by measuring the volume of oxygen liberated. This 
change occurs according to the equation 6CO,-++-6H,O=C,H,.0,+ 
60,—674000 cal. Further measurements have been made to 
ascertain the proportion of the chemical energy which is converted 
into heat. J. F.S. 


Adsorption of Nutrients and Plant Growth in Relation to 
Hydrogen-ion Concentration. Onor ARRHENIUS (J. Gen. 
Physiol., 1922, 5, 81—88).—The rates of growth and of germin- 
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ation and of the adsorption of salts vary with the Py of the nutrient 
medium. The variation is particularly marked in regard to absorp. 
tion. The greatest absorption of anions occurs when the reaction fj: 
is acid. W. O. K, 


Phosphorus Nutrition of Plants. M. von WranaeE ut (Landw, 
Jahrb., 1922, 57, 1—78; from Chem. Zenir., 1922, i, 1387).—From 
a large number of pot-culture experiments with different plants it 
is concluded that the power of any species to utilise the phos. 
phorus of relatively insoluble mineral phosphates varies directly 
with the ratio CaO: P,O; in its ash. In the following series, in 
which the CaO: P,O; ratio is given in brackets, phosphorus util. 
isation is shown in increasing degree :—wheat and rye (1°3), barley 
and oats (1°6), maize (3), beans, peas, and vetches (about 7), clovers 
(12), rape (23), tobacco, hemp, and mustard (15), buckwheat (17), 
Acid soil reaction favours anion absorption, whilst alkaline reaction 
favours kation absorption and the composition of the plant is 
thereby affected. Thus oats grown with acid soil reaction gave a 
ratio CaQ:P,0;, 0°6; with neutral soil reaction, 10°0. The 
depressing effect of calcium ions on phosphorus absorption is 
postponed in the case of plants showing high calcium absorption. 
Where the absorption of phosphoric oxide from a fertiliser is greater 
than that of calcium oxide, the growth of a crop results in an excess 
of calcium oxide in the soil which may be undesirable. G. W. R. 


Plant Chemistry. IV. Juncus effusus, L. JvuLivus ZELLNER 
(Monatsh., 1922, 43, 120—123).—A record of certain analytical 
data for this plant. C.K. I. 


Estimation and Distribution of Chlorine in Plants. J. June 
(Sitzungsber. Akad. Wiss. Wien, 1920, 129, 297—340).—By the 
use of either (a) 0°5 gram of thallium acetate and 2 grams of glycerol 
in 7°5 grams of water, or (b) 0:1 gram of silver nitrate in 9°9 grams 
of 10% ammonia solution, chlorine was detected microchemically 
in numerous plants; it is absent from only a few plants, notably 
the conifers. It occurs only as chloride, and usually increases 
in amount from the roots to the leaves, being most abundant in 
succulent, parenchymatous tissues, apparently dissolved in the 
cell sap. It is usually scarce in the epidermis, bundles, hairs, 
flower par'ts, pollen, woody tissue, and chlorophyllous mesophyll, 
and abundant in fleshy roots and rhizomes. Plants which grow 
in rich, moist soil and in the sea are richer in chlorine than those 
growing in sandy soil, heaths, and fresh water. Mosses, ferns, 
epiphytes, parasites, and saprophytes contain little or no chlorine. 

CHEMICAL ABSTRACTS. 


Relation between Manganese Content and Proportion of 
Ash in Young and Old Leaves. F. Japin and A. AsTRUvc 
(Bull. Soc. chim., 1922, 31, 917—921).—A study of the comparative 
manganese content of young and old leaves leads to the conclusion 
that the figures obtained on analysis should be regarded as having 
only a relative value. The quantity of manganese in relation to 
the fresh material is less in the case of young leaves, and for the 
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material a similar result is obtained although the variations are 
not so great. In relation to the ash, however, the variations are 
in the inverse sense, although several exceptions are noted. The 
authors discuss the bearing of their results on those obtained by 
Bertrand and Rosenblatt (A., 1921, i, 759). H. J. E. 


The Occurrence of Cobalt and Nickel in Plants. GABRIEL 
BERTRAND and M. Moxkraanatz (Compt. rend., 1922, 175, 458— 
460).—The authors have developed their method of detecting and 
estimating traces of cobalt and nickel, and now describe its applica- 
tion to the examination of the following vegetables : carrot, onion, 


potato, spinach, lettuce, cress, tomato, apricots, beans, lentils, 
arley buckwheat, wheat, oats, maize, rice, mushroom. Nickel was found 
Vers @ in the ash in each case, and, with the exception of carrot and oats, 
(11), cobalt also. It is pointed out that these two negative results may 
re be reversed in working with larger quantities of ash. The propor- 


tion present is minute : that of cobalt varies from less than 0°005 mg. 
to 0°3 mg. per kilo. of the fresh substance, whilst in the case of 
nickel the values range from 0-01 mg. to 2°0 mg. H. J. E. 


n is 
‘ion. §@ Anthochlor. G. Krein (Sitzungsber. Akad. Wiss. Wien, 
ater #1920, 129, 341—394)—The yellow pigment from 300 species 


of flowers was examined; of these, 60 contained anthochlor, the 
rest mostly carrotin. Its occasional simultaneous occurrence with 
carotin, flavone, and anthocyanin was proved, and its close relation 
to anthocyanin in the case of closely related plants was established. 
It is not a single pigment, but a group of closely related ones. It 
is a glucoside. Its reactions with concentrated mineral acids, 
alkalis, metallic salts, and reducing agents are discussed. 

CHEMICAL ABSTRACTS. 


| : : P , , 
in Synthesis of Vitamin-A by a Marine Diatom (Nitzeschia 
ally costerium, W. Sm.) Growing in Pure Culture. HENRY . 
bly Lyster JAMESON, JacK CeciL DruMMoND, and KaTHARINE HopPr 


CowaRD (Biochem. J., 1922, 16, 482—485).—The marine diatom, 
Niteschia closterium, is able to synthesise large amounts of vitamin-A 


the when grown in Miquel’s solution or in sterilised sea water. 
irs, E. 8. 
yl, The Constituents of the Flowering Tops of Artemisia 


afra, Jacq. JoHn Avaustus Goopson (Biochem. J., 1922, 16, 
489—493).—The following substances have been isolated : camphor, 
a wax-like ester which was probably ceryl cerotate, tricontane, 
scopoletin, and quebrachitol. The camphor had [a] +9°7° and 
was evidently a mixture of the two enantiomorphs. No com- 


pounds were found which could be regarded as related to santonin. 
i E. 8. 
ed Chemical Composition of Belladonna Leaves. A. Goris 
0 § and A. Larsonneav (Bull. Sci. Pharmacol., 1921, 28, 499—503; 
1% § ftom Chem. Zentr., 1922, i, 757).—Belladonna leaves are extracted 


with (dili:te) sulphuric acid. After addition of excess of soda, the 
ethereal extract yields, on crystallisation, at first hyoscyamine, 
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mixed later with a little atropine. From the residue of the ethereg|ff 
extract a volatile oil is obtained which has an odour like that of 
pyridine and contains pyridine, 1-methylpyrroline, and 1-methy). 
pyrrolidine. The aqueous extract yields an unidentified 1 : 4-dj. 
amine of pleasant, tobacco-like odour. G. W. R. 


Oils and Fats from the Seeds of Indian Forest Trees, 
Mapyar GopaL Rav and Joun Lionet Smmonsen (Indian Fores 
Records, 1922, 9, Part II1).—The seeds of Chloroxylon Swietenia yield 

16% of a non- drying oil consisting of glycerides of stearic, palmitic, 
myristic, oleic, and linolenic acids. The seeds of Calophyllun 
wightianum yield 34% of an oil closely resembling that obtained from ff 
the seeds of C. inophyllum and containing about 10% of resin and] 
glycerides of stearic, palmitic, oleic, and linolic acids. The seeds of 
Mimusops elengi yielded 16% of oil consisting of glycerides of stearic, 
palmitic, and oleic acids, and an unidentified saturated acid which 
was possibly behenic acid. The seeds of Shorea robusta yield 16:4° 
of a fat resembling Borneo tallow and consisting of glycerides of 
stearic and oleic acids. Garcinia cambogia seeds yield 31% ofa 
fat resembling the fats from other species of Garcinia which should 
prove an excellent edible fat. It consists of glycerides of stearic 
and oleic acids. H.C. R. 


Sand Spur, Cenchrus tribuloides, L. Hrser W. Youncken 
and CHARLES H. La Watt. (Amer. J. Pharm., 1922, 94, 567-—583).— 
The mature fruits of the sand spur, Cenchrus tribuloides, L., give 
the following results. Moisture, 8-17%; ash, 3-95% (containing 
silica 10%); water-soluble extractives, 3-55% (including 0-55% of 
reducing sugars, the remainder being of avnnlinglinites character): 
alcoholic extractives, 3-17°%, mainly chlorophyll, and resinous and 
oily constituents ; light petroleum extractives, 2%, principally 
fat; ethyl ether extractives, 3-3%, having acid number 19-10, 
saponification number 197, and iodine number 60. Alkaloids, 
glucosides, and toxic or irritating substances were absent. 


G. W. R. 


Stearic Acid in the Latex of Ficus fulva, Reinw. A. J. 
Uttrke (Bull. Jard. bot. Buitenzorg, 1922, [iii], 5, 105—106).—The 
latex contains large quantities of a wax, which on hydrolysis 
yields stearic acid. There is but little rubber present. Ficus 


elastica latex contains much smaller quantities of a different wax. 
G. B. 


Fluorine in Spanish Grapes. Marrinirano LeauicaMén 
PonpDAL (Anal. Asoc. Quim. Argentina, 1922, 10, 57—73).—F luorine 
is found to be a normal constituent in Spanish grapes. A method 
is described for its detection, using the etching action of hydrogen 
fluoride on glass. G. W. RB. 


The Influence of Light on the Formation of Anthocyanin 
in the Scales of Lily Bulbs (Lilium Candidum and L. Mart- 
agon). Marcet Mrranpe (Compt. rend., 1922, 175, 496—498).— 
The curve of pigmentation has been traced by the use of mono- 
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chromatic filters, and shows a maximum in the red, a minimum 

in the green, and a more important maximum in the indigo-blue 
Rays in the non-luminous portion of the spectrum have 

». no action. H. J. E. 


The Changes and Movements of the Saccharine Materials 
in Mercuriale vivace (Mercurialis perennis, L.) in the Course 
‘Hof its Annual Growth. P. Gititor (J. Pharm. Chim., 1922, 
{vii], 26, 250—258).—The content of reducing sugars in the aerial 
portions of the plant does not vary greatly from season to season. 
In the subterranean parts, the reducing sugar is greatest in quantity 
in the young growing portions. In the older organs, rhizomes, etc., 
it attains its maximum in the summer and a minimum at the 
B beginning of the spring. The polysaccharides in the aerial parts 
of the plant appear to consist almost entirely of sucrose, and the 
same applies to the underground shoots. The rhizomes and roots 
give extracts which remain dextrorotatory even after hydrolysis 
by invertase, and the presence of a dextrorotatory substance in 
addition to sucrose is therefore postulated. The proportions of 
this dextrorotatory substance appear to vary with the season, 
existing only in small quantity at the time of inflorescence. It 
increases in quantity to a maximum in August. Considerable 
quantities of sucrose were isolated from the rhizome juices, but 
attempts to isolate the dextrorotatory principle have been up to 
the present unsuccessful. G. F. M. 


Proteins of the Lima Bean, Phaseolus lunatus. OD. B. 
Jones, C. E. F. Gersporrr, C. O. Jonns, and A. J. Frys (J. Biol. 
Chem., 1922, 53, 231—240).—The lima bean contains 21-17% of 
protein (N x 6:25). By extraction with sodium chloride solution, an 
x-and a 8-globulin were obtained which were separated by fractional 
precipitation with ammonium sulphate. An albumin was also 
isolated. Analyses by Van Slyke’s method gave the following 
values for basic amino-acids: «-globulin—cystine 1-60, arginine 
567, histidine 3-71, lysine 7-84% ; $-globulin—cystine 0-84, arginine 
507, histidine 2-62, lysine 8-53%; albumin—cystine 1-07, arginine 
574, histidine 2-54, lysine 5-97%. Positive tests were obtained for 
tryptophan in each case. The proteins of the lima bean are, in 
general, similar to those of other beans of the genus Phaseolus 
(cf. this vol., i, 504). E. 8. 


Swedish Pines and Spruces. H. HE. WaAnLBERG (Svensk 
Pappers-Tidning, 1922; Papierfabr., 1922, 20, 1097—1100, 1133— 
1137, 1178—1181).—The test-stems were cut up systematically 
and sample disks taken from definite points, these disks being 
further subdivided into numbered sectors. Estimations of moisture, 
apparent specific gravity, ash, resin, and cellulose were made in 
order to establish any regular variations in different portions of 
the tree. The most variable function is the apparent specific 
gravity ; generally the wood having the narrowest annual rings had 
the highest density. The ratio of the apparent specific gravity of 
the autumn wood to that of the spring wood had an average value 
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of 1-92 throughout the tree, in spite of considerable variations in 
the absolute values for the different annual rings. Comparing the 
weather records for various years with the corresponding annual 
rings, it appeared that a wet, cold season tended to give rise to 
wood of low density. The apparent specific gravities of the freshly 
felled wood and of the seasoned wood were compared; shrinkages 
of 6-5 to 11-6% in volume were recorded during the transition 
from the growing tree to the air-dry condition. Cellulose and 
resin tended to vary inversely but generally without regular laws; 
the principal variation in this respect was a tendency for the 
cellulose to decrease and the resin to increase from the outer layers 
towards the heart. The resin appears to have reached a constant 
condition of solubility within ten days after felling [cf. J. So. 
Chem. Ind., 1922, 8054]. J. F. B. 


The Chemical Constituents of Green Plants. XX. The 
Acids of the Cherry (Prunus avium). Hartwic FRANZEN and 
Fritz Hetwerr (Z. physiol. chem., 1922, 122, 46—85).—Malic 
acid is much the most important acid of the cherry. There are 
present also traces of oxalic acid, and smail quantities of succinic 
acid, citric acid, lactic acid, and of unsaturated acids. wwe 


Mafurra Tallow, a Product of the Nuts of Trichilia emetica. 
M. Rinpu (South African J. Ind., 1922, 5, 415—423).—Both the 
husk and the kernel of Mafurra nuts from Portuguese East Africa 
furnish a solid fat, whilst an oil is obtained from the aril. The 
aril oil has the following characters: d'* 0-931, acid value (as oleic 
acid) 8-9%, saponification value 202-5, iodine value 66, saponific- 
ation value of acetylated oil 235. The oil congeals if kept for some 
time at about 5°. The constants of the solid fat obtained from 
different sources vary so widely that it is certain that all the com- 
mercial material is not derived from the same species of 7'richilia. 
The kernal usually contains about 60% of fat, and the husk 25— 
35%. It has a high m. p., ranging usually from 35—45°, and 
yields 7—8% of its weight of glycerol on saponification. It has a 
notably high acid value (40—50). G. F. M. 


The Phytin Content of Foods. E. Arprenz (Mitt. Lebensm. 
Hyg., 1922, 13, 45—52).—Finely pulverised foods (vegetables and 
fruits dried first at 36°) were extracted with 0-6% hydrochloric 
acid, the phytin being estimated in the extracts by an adaptation 
of the method of Huebner and Stadler (Biochem. Z., 1914, 64, 
422). The percentages of phytin (as anhydrous phytic acid) in 
fresh and dried fruits, respectively, were: Rice bran, 3-801, 4-232; 
rice flour, 0-192, 0-216; wheat bran, 4-641, 5-073; whole-wheat 
flour, 0-498, 0-572; white flour, 0-184, 0-208; maize flour, 0-764, 
0-857; lentils, 0-292, 0-326; peas, 0-498, 0-561; oat flour, 0-460, 
0-506; cocoa, 2-110, 2-230. Phytin was not found in carrots, 
turnips, cauliflower, Brussels sprouts, kale, spinach, asparagus, 
apples, peaches, or figs. CHEMICAL ABSTRACTS. 
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Effect of Silicic Acid on Crop Production in the Presence 
of Insufficient Amounts of Phosphoric Acid. O. LEMMER- 
yann and H. Wiessmann (Z. Pflanz. Diing., [A], 1922, 1, 185— 
955).—Working with sand cultures of gramineous, leguminous, and 
cruciferous plants, increases in yield were obtained by the use of 
colloidal silicic acid, particularly in the presence of insufficient 
phosphoric acid. In experiments with natural soils, similar results 
were obtained. With shortage of nitrogen or potassium, the effect of 
silicon is much less. The increases appear to be due to the direct 
action of silicic acid on plant growth. Silicon compounds, other 


than colloidal silicic acid, gave insignificant or negative results. 


The Growth of Maize as Affected by Iron and Aluminium 
Salts. Cuas. H. Arnpt (Amer. J. Bot., 1922, 9, 47—71).— 
The availability of iron in ferric phosphate depends largely on the 
composition of the nutrient solution, the requisite quantity of ferric 
phosphate varying from 7 mg. per litre in one case to more than 
35 mg. in another. 0-0005N-Ferrous sulphate gave optimum 
growth in one case and the addition of ferric nitrate produced a 
precipitate from which the plant could not obtain sufficient iron 
from a 0-001N-solution. Sulphuric, nitric, and hydrochloric acids 
are approximately equal in toxicity when added to the nutrient 
solutions in low concentrations; at higher concentrations, sulphuric 
acid depressed the growth of tops more than the others, but was 
more favourable to root development. Sand cultures required 
much more acid than water cultures to produce the same results. 
The toxicity of ferrous sulphate showed no relation to the initial 
hydrogen-ion concentration. Aluminium salts produced approxi- 
mately the same depression in growth as a solution of ferrous 
sulphate of the same normality. CHEMICAL ABSTRACTS. 


Characteristic Proteins in High- and Low-protein Maize. 
M. F. Showatrer and R. H. Carr (J. Amer. Chem. Soc., 1922, 44, 
219—2023).—The relative abundance of the different proteins in 
om and the contents of mono- and di-amino-acids have been 
studied. 

A considerably larger part of the protein is present as zein and 
globulins in high-nitrogen than in low-nitrogen maize; the zein 
and globulins have been formed at the expense of the amides, 
albumin, and glutein. The embryo constitutes about 15% of the 
total weight of high nitrogen maize grain, whereas dent maize 
of the usual composition has only about 11% of embryo. Zein 
appears to be the protein which is present in most variable amount, 
averaging 50-28% in high-nitrogen and only 31-85% in low-nitrogen 
maize. The protein of high-nitrogen “ popcorn”’ is particularly 
rich in zein, averaging 57-24%. The total nitrogen content appears 
to determine the amounts of the various proteins. 

The amino-nitrogen in the filtrate from the bases is found to 
be higher in the high-nitrogen maize than in that of low nitrogen 
content. The di-amino acids constitute approximately twice as 
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great a percentage of the total nitrogen in high-nitrogen as in loy. 
nitrogen maize. H. W. 


Water-soluble Constituents of the Alfalfa Plant [Lucerne], 
THomas B. OsporRNE, ALFRED J. WAKEMAN, and CHARLEs §. 
LEAVENWORTH (J. Biol. Chem., 1922, 53, 411—429).—The investi. 
gation of the press-juice previously obtained (this vol., i, 99) has 
been continued. After removal of the colloid obtained by addition 
of 20% of alcohol, a second precipitate may be obtained by raising 
the alcohol content of the filtrate to 53%. This precipitate con- 
tains 8% of the original nitrogen, which is probably present as 
protein. The distribution of nitrogen, both before and _ after 
hydrolysis, has been determined in the two precipitates and also 
in the filtrate, and analyses have been made of the inorganic con- 
stituents of the three fractions. The filtrate appears to be suitable 
for investigating the water-soluble constituents of the juice; the 
present paper records preliminary experiments in this direction. 

E. S. 


Comber’s Reaction for Acidity of Soils. J. Hunpic and 
C. W. G. Hetrerscuiy (Chem. Weekblad, 1922, 19, 366—367).— 
The colour given by the reagent, an alcoholic solution of potassium 
thiocyanate, cannot be taken as a quantitative indication of acidity 
for sandy humus-bearing soils, since it does not indicate the same 
order as the hydrogen-ion determination. As Comber has pointed 
out, quantitative results are precluded, although for the same soil 


the test may indicate variations in acidity. 8.1. L. 


Soil Reaction and Succession in Relation to Plant Covering. 
EK. J. Satispury (Ann. Bot., 1922, 36, 391—431).-—An account of 
the soils of the dune, shingle, and salt marsh system of Blakeney 
Point (Norfolk). In the successive stages of dune formation the 
content of calcium carbonate diminishes owing to leaching, whilst 
the content of organic matter increases. Hydrogen-ion concen- 
tration shows a corresponding variation, the reaction of the older 
dunes being more acid than that of the younger dunes. A close 
relationship exists between organic matter and water content. 
Shingle banks show similar relationships. In salt marshes, however, 
tidal effects obscure other factors. G. W. RB. 


Influence of Soil Colloids on Availability of Salts. Nm E. 
Gorpon and E. B. Starkey (Soil Sci., 1922, 44, 1—7).—Iron oxide 
and alumina gels have considerable adsorptive power for calcium 
acid phosphates, but the adsorption by silica gel is small. Within 
limits, adsorption increases with increasing concentration of the 
salt solutions. Adsorbed salts are only slowly released from the 
gel in contact with water. The hydrogen-ion concentration of the 
salt solution considerably affects the amount adsorbed. With silica 
gel the adsorption of calcium and potassium decreases, and of 
phosphate slightly increases, with decreasing p, values. A. G. P. 


Organie Chemistry. 


The Action of Ozone on Hydrocarbons with Special 
Reference to the Production of Formaldehyde. I. The 
Action of Ozone on Methane. T. SHeRLock WHEELER and 
E. W. Buatr (J. Soc. Chem. Ind., 1922, 41, 331—3327T).—Mixtures 
of methane and ozonised oxygen in proportions outside the explosive 
limits of 4% and 60% of methane were passed, with and without 
admixture with ammonia, through a tube which could be heated 
to any desired temperature in an electric furnace, at such a rate 
that the gas was heated for about two and a half minutes. At 
15°, the reaction is very slow; it increases with the temperature 
until, at 100°, 53% of the ozone reacts in about two minutes, and 
16% at 200°. Above 400° all the ozone decomposes. The first 
isolated product was formaldehyde, which is quickly further 
oxidised, but initially the oxidation rate does not increase so fast 
as that of methane and there is a slight increase in the amount 
isolated up to about 300°. The amount was not increased when 
ammonia was present, but the amount of formic acid isolated was 
much increased in these circumstances owing to formation of 
ammonium formate. In absence of ammonia only traces of formic 
aid remained unoxidised, and the greater portion of the methane 
oxidised was obtained as carbon dioxide and water. formed from 
formic acid either by way of carbonic acid or by its decomposition 
into carbon dioxide and hydrogen, the latter being then oxidised 
to water. The non-stabilisation of formaldehyde by the ammonia 
is ascribed to the necessity of ten molecules interacting to form 
hexamethylenetetramine, which does not readily occur at such 
lw concentrations. G. F. M. 


The Absorption of Ethylene by Sulphuric Acid. Prepar- 
ation of Ethyl Alcohol, Ethyl Sulphate, and Liquid Hydro- 
carbons. A. Damiens (Compt. rend., 1922, 175, 585—588; cf. 
A, 1913, ii, 349).—The effect of a catalyst on the speed of fixation 
df ethylene by sulphuric acid is considerable; cuprous oxide, 
which is transformed by the acid into cuprous sulphate, is the 
nost efficient among the substances used. Whatever the nature 
of the final product may be, the reaction in the presence of the 
catalyst takes place in two stages: (1) the formation of a complex, 
(u,S0,,2C,H,, partly soluble in sulphuric acid, (2) the action of 
the acid on this complex. The latter may yield either ethyl 
hydrogen sulphate and diethyl sulphate, or liquid hydrocarbons. 
The formation of the ethyl compounds occurs in the cold; the 
quilibrium H,SO,+Et,SO, — 2HEtSO, is displaced from left 
toright by elevation of temperature and by hydration of the acid. 
formation of a mixture of saturated hydrocarbons of density 
‘77 and b. p. 110° and upwards takes place when the catalyst 
8 heated in contact with the acid, followed by absorption of the 
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gas at the ordinary temperature in presence of mercury or mercurous 
sulphate. H. J. £. 


Reactions of Combination with Conjugated Systems oj 
Double Linkings. I. Bromination of Isoprene. A. G. Brno. 
MANN (J. Russ. Phys. Chem. Soc., 1920, 52, 24—37).—Molecules 
composed of two similar atoms or groups of atoms unite with a 
conjugated system of double carbon linkings at the 1- and 4. 
positions, that is, at the ends of the system, an exception to this 
rule occurring in the combination of bromine with aromatic deriy. 
atives. As regards molecules consisting of dissimilar components, 
such as hydrogen bromide, few experimental data are available, 
but the union does not take place in accordance with Thiele’s lay. 

Bromination of isoprene in chloroform solution cooled in ice 
yields: (1) A small quantity of the monobromo-compount, 
CH,Br-CMe:C:CH, (?), b. p. 61°5—62°5°/64 mm., dj? 1°3742. 
(2) The dibromide, C;H,Bry, b. p. 62—64°/10 mm., d? 1-743), 
which gives the dibromo-glycol, b. p. 126°5°, when oxidised by 
permanganate. (3) The isomeric dibromide, b. p. 88—92°/10 mm,, 
d? 1°7880. This dibromide yields a viscous, oily ozonide, which is 
decomposed by boiling water, giving bromoacetone, bromoacetic 
acid, and a tarry mixture of bromoaldehydes, bromoketones, 
peroxides, etc. Oxidation of the dibromide by means of per- 
manganate yields the dibromo-glycol, which is sparingly soluble 
in water, whilst treatment with chromic acid gives bromoacetone 
and bromoacetic acid (cf. Mokiewsky, A., 1899, i, 726; 1900, 
i, 509; J. Russ. Phys. Chem Soc., 1904, 36, 912). With ammonia, 
the dibromide forms an amorphous, sometimes glue-like substance 
of high molecular weight, and with sodamide an amorphous, 
insoluble product containing 32°51—32°89% of bromine and 7:87— 
7°93% of nitrogen. + 


Reactions of Combination with Conjugated Systems of 
Double Linkings. II. Combination of Hydrogen Bromide 
with Diisopropenyl [fy-Dimethyl-A1-butadiene]. A. (. 
BERGMANN (J. Russ. Phys. Chem. Soc., 1920, 52, 37—40).—The 
combination of hydrogen bromide with fy-dimethyl-A*7-butadiene 
in glacial acetic acid solution takes place in the two stages: 
(1) CH,:CMe-CMe:CH,-+ HBr=CMe,Br-CMe:CH,, and (2) the latter 
+ HBr=CMe,Br-CMe,Br (30%)+CMe,Br-CHMe-CH,Br (70%). 

y-Bromo-By-dimethyl-A+-butene, CgH,,Br, b. p. 84—86°/100 mm., 
d? 12201, yields dimethylisopropenylearbinol when hydrolysed by 
means of aqueous potassium hydroxide. 

By-Dibromo-fy-dimethylbutane was described by Thiele (A, 
1894, i, 217). 

ay-Dibromo-By-dimethylbutane is a liquid, b. p. 88—89°/16'5 mm., 
d? 1°6065. 

The product of the union of 1 mol. of hydrogen bromide wit! 
isoprene, namely, y-bromo-y-methyl-A*-butene, combines with ! 
second molecule of hydrogen bromide, apparently giving onl} 
85-dibromo-8-methylbutane. T. it. F. 
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Formation of Acetylene and Ammonia during Incomplete 
Combustion. K. A. Hormann and Ericn Wi (Ber., 1922, 
55, [B], 3228—3233)—The gaseous products of an inverted air 
flame burning in the vapours of several organic substances have 
been investigated. The necessary apparatus is fully figured and 
described in the original text. The supply of air is so adjusted 
that the flame just burns continuously. The following quantities 
of acetylene (in grams) are obtained by the decomposition of 100 
grams of the organic compound: benzene, 5; phenol, 4-4; 
aniline, 2-5; diphenylamine, 2-7; carbazole, 2:4; pyridine, 1-7; 
anthracene, 1-6; anthracene residues, 0-24; coal tar, 4; middle 
oil from Rositzer lignite tar, 1; benzoquinone, 1; hexane, 2. The 
formation of acetylene is partly due to thermal action, but oxidative 
degradation also plays a part, as is proved by the production of 
the gas from hexane. Hydrocyanic acid is also present in the 
gases (100 grams of aniline, carbazole, diphenylamine, and pyridine 
yield, respectively, up to 3, 1-5, and 5 grams and traces of hydro- 
cyanic acid). 

The possibility of the production of ammonia during the com- 
bustion of air charged with a number of catalysts in hydrogen or 
coal gas has also been investigated. The actual quantity formed 
is very small, but the effect of the catalyst is clearly perceptible. 
Arsenic trihydride, chromyl chloride, and silicon tetrachloride 
depress the formation of ammonia. Osmium tetroxide and the 
osmium formed therefrom and, in particular, nickel carbonyl are 
active catalysts. The action of the latter, by which metallic 
nickel is produced, appears to indicate that the effect is due to a 
catalytic hydrogenation of the nitrogen, and not to an influence 
of the flame ions. The carbon liberated from benzene vapour or 
coal gas favours the production of ammonia, possibly owing to 
intermediate formation of hydrogen cyanide. The yields of 
ammonia are not improved noticeably by bringing volatile salts, 
such as sodium or lithium carbonates, into the flame, by spreading 
the flame over a porous clay surface impregnated with various 
salts or by placing an inverted mantle over the orifice of the burner. 


H. W. 


Calcium Carbide. Errinc BotoLrsen (Ann. Chim., 1922, 
18, 5—48).—Pure calcium carbide is not obtained by heating 
calcium acetylide—acetylene-ammonia, C,Ca,C,H,,4NH, (cf. Moissan, 
A., 1899, i, 241; 1903, i, 545), as this substance, even when pure, 
yields an impure product containing free carbon, cyanamide, 
calcium cyanide, and probably calcium nitride and hydride. A 
diagrammatic representation of this decomposition is given, but 
it is pointed out that the series of reactions is more complex than 
the diagram indicates. A study of calcium-—ammonia shows that 
its formation may take place at temperatures ranging from —15° 
to +30° (cf. Moissan, A., 1899, ii, 152); at the higher temperature, 
pressure is required, and if the calcium employed contains sodium 
as impurity, the product is pasty rather than crystalline. On 
being heated under reduced pressure, the substance decomposes 
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explosively; the temperature at which this occurs depends on 
the pressure. The author considers that the calcium—ammonium 
hitherto described is a mixture. The reaction between metallic 
calcium and free carbon is not appreciable at temperatures below 
the melting point of the metal. Above 800°, combination takes 
place more rapidly if the calcium is in the state of vapour. When 
the carbide is prepared in an iron tube, the product, even when 
practically pure, is black, the coloration being due, not to free 
carbon, but to iron, and on substituting alundum for iron a similar 
coloration is caused by aluminium which has been reduced by 
calcium. On heating calcium carbide, dissociation into its elements 
was observed without any intermediate formation of a sub-carbide. 
The progress of the dissociation is influenced by the presence of 
iron, iron oxide, and other substances. H. J. E. 


The Oxidation of isoPropyl Alcohol with Potassium Per- 
manganate. WitLi1Am Lioyp Evans and Lity Bewu Szrron 
(J. Amer. Chem. Soc., 1922, 44, 2271—2276; cf. A., 1912, i, 743; 
1916, i, 362; 1919, i, 514)—-When oxidised by potassium per- 
manganate in the presence of potassium hydroxide, isopropyl 
alcohol yields carbon dioxide, oxalic acid, and acetic acid. In 
addition, a small amount of acetone is obtained if the temperature 
does not exceed 25° and the concentration of the alkali does not 
exceed 2-12 grams per litre. The amounts of oxalic and acetic 
acids produced increase and decrease respectively as the initial 
alkalinity increases from zero to 0:-1—0:2 N. The general effect 
of temperature is to increase the amount of carbon oxidised to 
carbon dioxide to slightly more than one atom for each molecule 
of alcohol. 

Oxalic acid is obtained in greater quantity from isopropyl alcohol 
in neutral solutions than from acetone, owing to the fact that in 
the first step of the reaction no acids are formed to neutralise the 
potassium hydroxide obtained from the potassium permanganate. 
Further, the course of the oxidation is such as to bring about a 
final concentration of alkali which is greater than in the oxidation 
of acetone alone. W. G. 


A Simplified Method for the Resolution of Methyl-n-hexyl- 
carbinol. JosepH Kenyon (T., 1922, 121, 2540—2542). 


Synthetic Experiments with Ethenylcarbinols. I. Conver- 
sion of y-Methyl-A:-butinen-y-ol into y-Methyl-A--butinene, 
8-Methylbutanolone, and its Condensation Products. HEL- 
MUT SCHEIBLER and ARTUR FiscoueER (Ber., 1922, 55, [B], 2903— 
2923).—The preparation of y-methylbutinenol, OH-CMe,°C:CH, 
and its conversion into isopropenylacetylene, CH,:CMe-C:CH, has 
been described by Farbenfabriken vorm. F. Bayer & Co. in a 
series of patents (cf. A., 1916, i, 113, 305). The preparation of 
the pure alcohol on a laboratory scale, and the applications of it 
for synthetic purposes are now described. 

Finely divided sodamide is placed beneath ether which is cooled 
by ice and saturated with acetylene which has been purified by 
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means of bleaching powder, copper nitrate solution acidified with 
nitric acid, concentrated sulphuric acid, and soda-lime. When 
saturation is complete, the subsequent current of acetylene is 
caused to pass through acetone heated at 30—40°, so that the 
sodium acetone as it is formed reacts immediately with the gas. 
The product thus obtained consists of a mixture of y-methyl- 
butinenol, mesityl oxide, and {«-dimethyl-Ay-hexinene-fe-diol, 
OH-CMe,°C?C-CMe,°OH, m. p. 94°. Since y-methylbutinenol and 
mesityl oxide can only be separated from one another incompletely 
by fractional distillation, the carbinol is purified by conversion 
into its silver derivative and subsequent decomposition of the 
latter by the theoretically necessary quantity of dilute hydro- 
chloric acid. y-Methylbutinenol, b. p. 103—104°, is a colourless, 
mobile liquid, with a characteristic odour, which mixes with water 
in all proportions and strongly reduces alkaline permanganate 
solution. It has d? 0°8651, ng 1°41867, d}’* 0°8678, n¥* 1-41536, 
ng’ 142446. With mercuric chloride, it gives a compound, decomp. 
above 240° without melting below 300°. Its copper and potassium 
derivatives are described. It is converted by acetic anhydride 
and sodium acetate into the corresponding acetate, a colourless 
liquid, b. p. 128—136°, which could not be obtained in a state of 
urity. 

y The conversion of y-methylbutinenol into isopropenylacetylene 
by anhydrous magnesium sulphate at 250° is described in detail, 
and sketches are given of the necessary apparatus. The yields 
of the hydrocarbon are 15—18% of those theoretically possible ; 
the unusual volatility of the product renders its complete conden- 
sation a matter of great difficulty. When freshly distilled, it is a 
colourless, mobile liquid with a very penetrating odour; it has 
b. p. 32—35°, dj’ 0°6801, ni 1-41666, n;' 143046. It gives a white 
precipitate with ammoniacal silver nitrate solution, and a highly 
characteristic, lemon-yellow cuprous derivative. 

An ethereal solution of magnesium ethyl bromide reacts with 
isopropyleneacetylene (in the same manner as with acetylene) to 
yield ethane and magnesium isopropyleneacetylenyl bromide; the 
latter is converted by isobutyraldehyde into the secondary alcohol, 
CH,:CMe-Ci:C-CH(OH)-CHMe,, but the product is not homogeneous, 
and when reduced by sodium and moist ether gives a mixture 
of substances, b. p. 75—90°/15 mm., and 110—125°/15 mm., 
respectively. 

The mode of the addition of the elements of water to y-methyl- 
butinenol varies considerably with the catalyst employed. It is 
converted by dilute sulphuric acid in the presence of mercuric 
sulphate into a voluminous, white precipitate which disappears 
after a few minutes with formation of §-methylbutane-8-ol-y-one 
(methyl «-hydroxyisopropyl ketone), OH-CMe,*COMe, b. p. 140— 
141°, di’* 09578, n. 1:41425, ng 1:42203 (semicarbazone, m. p. 
164°; oxime, m. p. 86°; acetate, a colourless liquid with an odour 
resembling peppermint, b. p. 171—172°, di* 1°0064, ni"* 1-41485, 
ng * 1-42302). It condenses with benzaldehyde in aqueous alcoholic 
solution in the presence of sodium hydroxide to form «-phenyl- 
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5-methyl-A+-pentene-5-ol-y-one (benzylidenemethyl «-hydroxyisopropyl 
ketone), CHPh:CH:CO-CMe,°OH, a greenish-yellow, very highly 
refractive liquid, b. p. 164—169°/15 mm., m. p. 39—40° (oxime, 
m. p. 136°; acetate, m. p. 85°). «-3: 4-Methylenedioxyphenyl. 
5-methyl-A*-pentene-5-ol-y-one (piperonylidenemethyl «-hydroxyiso- 
propyl ketone) is prepared from B-methylbutanolone and piperonal, 
crystallises in lustrous, yellow leaflets, m. p. 105—106°; the corre. 
sponding acetate forms coarse, yellow crystals, m. p. 93°. ° «-Pheny- 
£-methyl-A*’-heptadiene-£-ol-e-one (cinnamylidenemethyl «-hydroxyiso- 
propyl ketone), pale yellow leaflets, m. p. 109—110°, and its acetate, 
almost colourless crystals, m. p. 58—59°, are described. In a 
similar manner, furfuraldehyde yields the compound, 

C,H,O°CH:CH-CO-CMe,°0H, 
a pale yellow, highly refractive, viscous liquid which rapidly darkens 
on exposure to air, b. p. 140—145°/15 mm. (acetate, colourless, 
lustrous leaflets, m. p. 49°). ®-Methylbutanolone and o0-amino- 
benzaldehyde yield 2-«-hydroxyisopropylquinoline, 

°"* *N=C-CMe,'OH ’ 

a colourless, crystalline powder, m. p. 64—65°. 

In the absence of mercury salts, y-methylbutinenol is trans. 
formed by boiling dilute sulphuric acid into isopropenylacetylene 
and probably also methyl isopropenyl ketone, CH,:CMe:COMe, 
whereas $-methylbutanolone is not produced. A solution of 
sulphuric acid in glacial acetic acid also converts y-methylbutinenol 
into tsopropenylacetylene and, ultimately, into an undistillable 
resinous condensation compound. 

8-Methylbutan-8-ol-y-one is converted by phosphoric oxide in the 
presence of light petroleum at the atmospheric temperature into 
a substance, C;9H,,0;, a colourless liquid with an odour resembling 
camphor, b. p. 165—167°, dj* 0-9702, nZ* 1-41696, nj* 1:42456. 
It is stable towards permanganate, does not yield an oxime or 
semicarbazone, and does not react with acetic anhydride. Its 
physical constants point to the presence of three oxygen atoms in 


ether-like combination as indicated by the formula O(CMe<}™*) :, 
2 


Such a compound must have the properties of an acetal. This is 
found to be the case, since it is hydrolysed by concentrated hydro- 
chloric acid to B-methylbutanolone, and is transformed by bromine 


into a dibromo-compound (), 0(C(CH,Br)< 3M") , @ colourless, 
2 
crystalline powder, m. p. 64—65°. H. W. 


The Action of Boric Acid on Mannitol in Alkaline Solution. 
René Dusrisay (Compt. rend., 1922, 175, 762—764; cf. A., 1918, 
ii, 368; this vol., ii, 428).—The addition of increasing quantities of 
mannitol to a solution containing boric acid and sodium hydroxide, 
in the proportions of 1/10 mol. of each substance per litre, results 
in increase of the minimum temperature at which complete mis- 
cibility of the solution with phenol occurs. Measurement of the 
rotatory power of such solutions shows that it increases until the 
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molecular ratio of mannitol to boric acid is 1:2 to 1, and thence 
decreases with increase of the ratio. Similar results are obtained 
with a solution in which the concentrations of boric acid and sodium 
hydroxide are doubled. A series of observations on the surface 
tension of the two solutions is also recorded. H. J. E. 


Derivatives of Behenic and Erucic Acids. Yosuryvuki 
Toyama (J. Chem. Ind. Japan, 1922, 25, 1053—1055).—WMethyl 
behenate separates from alcohol in lustrous scales, m. p. 54—54-5°, 
b. p. 224—225°/5 mm. Ethyl behenate forms fine, microcrystalline 
granules from alcohol, m. p. 50—50°5°, b. p. 230—231°/5 mm. 
Behenamide, fine needles, m. p. 111—112°. Behenanilide, fine 
needles, m. p. 101—102°. 

Methyl erucate is a nearly colourless liquid, d° 0-8735, d*® 0-8702, 
n§ 1-4577, n° 1-4558, b. p. 221—222°/5 mm. Ethyl erucate is a 
nearly colourless liquid, d'*0-8676, d?° 08648, »15 1-4562, n° 1-4543, 
b. p. 229—230°/5 mm. Erucamide forms fine needles, m. p. 


82:5—83°. Hrucanilide forms lustrous scales, m. p. 65-5—66°. 
K. K. 


Electro-synthesis of Azelaic and Thapsic Acids. MABEL 
CARMICHAEL (T., 1922, 121, 2545—2549). 


Oxidation of some Sugar Acids. WitHEeLmM GREINERT 
(Annalen, 1922, 429, 152—163).—An examination of the space 
formula of mucic acid shows that when this is oxidised in such a 
way as to eliminate two adjacent carbon atoms as oxalic acid, the 
residue should appear as racemic acid, but that if one carbon atom 
is removed from each end of the chain, the residue should be obtained 
asi-tartaric acid. Experiment shows that the tartaric acid obtained 
on oxidation by alkaline permanganate is racemic acid unaccom- 
panied by any appreciable trace of ¢-tartaric acid. 

Similarly, d-saccharic acid on oxidative fission could give oxalic 
acid and i-tartaric acid, oxalic acid and d-tartaric acid, or two 
molecules of carbon dioxide and /-tartaric acid. Experiment showed 
the presence of racemic acid mixed with d-tartaric acid, but no 
i-tartaric acid, in the oxidation product. 

Mannosaccharic. acid should give i-tartaric acid and oxalic acid, 
or /-tartaric acid and two molecules of carbon dioxide. Probably 
the reaction takes the former course, although no undoubted 
specimen of 7-tartaric acid was isolated ; for direct experiment shows 
that this acid is destroyed by permanganate more readily than 
d-tartaric acid, and that, under the conditions used in oxidising 
mannosaccharic acid, added i-tartaric acid could not be recovered 
from the product. C. K. I. 


Chemistry of the Sugars. IV. H. Kiianrt (Ber., 1922, 
55, [B], 2817—2826; cf. A., 1921, i, 304; this vol., i, 223, 321).— 
The technique of the oxidation of sugars and polyhydroxy-acids at 
the atmospheric temperature by nitric acid is improved further 
by removing any excess of nitric acid by agitating the solution, after 
dilution, if necessary, with five or six portions of ether (each one and 
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a half times the volume of the solution). The sixth extract js 
usually free from nitric acid. The aqueous solution may still contain 
nitric esters. It is allowed to remain exposed to the air for twelve to 
twenty-four hours to permit the dissolved ether to evaporate and 
is then concentrated, if necessary, in a vacuum over sulphuric acid, 
The nitric esters during this period become hydrolysed gradually, 
and the liberated nitric acid causes a fresh oxidation. For the sake 
of safety, the ethereal extracts are immediately transferred to a 
bottle containing sodium hydroxide solution (1 in 3). The efficiency 
of the process is illustrated by the identification of 1-trihydroxy. 
glutaric acid as a by-product of the preparation of ketorhamnono. 
lactone and by the preparation of r-pentahydroxypimelic acid from 
a-glucoheptonic acid [quinine pentahydroxypimelate crystallises in 
long, lustrous needles (-+- 4H,O); the brucine salt (+ 6H,O) forms 
microscopic rods]. 

The strongly reducing acid which has been isolated from the 
products of the oxidation of dextrose and d-gluconic acid with 
nitric acid (A., 1921, i, 304; this vol., i, 223) is identified as 5-keto- 
d-gluconic acid, which has been described previously by Boutroux 
and Bertrand (A., 1904, ii, 760). It is conveniently obtained as its 
calcium salt by precipitation of the strongly acetic acid solution 
with calcium chloride when it separates before the calcium saccharate. 
The identity of the acid with Bertrand’s product is established by 
the crystallographical examination of the calcium and cadmium 
salts. 5-Keto-d-gluconic acid gives a semicarbazone-semicarbazide, 
C,H,,0,N,, microscopic needles which become discoloured at about 
170°, and soften without actually melting at about 200°. 

Constitution of Ketorhamnonic Acid.—This acid has been described 
previously (this vol., i, 223) as an a-keto-compound. The ease with 
which, in comparison with rhamnose, it yields iodoform suggests 
that the carbonyl and methyl groups are directly attached to one 
another, and that it is therefore a 8-keto-substance. This view 
is strengthened by the occurrence of J-trihydroxyglutaric acid 
among the products of its oxidation (see above), and confirmed by 
its behaviour when reduced with sodium amalgam, when, in place of 
l-isorhamnonic acid, which would be expected from an «-keto- 
compound, it yields a new acid, l-guleonic [8-epi-l-rhamnonic] acid 

; (annexed formula). 1-Guleonolactone crystallises in 
CH; rods or large plates with apparent rectangular bases, 
HO—C—H_ m. p. 152°. It has [a], — 84-9° or —87-7° initially 
H—C—OH _ in aqueous solution, which diminishes as the lactone 
HO— (b—H becomes hydrated into the acid. The calcium, sodium, 
i and barium salts are amorphous; the brucine salt 
HO—C—H (-+ 7H,0) crystallises in coarse plates. The phenyl- 
CO,H hydrazide forms coarse needles, m. p. 152°; the 
hydrazide, m. p. 155—156°, has [a]) + 15-2° in 
aqueous solution, the sign of the rotation in accordance with 
Hudson’s rule proving definitely that J-isorhamnonic acid is not 
present. 

Levulosecarboxrylic Acid—The isolation of a lzvorotatory 

phenylhydrazide of levulosecarboxylic acid, m. p. 187°, [«]p — 29:5° 
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in aqueous solution, is directly contradictory to Nef’s assumption 
with regard to the position of the «-hydroxy-group (A., 1910, i, 711). 
More recent observation renders it exceedingly improbable that the 
addition of hydrocyanic acid to levulose is completely unsym- 
metrical; it is more probable that two acids are formed 
simultaneously. H. W. 


A Highly Unsaturated Hydrocarbon, and some Higher 
Alcohols in a Commercial [llipé Fat. Sutmer Kopayasxi 
(J. Chem. Ind. Japan, 1922, 25, 1188—1196).—A new, highly 
unsaturated hydrocarbon, illipene, C3.H;,, a light yellow solid with 
an aromatic odour, m. p. 64-5°, iodine value 382-5, was isolated 
from the unsaponifiable matter (8-55°, of the fat) of a commercial 
illipé fat imported from India. It is optically inactive and boils 
at 315°/2°5 mm. The hydrochloride is a white powder, m. p. 
115—116°. The unsaponifiable matter also contains four higher 
alcohols which were separated by repeated recrystallisation from 
acetone: (I) C.,H,,0, microscopic, silky needles, m. p. 196—197°, 
iodine value, 114-9°; (II) C,,H,.0, silver-white crystals, m. p. 186— 
186:5°, iodine value, 100-2; (III) C,,H,,O0, silver-white grains, 
m. p. 159—160°, iodine value 82-3, and (IV) C,,H3,0, light yellow 
needles, m. p. 125—135°, iodine value 100-2. The solid mixture of 
fatty acids of the fat is mainly composed of stearic acid. K. K. 


The Drying of Fatty Oils. Pawet Stansky (Z. angew. 
Chem., 1922, 35, 389—-391).—The drying of linseed oil is produced 
by oxidation and gelatinising processes, the latter being favoured by 
increase in temperature. The oxidation of linseed oil fatty acids 
proceeds more rapidly than that of linseed oil itself, and the oxidation 
of the oil is accelerated by the addition of linolic acid or linolenic 
acid. Gelatinisation of the oil is increased by the addition of oleic 
acid. The solid product, “‘linoxyn,” obtained when linseed oil 


dries, is capable of absorbing 15% of its weight of water. 
W.P.S. 


Composition of the Fatty Acids of Rape Oil. Yosuiyvuxki 
Toyama (J. Chem. Ind. Japan, 1922, 25, 1044—1053; cf. J. Tokyo 
Chem. Soc., 1895, 16, 187).—The main constituent of the fatty acids 
of rape oil obtained from the seeds of Brassica campestris, L. (B. 
chinensis, L.), grown in the Shiga prefecture, was erucic acid (about 
65%). The saturated acids (less than 2°) consisted of palmitic 
acid with seemingly stearic, behenic, lignoceric, and arachidic acids. 
The presence of linolenic, linolic, and oleic acids was proved from the 
bromination and oxidation of the liquid acids and their methyl 
esters. [Cf. J. Soc. Chem. Ind., 1922, Dec.] i. » 


Stereochemical Studies. VI. Stereoisomeric Trithio- 
carbodilactic Acids. Bror Hotmpere (Arkiv Kem. Min. Geol., 
1921—1922, 8, No. 8, 1—17).—The action of potassium trithio- 
carbonate on an «-bromopropionate yields two stereoisomeric 
trithiocarbodilactic acids (A., 1905, i, 323). That the isomeride 
with the higher melting point is the racemic modification is shown 
by unpublished work of the author and Ramberg, who, by using 
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highly active «-bromopropionic acid, obtained active trithiocarbo. 
dilactic acids. By means of d- and /-«-phenylethylamines (Lovén, 
A., 1905, i, 875), the author has now succeeded in resolving the 
‘racemic acid into its components. The inactive isomeride with 
the lower melting point represents the meso-form. 
meso-T'rithiocarbodilactic acid, CS(S*CHMe-CO,H),, forms crystals, 
m. p. 104—105°, its saturated aqueous solution containing 27-4 
grams per litre at 25°; its crystalline barium salt (+5H,O) was 
prepared. An attempt to prepare an aniline hydrogen salt yielded 
3-phenyl-5-methylrhodanine (A., 1910, i, 361), and attempts to 
obtain d-«-phenylethylamine and d-«-phenylethylamine hydrogen 
salts resulted in the formation of /-di-«-phenylethylthiocarb- 
amide, CS(S*CHMe-CO,Na),-+CHPhMe-NH,=SH-CHMe:-CO,Na+ 
CO,Na:CHMe:S-:CS:NH-CHPhMe, and the latter +-CHPhMe-NH,= 
CO,Na*CHMe-SH +CS(-NH:CHPhMe), (cf. Lovén and Ohlsson, A.,, 
1914, i, 830); thiolactic acid is also formed, CS(S‘-CHMe-CO,Na),+ 
2H,O=2CO,Na-CHMe-SH-+CO,+H,S8. 

dl-Trithiocarbolactic acid forms small, yellow prisms, m. p. 150— 
151° on slow, or 154—155° on rapid, heating; its saturated aqueous 
solution contains 3-04 grams per litre at 25°. Its readily soluble 
barium salt (+4H,O); aniline hydrogen salt, 2C,H,)0,8,,NH,Ph, 
yellow, crystalline crust, m. p. 134—135°, and aniline salt, 
C,)H,,0,N,8,, yellow, crystalline powder, m. p. 135° (gas evolution), 
were prepared. 

d-Trithiocarbodilactic acid crystallises in small, yellow prisms, 
m. p. 136—136-5°, [«]? +167-4° in acetone, +166-1° in absolute 
alcohol, and +-187-9° in ethyl acetate. As sodium hydrogen salt 
[x]? for the acid is +80-9° and as sodium salt +-50-6°. 

The /-isomeride shows the same melting point and solubility 
as the d-compound; [«]/} —167-8° in acetone and —109° in water. 
When heated in aqueous solution, the acid gradually becomes 
inactive. 

When heated with ammonia, d-trithiocarbodilactic acid yields a 
dextrorotatory thiolactic acid which is converted into a dextro- 
rotatory dithiodilactic acid when oxidised (cf. Lovén, A., 1908, i, 
714). a eS 


The Properties of Dibenzoylcystine. CHARLES GrorGE LEWIS 
Wor and Eric Krtcutitxy Ripeaw (Biochem. J., 1922, 16, 548— 
555).—Gels of dibenzoyleystine may be prepared by peptisation 
with hot water. The substance is a relatively strong acid with a 
dissociation constant of 1-4910. The gel structure appears to 
be fibrillary and relatively coarse. The sodium salt of the acid 
exhibits no gelatinising properties. The presence of acids greatly 
reduces the solubility of the compound. This was confirmed by 
observations on the water-retaining capacity and internal viscosity 
of the gel. Lyotropic salts, such as ammonium thiocyanate, 
reduce the water-retaining power of the gel, producing ultimate 
liquefaction. Kationic dyes are adsorbed and precipitated by the 
gel. Anionic dyes diffuse in a normal manner, whilst halogen 
dyes apparently react chemically with the sulphur group. Di-m- 
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nitrobenzoyl cystine has similar properties to the simple compound. 
A possible structure for the gel fibril based on the effect of chemical 
substitution on the gel formation is suggested. 8. 8. Z. 


Preparation of Crotonaldehyde. Consortium FUR ELEKTRO- 
cHEMISCHE INDUSTRIE G.m.B.H. (D.R.-P. 349915; from Chem. 
Zentr., 1922, iv, 43).—Acetaldehyde vapour is passed over suitable 
catalysts at temperatures below 300°. The crotonaldehyde is 
removed at once from the seat of the reaction with the excess of 
unchanged acetaldehyde which is led back again into the reaction 
chamber, after separation from the crotonaldehyde. Charcoal 
coated with titanium oxide or moulds made of aluminium oxide 
or hydroxide, beryllium oxide, calcium hydroxide, bog iron ore, 
cement, or mixtures of these substances are used as catalysts. 


G. W. R. 


Synthesis of Substances resembling Disaccharides from 
Monohydroxyaldehydes. Burckuarpt HELFERICH and 
RupoLF WEIDENHAGEN (Ber., 1922, 55, [B], 3348—3354)—In 
continuation of the examination of y- and 46-hydroxyaldehydes 
which have been shown to exhibit a close analogy to the aldoses, 
it is found that they can be converted by boiling their ethereal 
solutions with dehydrated copper sulphate into products which 
are very similar to a disaccharide of the type of trehalose. 

y-Hydroxyvaleraldehyde is converted into di-y-hydroxyvaler- 

, CH,-CH 
=. © -9.f 1 eer. 
aldehyde [bis-5-methyltetrahydro-2-furyl ether], 0(CH< fel AE 
a colourless, mobile liquid, b. p. 86—92°/11 mm., di§ 1-0107, nj} 
14409. It is sparingly soluble in water (1:55). It does not 
reduce boiling Fehling’s solution or exhibit any reaction of a free 
aldehyde group. It does not evolve methane when treated with 
magnesium methyl iodide according to the method of Tschugaev 
and Zerewitinov. It is very smoothly hydrolysed by dilute acids 
with the production of two molecular proportions of y-hydroxy- 
valeraldehyde. 

y-Hydroxy-y-methylhexaldehyde is transformed in a similar 
manner into di-y-hydroxy-y-methylhexaldehyde [bis-5-ethyl-5-methyl- 

CH,°CH 
t -2-furi 2 2 
elrahydro-2-furyl ether], 0(CH< O—-CMeEt 
with a pleasant odour and bitter, resinous taste, b. p. 121— 
125°/11 mm., dj$ 0-9678, nj} 1-4447. It is very sparingly soluble 
in water (1: 100). In its chemical properties, it resembles its 
simpler homologue. 

Li-8-hydroxy-n-hexaldehyde, [bis-6-methylietrahydro-2-«-pyryl ether] 


0(CH< Otte >CHs) , is a colourless, fairly mobile liquid, b. p. 
2 


) , a colourless liquid 
2 


O-CHMe ) 
100—105°/11 mm., di® 1-000, x'§ 14480; one part of it dissolves 
In sixty parts of water. H.W, 


The Oxidation of Acetone with Potassium Permanganate. 
Wrt1am Luoyp Evans and Lity Brett Serron (J. Amer. Chem. Soc., 
1922, 44, 2276—2283; cf. this vol., i, 1108).—By the oxidation 

qq* 2 
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of acetone with neutral or alkaline potassium permanganate at 
25°, 50°, and 75°, the sole products are oxalic and acetic acids 
and carbon dioxide. The yield of oxalic acid increases with increase 
both in the temperature and the concentration of the alkali, whilst 
that of acetic acid diminishes with decrease in the temperature and 
increase in the concentration of the alkali. The production of 
carbon dioxide increases with rise in temperature. Acetic acid 
and carbon dioxide arise from the oxidation of acetaldehyde and 
methylene, respectively. The production of oxalic acid in neutral 
solutions is due to the very slow oxidation of acetic acid and the 
oxidation of vinyl alcohol. The results indicate that in aqueous 
solution acetone must be in equilibrium with isoacetone, an increase 
in the alkalinity causing an increase in the formation of isoacetone. 
Confirmation of Witzemann’s view as to the intermediate production 
of acetylcarbinol in the oxidation of acetone is given (cf. A., 1918, 
i, 58). ‘ 


Researches on Residual Affinity and Co-ordination. IX. 
Interaction of Selenium Tetrachloride and £-Diketones. 
GILBERT T. Morean, Harry DueaLp Kerru Drew, and Tomas 
Vieonp Barker (T., 1922, 121, 24832—2473). 


Optical Rotations of the Sugars. I. The Aldohexoses 
and Aldopentoses. Joun Gwiit1am Matrsy (T., 1922, 121, 
2608—2612). 


Acetone Sugars. II. Diacetonexylose. Kari Frevupey- 
BERG and Oxtav SvanBere (Ber., 1922, 55, [B], 3239—3242).— 
Diacetonexylose is of particular interest with regard to the relation 
of its existence to the structure of diacetoneglucose, since xylose 
has the same configuration as dextrose but lacks the carbon atom. 
The isolation of the compound therefore demonstrates that the 
carbon atoms in dextrose are in themselves capable of combining 
with two isopropylidene groups, and, although not in itself afford- 
ing proof that this is actually the case, confirms the possibility 
that dextrosediacetone has position 6 unsubstituted (cf. Irvine 
and Hogg, T., 1914, 105, 1386). 


H-C-O | HCO H-C-0. | 
| H.G.07 Mee 0 H.d.97CMes H- oo CMe. | 
O 0-O-H fae O-0-H 

hye H-C-O Me,CX HC — 

H-C:0“ ? 2 

< H,-GO7 oes \o.dH 

H, . . . 

(I.) (II.) (III.) 


Diacetonexylose (formule I, II, or III), a colourless, viscous 
liquid, b. p. 85—87°/0-5 mm., is prepared by the action of hydrogen 
chloride on a mixture of finely-divided xylose and anhydrous 
acetone. In freshly prepared aqueous solution it has [«], +13-8°, 
which, after a day, attains a constant value, —1-3°. A specimen 
which has been preserved for about ten days has an initial specific 
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rotation about half as great as that of the freshly prepared material 
under similar conditions. When prepared in this manner, a portion 
of the hydrogen chloride is retained in organic combination (but 
lost during the distillation); it appears to exist in an intermediate 
compound which could not be isolated. In the condensation, 
hydrogen chloride may be replaced by naphthalene-$-sulphonic 
acid, but the yields of the products are not quite so rr a 


Carbohydrates. II. A New Anhydride («8) of Glucose. 
Percy Brict (Z. physiol. Chem., 1922, 122, 245—262; cf. this 
vol., i, 225).—When «-chloro-ye{-triacetylglucose is treated in benzene 
solution with ammonia, hydrogen chloride is removed with the 
formation of yet-triacetylglucose-«B-anhydride, white prisms, soluble 
in the usual organic solvents except light petroleum and carbon 
disulphide, m. p. 59-5°, [a]} +106-5°. The heat of combustion is 
4595 cal. With acetic anhydride, it reacts readily, and from the 
product, («)-penta-acetylglucose can be isolated, m. p. 115°. With 
water, it yields a mixture of the («) and (8) forms of yeg-triacetyl- 
glucose. («)-ye{-T'riacelylglucose forms fine needles, m. p. 113— 
115°, [a]§ +139-6°. With methyl alcohol, only ye¢-triacetyl-a_ 
methylglucoside is formed, compact needles, m. p. 96—98°, [«],, 
+9-4. W. O. K. 


Acetone Sugars. I. Transformations of Diacetoneglucose. 
Kart FREUDENBERG and Fritz Brauns (Ber., 1922, 55, [B], 
3233—3238).—Toluene-p-sulphonyldextrosediacetone (Freudenberg 
and Ivers, this vol., i, 523) is unusually stable towards alkalis, 
and is only slowly converted by boiling hydrazine into hydrazino- 
diacetoneglucose, C,.H,.O;,N., m. p. 96—97°, [@]ife yenow +83°4° 
in water, [«]iicyenow + 163°6° in acetone. When oxidised, di- 
acetoneglucose is re-formed from it in small amount, so that it 
appears that the carbonyl group of the sugar and the union of 
the isopropylidene groups have remained unchanged. It is, how- 
ever, remarkable that the hydroxy-group of dextrosediacetone 
after displacement by the hydrazine residue and re-formation by 
oxidation of the hydrazino-compound should return to its original 
spatial position in the molecule, and it is therefore tentatively 
suggested that the change would be more readily explicable if 
the hydroxy-group were regarded as attached to the 6-carbon 

_ atom and the annexed formula were ascribed 

H-C-O to diacetoneglucose. Hydrazinodiacetoneglucose 

n> CMe, is converted by benzaldehyde in the presence 
H-C-O : : ; 

of ether into the corresponding benzylidene com- 

0-C-H O pound, C,,H,,0;N., prisms, m. p. 99—100°, 

Hoo oes [x]??, yettow + 144'2° in s-tetrachloroethane. The 

mother-liquors from the benzylidene derivative 

H-C—____ contain an unsaturated compound, diacetone- 

C: H,-OH glucoenose, C,,H,,0,, needles, m. p. 51° [a]fie yettow 

+21°56° in absolute alcohol which is smoothly 

reduced by hydrogen in the presence of methyl acetate and spongy 

Platinum to diacetonedeoxyglucose, Cy,H)0;, m. p. 80°, [PF yenow 
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—34°60° in absolute alcohol, [«]#, yeiow—61°9° in aqueous solution, 
Toluene-p-sulphonyldiacetoneglucose is reduced by sodium amalgam 
and ethyl] alcohol (80%) to diacetoneglucose and toluene-p-sulphinic 
acid. H. W. 


The Acetone [isoPropylidene] Compound of Anhydro- 
enneaheptitol. The Acetone Compounds of Polyhydroxy- 
alcohols. C. Mannicu and W. Brose (Ber., 1922, 55, [Bi 
3155—3157).—Anhydroenneaheptitol, obtained by the condens. 
ation of acetone and formaldehyde in the presence of calcium 

hydroxide, and to which the annexed formula 
CH,—C(CH,"0H), is ascribed, readily yields a diacetone compound, 
0 H,-OH C,;H,,0., leaflets, m. p. (indefinite) 229°. The 
CH,—C(CH,-0H), substance still contains a free hydroxyl group, 

since it is converted by acetic anhydride and 
sodium acetate into a monoacetate, highly refractive needles, m. p. 
140° (corr.). The formation of an acetone derivative is the more 
remarkable since the parent substance is a 1:3-glycol; it has been 
assumed previously (cf. Fischer, A., 1920, i, 807; Fischer, Berg. 
mann, and Barwind, A., 1920, i, 805) that acetone derivatives are 
only obtainable from polyhydroxy-alcohols which have the hydroxy- 
groups attached to adjacent carbon atoms. — H. W. 


Tetralevoglucosan and Tetraglucosan. Hans PrineGsHEIM 
and Karu Scumauz (Ber., 1922, 55, [B], 3001—3007).—The poly- 
amyloses, obtained by the fermentation of starch and glycogen 
with Bacillus macerans, are characterised by undergoing depoly- 
merisation to their fundamental substances when acetylated by 
acetic anhydride in the presence of zinc chloride and by the impos- 
sibility of their complete methylation. These properties are not 
shown by polymeric anhydro-sugar, since tetralevoglucosan and 
tetraglucosan can be acetylated under similar conditions without 
undergoing depolymerisation, and are completely methylated with 
unexpected ease. 

Levoglucosan and tetralevoglucosan are prepared by a modi- 
fication of the methods of Pictet and his co-workers (A., 1918, 
i, 59, 527; 1921, i, 766); the specific rotation of the latter sub- 
stance could not be raised beyond +85°, whereas Pictet records 
+100°. Tetralevoglucosan is converted by acetic anhydride in 
the presence of a little zinc chloride into tetralevoglucosan dodeca- 
acetate, CygH,,O3,, an amorphous substance which is completely 
molten at 125° after softening at 108—109°; it has [«}??+69°59° 
in glacial acetic acid solution. Dodecamethyl tetraleevoglucosan, 
CyglH 640.9, a pale yellow, viscous liquid, which does not reduce 
Fehling’s solution, is readily prepared by two consecutive treat- 
ments of the parent substance with methyl sulphate and sodium 
hydroxide at 70°. It is hydrolysed by boiling dilute sulphuric 
acid (6%) to tetramethylglucose (identified as the anilide, m. p. 
136—137°) and a dimethylglucose, whereby it is established that 
in the polymerisation of levoglucosan, the rupture of the 1 : 6- 
oxygen bridge with formation of a free 6-hydroxy-group has 
occurred in two of the four molecules of the parent substance. 
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Tetraglucosan dodeca-acetate is an amorphous, hygroscopic sub- 
stance, [«]}-+-70°82° when dissolved in glacial acetic acid. Dodeca- 
methyltetraglucosan is hydrolysed to tetramethylglucose, and two 
products which are characterised by solubility in anhydrous ether 
in the one case and in acetone in the other case. 

Tetraglucosan octa-acetate has m. p. 84—86°, in agreement with 
the observations of Pictet (loc. cit.). 


Polysaccharides. XVI. P. Karrer [with W. Firoront] 
(Ber., 1922, 55, [B], 2854—2863; cf. this vol., i, 435)—The heats 
of combustion of the amyloses have been redetermined with the 
following results expressed in calories per gram of substance : 
diamylose (4285), «-tetra-amylose (4196), «-octa-amylose .(4620), 
8-hexa-amylose (4166), levoglucosan (4181), triamylose (identical 
with 8-hexa-amylose) (4162°5). Polymerisation proceeds exotherm- 
ally from diamylose to «-tetra-amylose and then strongly endo- 
thermally to octa-amylose. In further examination of the 
possibility of calculating the heat of combustion of a sugar of the 
general formula (CgH,,0,),—(n—1)H,O, the values have been 
determined experimentally for cellobiose (3944) (calculated from 
the observed value for a specimen containing 2°2% of water), 
sucrose (3945), lactose (3953), and maltose (3949); within the limits 
of experimental error, these disaccharides, C,,H,.0,,, have identical 
heats of combustion. This is also true of maltose octa-acetate 
(4468) and cellobiose octa-acetate (4471). The observed and 
calculated values for the trisaccharide, raffinose, have been shown 
to be in harmony, and similar observations are recorded for the 
tetrasaccharide, stachyose (observed 4065; calculated, 4058). 

The dependence of the heat of combustion on the degree of 
polymerisation is illustrated in the case of the «-amyloses. A com- 
parison of the heats of combustion of acetyl-cellulose, -starch, 
and -inulin on the one hand and the non-acetylated polysaccharides 
on the other should therefore give valuable information as to the 
possibility of acetylation being accompanied by depolymerisation. 
The observed values are as follows: inulin (4190), starch (4182), 
cellulose (4185), starch hexa-acetate (4499), cellulose hexa-acetate 
(4496), inulin triacetate (4522). The heats of combustion of the 
acetates are calculated from those of the parent substances on the 
assumption that the heat of esterification (known to be small) 
can be neglected. The observed and calculated values agree so 
closely that there is no reason to suppose that an alteration of 
the degree of polymerisation of the carbohydrate occurs during 
acetylation. 

The author has shown that hexa-amylose is identical with tri- 
amylose and his observations have been confirmed by the crystallo- 
graphical measurements of Miggle and Johnson. The individuality 
of the substances has, however, been maintained by Pringsheim 
(this vol., i, 633), to whose arguments a critical reply is now given. 
Pringsheim’s doubt as to the identity of the maltose hepta-acetate 
obtained by the action of acetyl bromide on triamylose is un- 
justified since it is a well-defined, crystalline substance. Attempts 
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to repeat the preparation of triamylose sodium hydroxide according 
to Pringsheim’s method gave a product which contains sodium 
ethoxide. Contrary to Pringsheim’s observations, the solubilities 
of triamylose and hexa-amylose in water are identical, and the 
observed discrepancies are due to the inadequacy of Pringsheim’s 
method of experiment. With regard to Pringsheim’s observation 
that the molecular weight of acetylated hexa-amylose is identical 
with that required for an acetylated triamylose, the author points 
out that acetylated anhydro-sugars are not in general suitable 
for determinations of molecular weight; incidentally, the mole- 
cular weight of acetylated hexa-amylose as determined by Rast’s 
method (this vol., ii, 421) is about 1950 (or exactly double that 
found by Pringsheim). Doubts are cast on the individuality of 
Pringsheim’s trifructose. H. W. 


The Absorption of Iodine by Starch. H. von EULER and 
Kart Myrpick (Arkiv Kem. Min. Geol., 1922, 8, No. 9, 1—29; 
cf. this vol., i, 527)—-Measurements have been made of the distri- 
bution of iodine between benzene and a solution of starch. Evidence 
is found of the existence of two compounds of iodine and potato 
starch, to which the formule (CgH,90;),,I, and (CgH 905), 1, are 
given. Soluble starch has less affinity for iodine than potato 


starch, and there is more iodine in the benzene layer. There is 

evidence that hydrogen iodide is not necessary for the formation 

of the blue colour and that the compound of Mylius containing 

hydrogen iodide or potassium iodide is a further additive compound. 
W. O. 


O. K. 


Oxidation of Amylodextrin. WikTor Syniewski (Roczniki 
Chem., 1922, 2, 83—94).—When amylodextrin (soluble starch) is 
oxidised by means of bromine in the presence of barium carbonate 
(to prevent the hydrolysis of the molecule), amylodextrinic acid, 
Coi¢H 3430393, is obtained as a white, non-crystalline substance. 
It has an acid reaction, [«]$-+191-09°, and its reducing power is 
23°24% of that of maltose. In solution, it reduces alkaline silver 
solution and gives the “ Molisch ”’ reaction with «-naphthol, but 
the colour is not violet as with starch and the sugars, but car- 
mine-red. In concentrated solution, it gives a red colour on 
warming with hydroxylamine hydrochloride and potassium hydr- 
oxide. The author assumes that amylodextrin has the formula 
Cy1¢H 372012, and contains twelve maltose residues connected 
together by the carbonyl groups, and that the CH,°OH groups 
alone undergo oxidation to carboxyl groups. W. a 


Some Physical Properties of Cotton Cellulose and its 
Modifications. A Summary of Existing Data. Guo. E. 
Cotuins (Trans. Text. Inst., 1922, 13, 204—213).—The following 
subjects are dealt with: specific gravity, elasticity, specific in- 
ductive capacity, electrification, mechanical absorption of liquids, 
thermal effects accompanying water adsorption, changes resulting 
from the action of heat and cold, thermal conductivity, specific 
heat, heat of combustion, heat of reaction, refractive index, double 
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refraction and appearance in polarised light, action of ultra-violet 
light, optical activity of sols, ultra-microscopy, evidence of X-rays 
on structure. Data dealing with the swelling of cellulose and the 
adsorption of vapour by cellulose will be summarised in future 
reports, but it may be taken that little or nothing has been published 
about properties not included in the above list. J.C. W. 


The Viscosity of Cellulose. II. The Lowering of the 
Viscosity of Cellulose by Various Reagents. REGINALD 
ArTHUR JOYNER (T., 1922, 121, 2395—2409). 


‘‘Oxycellulose:’’ its Formation and Reactions. PERcy 
HERBERT CLIFFORD and ROBERT GEORGE FARGHER (T'rans. Teat. 
Inst., 1922, 13, 189—204).—A review of the various methods of 
oxidation of cellulose, and the reactions of, and tests for, “‘ oxy- 
cellulose,’ together with a bibliography. 


Ligninsulphonic Acids. R. H. McKee and Gro. Barsky 
a (Paper Trade J., 1922, 74, 46—48).—-An attempt to separate the 
various acids by precipitation with calcium chloride. Three litres 
of sulphite waste liquor were concentrated to°800 c.c., filtered, 
and neutralised with calcium hydroxide. Calcium chloride was 
then added in quantities of 50 grams, the mixture being heated on 
the water-bath for two hours to induce coagulation; the precipitate 
was collected after each addition. Each fraction was then repre- 
cipitated with calcium chloride from its solution in twice its weight 
of water. Analysis of the corresponding barium salts of the final 
fractions gave C 59°7—55:1%, H64—59%. The ratio of carbon 
to hydrogen thus varies from 8°6 to 10-1, whilst the ratio for cellulose 
is7. It is therefore considered that the substance contains several 
compounds of varying composition. CHEMICAL ABSTRACTS. 


The Decomposition of Amines in the Vapour Stage. FRrp 
W. Upson and Liza Sanps (J. Amer. Chem. Soc., 1922, 44, 2306— 
2310).—When ethylamine vapour is passed over kaolin at 700° 
the chief products are ammonia, hydrogen cyanide, and a sub- 
stance which is probably acetonitrile, together with smaller quanti- 
ties of hydrogen and nitrogen. At 500°, no hydrogen cyanide is 
produced, a larger amount of ammonia is formed, and the gaseous 
products contain relatively larger amounts of unsaturated hydro- 
carbons. At 1000°, the nitrogen appears exclusively as free nitro- 
gen, and much of the hydrogen as free hydrogen. The hydrocarbons 
are almost entirely saturated and to a large extent consist of butane. 
The decomposition of propylamine under similar conditions at 700° 
proceeds in a manner similar to that of ethylamine. The results 
may be explained on Nef’s theory of methylenic dissociation (cf. 
Annalen, 1899, 309, 126; 1901, 318, 37). W. G. 


Kinetic Determinations of the Constitutions of Hydroxy- 
and Amino-chloropropanes. L. Smirn and B. Piaton (Ber., 
1922, 55, [B], 3143—3155).—The preparation of 6-chloro-n-propyl- 
amine (cf. Gabriel and Ohle, A., 1917, i, 562) and «-chloro-8-amino- 
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propane and their reactions with nitrous acid have been investigated, 
The latter changes are represented in the scheme : 


40% 
CHMce(Cl-CH,"NH,+HNO, A CHMcCl-CH,-OH+N,+H,( 
% 


NH,:CHMe:CH,Cl+-HNO, <6 _ 
90 


. _, OH-CHMe-CH,Cl+N,+H,0, 

It is therefore shown that a definite transformation can accompany 
the conversion of an amino- into a hydroxy-compound by means of 
nitrous acid even when the operation is conducted at a low tem. 
perature. The tendency towards transformation is most marked 
with the «-amino-compound. The reaction of an aliphatic amino. 
compound with nitrous acid should not therefore be used as a 
general method for the elucidation of constitution. The optically 
active ‘‘ B-propylene chlorohydrin ” described by Abderhalden and 
Kichwald (A., 1919, i, 2) must be regarded as a mixture of approxin- 
ately equal quantities of the «- and $-compounds, the former of 
which is inactive; the corresponding propylene oxide and propylene 
glycol must also be partly inactive. The synthesis of «{-diglycerides 
from acylated y-aminopropylene glycols (Bergmann, Brand, and 
Dreyer, A., 1921, i, 444) does not appear to rest on a firm theoretical 
basis. 

The preparation of 8-chloro-n-propylamine is effected according 
to the method of Gabriel and Ohle (loc. cit.); (the melting points 
observed for the various intermediate compounds by these chemists 
are recorded in brackets). Propylene oxide is converted by phthal- 
imide into a mixture of 8-hydroxyethylphthalimide, 

OH-CH,°CH,°N°C,H,0,, 

lustrous leaflets, m. p. 129°5° (corr.), and 6-hydroxy-n-propyl- 
phthalimide, prisms, m. p. 88° (corr.) [90—91°, 88—89°]. The 
latter substance is converted into the corresponding chloride, b. p. 
183—184°/10 mm., m. p. 97°5—98° (corr.) [100—102°], which is 
hydrolysed by glacial acetic and fuming hydrochloric acids to 
8-chloro-n-propylamine hydrochloride, m. p. 179° (corr.) [183°5— 
186°]. The substance is, however, prepared more conveniently 
in quantity by the method of Abderhalden and Eichwald (loc. cit.). 
It is diazotised in faintly acid solution either as hydrochloride or 
tartrate; the chlorohydrin which is formed has b.-p. 128—129°5° 
and 128—129°, respectively, and is colourless, neutral, and free 
from aldehyde. 

The preparation of «-chloro-8-aminopropane is effected by 
converting {$-chloro-n-propylamine hydrochloride by means of 


sodium hydroxide into the imine, CHMe<y ts, which is trans- 
formed by concentrated hydrochloric acid into «-chloro-$-amino- 
propane hydrochloride; since the latter substance is hygroscopic 
and difficult to preserve, it is converted into the corresponding 
picrate, m. p. 146°, which is re-converted into the hydrochloride 
immediately before use. It is diazotised at 40—50°, giving a 
colourless, neutral chlorohydrin, b. p. 126°. 
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ated # The composition of the mixture of chlorohydrins is established 
from measurements of its rate of decomposition by barium hydr- 
oxide. The bimolecular velocity coefficient for «-chloro-§-hydr- 
oxypropane for =0 is kj=14°3, whereas the corresponding constant 
for 8-chloro-«-hydroxypropane is about 4. The coefficients of the 
mixtures lie intermediate between these values and decrease 
markedly as decomposition proceeds. The composition of the 
mixtures is calculated on the assumption that for a definite mixture 


tip the velocity coefficient at any instant is only dependent on the 
tem. ratio of quantities of isomerides actually present at that instant. 
rkej |. Lhe constitution of the chloropropylamines is established similarly 


by studying the rate of decomposition by barium hydroxide. The 
picrates are used, and the velocity of the change is determined by 
estimation of the chlorine by Volhard’s method. «-Chloro-f- 
propylamine has k=0°50 at 25°, whereas the corresponding value 
for 6-chloro-n-propylamine is 0°067. Since the action of chloro- 
amines towards alkali hydroxide is similar to that of chlorohydrins, 
it is valid to assume that the compound which is most readily 
decomposed contains the halogen in the «-position. H. W. 


The Action of Sodammonium on Hexamethylenetetramine, 
Tetramethyldiaminomethane, and Ethylidene-ethylamine. 
M. Prcon (Compt. rend., 1922, 175, 695—698; cf. Lebeau and 
Picon, this vol., i, 801)—Sodammonium is the only hydrogenat- 
ing substance that is without action on hexamethylenetetramine, 
and it has no action on saturated aliphatic compounds which 
contain nitrogen. Its action on unsaturated aliphatic nitrogen 
compounds results in the formation of condensation products in 
which two molecules of the original substance are linked by the 
carbon atoms which were previously unsaturated. This reaction 
furnishes a new method of preparing secondary diamines. The 
inference is drawn that the inertness of sodammonium with respect 
to hexamethylenetetramine is due to the fact that the latter has 
no double bond which links carbon to nitrogen; this tends to 
support the constitutional formula suggested by Duden and Scharff 
(A., 1896, i, 122). H. J. E. 


Mechanism of Guanidine Formation in Fused Mixtures 
of Dicyanodiamide and Ammonium Salts. J. S. Bia and 
J. M. Branam (J. Amer. Chem. Soc., 1922, 44, 2342—2352; cf. 
Davis, this vol., i, 117, 118; Werner and Bell, T., 1920, 117, 
1133).—Experimental evidence is given in support of the view that 
the mechanism of guanidine formation in fused mixtures of dicyano- 
diamide and an ammonium salt consists first in the formation of 
the diguanide salt by the addition of the ammonium salt to the 
nitrile group of dicyanodiamide, and the subsequent addition of 
a second molecule of the ammonium salt to form two molecules 
of the guanidine salt. 


I. NH,-C(NH)-NH-CN-+NH,-HX >NH,-C(NH)-NH-C(NH)-NH,,HX 
II. NH,-C(NH)-NH-C(NH)-NH,,HX + NH,,HX>2NH:C(NH,),,HX. 
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When dicyanodiamide is fused with ammonium thiocyanate, the — Thé 
amount of diguanide thiocyanate in the fused mass increases at § Carb¢ 
first with the time of fusion, then reaches a maximum, and slowly § (Ber., 
diminishes. On the other hand, guanidine thiocyanate does not § ability 
make its appearance until the diguanide thiocyanate has nearly § carbo: 
reached its maximum concentration. ester 

When diguanide nitrate is fused with ammonium nitrate there 
is a decided formation of guanidine nitrate and the statement § merct 
that diguanide salts are formed by the reverse of reaction II above § 4-met 
is shown to be very doubtful. -met 

The authors consider that the experimental results support the sare 
cyanoguanidine structure for dicyanodiamide. psn 

Mutarotation and Pseudo-mutarotation of Glucosamine ” 
and its Derivatives. James CoLquHouN IRvINE and Joun salou 
CAMPBELL Earu (T., 1922, 121, 2370—2376). woth 

Salicylidene Derivatives of d-Glucosamine. James Cotgv- ye 
HOUN IRVINE and JoHN CAMPBELL Ear (T., 1922, 121, 2376— ne 
2381). chlo: 

The Influence of Position and of Temperature on the 7 
Reaction of Aliphatic Amino-nitrogen with Nitrous Acid. Whe 
Max S. Dunn and Cart L. A. Scumipt (J. Biol. Chem., 1922, 53, iis 
401—410).—The rate at which nitrous acid deaminises aliphatic 
amino-acids depends on the position of the amino-group; the iis 
greater the distance of this from the carboxyl the more slowly B-h 
the reaction proceeds. In all cases, a decrease in temperature ‘de 
causes a diminution in the rate, but, contrary to the statement (dl 
of Sure and Hart (A., 1917, ii, 551) the deamination of the e-amino- pms 
group of lysine is not completely inhibited at 1°. Casein is deamin- yan 
ised more slowly than lysine at the ordinary temperature. E. S. va 

The Synthesis of Glycine from Formaldehyde. Artuur if 
Rosert Line and Dinsoaw Rarttongt Nangi (Biochem. J., 1922, 19] 
16, 702—703).—Methyleneaminoacetonitrile is prepared by Klages’ 8. 
method by condensing two molecules of formaldehyde with one . 
molecule of ammonium cyanide. The nitrile is then hydrolysed 
with a boiling 40% solution of barium hydroxide and the methylene rst 
derivative of glycine formed is boiled until no more form- 
aldehyde is given off. The yield of glycine from aldehyde by this . 
method is 54% of the theoretical—the highest yield of glycine yet i 
recorded as a result of its direct synthesis from formaldehyde. ‘ 

8.8. Z. ts 

Hydrolysis of Glycylglycine by Hydrochloric Acid. Iv. 8. a 
JAITSCHNIKOV (J. Russ. Phys. Chem. Soc., 1920, 52, 147—150).— 4 
Both at 10° and at 100°, the hydrolysis of glycylglycine by means of by 


hydrochloric acid proceeds, for about one-third of its course, in 
accordance with the equation for a reaction of the first order (cf. 
Euler, A., 1907, i, 574). sa) if A 
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, the § The Preparation of a-Amino-£-hydroxy-acids from Olefine 
8 at B Carboxylic Acids. WatrHeR ScHRAUTH and HANNS GELLER 
owly ff (Ber., 1922, 55, [B], 2783—2796).—The possible general applic- 
not § ability of a synthesis of «-amino-f$-hydroxy-acids from ethylene- 


arly § carboxylic acids on the following lines has been investigated : 
° . mercury acetate 
ester of olefinecarboxylic acid —-—-——-+ -methoxy-«-acetato- 
here B methy! alcohol P 
ent fj mercuri-ester €®° 6-methoxy-«-bromomercuri-ester *°™ "8 «-bromo- 


4-methoxy-ester peta a-bromo-§-methoxy-acid *“™™"8 «-amino- 
g-methoxy-acid @#% «-amino-§-hydroxy-acid. The synthesis ap- 
pears likely to be valuable in the purely aliphatic series, but 
complications follow when aromatic radicles are present. 

Ethyl 8-methoxy-a-bromomercuriisovalerate, 

OMe:-CMe,°CH(HgBr)-CO, Et, 
colourless plates, m. p. 51°, is prepared by treating ethyl ®8-di- 
methylacrylate with a solution of mercuric acetate in methyl 
alcohol during three days at the atmospheric pressure and subse- 
quently adding an aqueous solution of potassium bromide to the 
mixture. It is slowly transformed by a solution of bromine in 
chloroform into ethyl «-bromo-8-methoxyisovalerate, a colourless 
liquid which is hydrolysed by N/2-aqueous sodium hydroxide to 
a-bromo-8-methoxyisovaleric acid, OMe-CMe,°CHBr-CO,H, m. p. 77°. 
When the latter is heated with aqueous ammonia (25%) at 100°, 
it is transformed into «-amino-8-methoxyisovaleric acid, 

OMe-CMe,°CH(NH,)-CO,H, 
colourless, lustrous plates, decomp. 250—260°, from which «-amino- 
8-hydroxyisovaleric acid, OH-CMe,*CH(NH):CO,H, m. p. 218° 
(decomp.), is prepared by means of boiling hydrobromic acid 
(147). The latter acid is converted by phenylcarbimide into the 
compound, C,.H,,0,No, m. p. 162° (decomp.); it gives a naphthal- 
ene-8-sulphonyl derivative, C,;H,,0;NS, small, colourless needles, 
m. p. 261°. 

Difficulties are encountered when the series of reactions is applied 
to methyl cinnamate (cf. Schrauth, Schoeller, and Struensee, A., 
1910, i, 347). The preparation of methyl 6-methoxy-«-bromomercuri- 
8-phenylpropionate, OMe-CHPh-CH(HgBr)-CO,Me, is effected in 
good yield, but the replacement of the mercury complex by bromine 
occurs slowly in the presence of chloroform with simultaneous pro- 
duction of methyl «$-dibromo-8-phenylpropionate, but rapidly in the 
presence of ethyl acetate, with formation of methyl «-bromo-B- 
methoxy-8-phenylpropionate. The hydrolysis of the latter is not 
very satisfactory, since considerable quantities of halogen-free 
products are obtained when sodium hydroxide is used, whereas 
48-dibromo-8-phenylpropionic acid is formed when hydrobromic 
acid is employed. Attempts are made to overcome the difficulties 
attendant on hydrolysis by the use of cinnamic acid as initial 
material. The latter is converted successively into §-methoxy-ua- 
bromomercuri-B-phenylpropionic acid, m. p. 160—166° (decomp.), 
a-bromo-8-methoxy-B-phenylpropionic acid, m. p. (indefinite) 170° 
after softening at 165° (which appears to be a stereoisomeride of 
the acid obtained in the above series, starting from methyl cin- 
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namate) and «-amino-2-methoxy-B-phenylpropionic acid, plates, 
m. p. 236° (decomp.) [corresponding compound from phenylecarb. 
imide, colourless plates, m. p. 161° (decomp.); 8-naphthalenesulph. 
onyl derivative, prisms, m. p. 157°]. Replacement of the methoxy- 
by the hydroxy-group in the latter acid could not be effected by 
hydrobromic or hydriodic acids, bromohydrocinnamic and cin- 
namic acids being formed. «-Bromo-8-methoxy-B-phenylpropionic 
acid, prepared by the hydrolysis of methyl «-bromo-$-methoxy-6. 
phenylpropionate, crystallises in colourless needles, m. p. 126— 
127°. 


Ethyl p-methoxycinnamate is converted in the usual manner 
into ethyl -methoxy-x-bromomercuri--p-methoxyphenyl propionate, 
prismatic plates, m. p. 107°. The elimination of the mercury 
complex by bromine does not, however, follow a completely normal 
course, since bromination of the phenyl group occurs simul. 
taneously, as is shown by the ultimate isolation of «-amino-6. 
methoxy-B-p-methoxybromophenylpropionic acid, pale yellow plates, 
m. p. 224° (decomp.) (the corresponding derivative from phenyl- 
carbimide is described). On the other hand, ethyl 8-methoxy-z- 
todomercuri-B-p-methoxyphenylpropionate, m. p. 117°, is very slowly 
converted by iodine in ethereal solution into ethyl «-iodo-8-methoxy- 
8-p-methoxyphenylpropionate, a pale yellow liquid, which is hydro- 
lysed by N/2-sodium hydroxide solution to «-iodo-8-methoxy-B-p- 
methoxyphenylpropionic acid, C,,H,,0,1,2H,O, lustrous needles, 
m. p. 89—90°, in which, however, the iodine could not be replaced 
by the amino-group; all experiments with aqueous or liquid 
ammonia led to the formation of p-methoxycinnamic acid or the 
corresponding styrene. In one instance, however, the desired 
a-amino-B-methoxy-B-p-methoxyphenylpropionic acid, long plates, 
m. p. 233° (decomp.), was obtained in very small yield, but the 
experiment could not be repeated. H. W. 


Synthesis of Aminohydroxy-acids and the Amino-acid 
from cycloPropyl Methyl Ketone (Acetyltrimethylene). 
N. D. Zevinsxy and E. F. Denatn (Ber., 1922, 55, [B], 3354— 
3361).—The synthesis of a series of hydroxyamino-acids from keto- 
alcohols by the cyanohydrin method is recorded (cf. Zelinsky and 
Stadnikoff, A., 1906, i, 425). 

a-Amino-B-hydroxy-«-methylpropionic acid (a-methylserine), 
OH-CH,°CMe(NH,)-CO,H, transparent platelets, m. p. 243° (decomp. 
in a sealed capillary), is prepared by the addition of acetylcarbiny! 
acetate (cf. Perkin, T., 1891, 59, 786) to an aqueous solution of 
potassium cyanide and ammonium chloride and treatment of the 
product of the reaction with hydrochloric acid; the yield is 12°6% 
of that theoretically possible. Better yields (41%) are obtained 
when acetylearbinol is substituted for the acetate. The copper 
salt of «-methylserine, (C,H,0,N),Cu,2H,O, crystallises in small, 
blue needles. 

Hydroacetylacetone, potassium cyanide, and ammonium chloride 
give «-amino-y-hydroxy-«-methyl-n-valeric acid  («-B’-hydroxy-n- 
propylalanine), CH,*CH(OH)-CH,*CMe(NH,)-CO,H, small needles, 
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m. p. 232—233° (the crystalline, copper salt, (C,H,,0,N),Cu,2H,O, 
is described). 


ph. a-Amino-5-hydroxy-«-methyl-n-valeric acid (a-y'-hydroxy-n-propyl- 
oxy- ff alanine), OH-CH,°CH,°CH,*CMe(NH,)-CO,H, small needles, m. p. 
198—200°, is similarly prepared from acetopropyl alcohol (a 


cin- § modified method for the preparation of this substance is described 
onic @ in detail); the corresponding copper salt is described. 

y-f. a-Amino-e-hydroxy-a-methyl-n-hexoic acid («-5-hydroxy-n-butylalan- 
6— ff ine), OH-CH,*[CH,],;>CMe(NH,)-CO,H, prepared from 8-aceto-n- 


butylalcohol, crystallises in small platelets, m. p. 224—226°; the 
copper salt, (C,H,,0,N),Cu,2H,0, is a blue, crystalline powder. 


ate, a-Amino-a-cyclopropylpropionic acid (a-cyclopropylalanine), 
me te CH-CMe(NH,)-CO,H, prepared from acetylcyclopropane, crys- 
ul. tallises in needles, m. p. 273—275°, in a closed capillary; it sublimes 


readily at about 125°. The corresponding hydrochloride and copper 
salt, (CgH,90,N),.Cu,2H,O, bluish-violet plates, are described. 


yl- H. W. 

Ps ‘ Catalysis of the Formation and Hydrolysis of Acetamide 
| by Acetic Acid. Wuit11am A. Noyes and Water F. GOEBEL 
Y fj. Amer. Chem. Soc., 1922, 44, 2286—2295).—Acetic acid acts as 


a catalyst both for the formation of acetamide from ammonium 
acetate and for the hydrolysis of acetamide by water. The hydro- 
lysis of acetamide by water is autocatalytic, probably because the 
acetic acid from the dissociation of the ammonium acetate formed 
catalyses the subsequent reaction. 

The formation of acetamide from ammonium acetate with or 
without the addition of 0°1 mol. of acetic acid is essentially a 
bimolecular reaction between ammonia and acetic acid. In all 
probability an intermediate compound, CH,*C(OH),°NHg, is formed 
as a passing phase in the reaction. The formation and hydrolysis 
of acetamide in the presence of 1°5 mols. of acetic acid is chiefly 
a bimolecular reaction with one of the constituents, hydrogen-ion 
or acetic acid, constant. The other constituents limiting the speed 
of the reaction must be ammonia on one side, and acetamide on 
the other. 

In the preparation of acetamide a practically quantitative yield 
is obtained if equimolecular proportions of ammonium acetate and 
glacial acetic acid are heated together at just below the boiling 
point of the mixture for thirty to fifty minutes and then the mixture 
is slowly distilled through a good fractionating column the temper- 
ature at the top of which is not allowed to exceed 103—104°. In 
this way a residue of acetamide, b. p. 215—217°, is obtained. 


W. G. 


The Compounds of Carbamide and Benzoic Acid. YUuKICHI 
Osaka and Kingt Anpo (Mem. Coll. Sci. Kyétd, 1922, 5, 169— 
172).—The solubility of mixtures of carbamide and benzoic acid in 
alcohol have been determined at 0°, 25°, and 40°, and no evidence 


was found for the existence of any compound of the two. 
W. E. G. 


i. 1128 ABSTRACTS OF CHEMICAL PAPERS. 


Ethyl Bromodiethylacetylallophanate. J. Catisren (US, 
Pat. 1424236).—Ethyl bromodiethylacetylallophanate, 
CEt, BreCO-NH:CO-NH-CO,Et, 
colourless crystals, m. p. 62—63°, is obtained by heating bromo. 
diethylacetylearbimide with urethane and crystallising the product 
from light petroleum. CHEMICAL ABSTRACTS. 


Preparation of Hydrocyanic Acid in Large Quantities in 
the Laboratory. E. Frirzmann (J. Russ. Phys. Chem. Soc, 
1920, 52, 227—-234).—F or preparing hydrocyanic acid from potass. 
ium ferrocyanide, sulphuric acid, and water, less of the last two 
ingredients than is usually recommended may be employed, the 
yield of the acid and the velocity of the reaction remaining unin. 
paired if the three reagents are taken in the proportions 10: 5:8, 
The apparatus used is described. a ey 


The X-Ray Structure of Potassium Cyanide. P. A. Coopz 
(Nature, 1922, 110, 544).—Polemical (cf. ibid., 1921, 107, 745; 
Bozworth, this vol., i, 441). A. A. E, 


Preparation of Cyanuric Triazide. Erwin Orr (D.R.-P. 
355926; from Chem. Zentr., 1922, iv, 550; cf. Ott and Ohse, 
A., 1921, i, 231)—In the preparation of cyanuric triazide from 
cyanuric trihydrazide, C,H Ng, and nitrites (Swiss Pat. 89718), the 
following occur as intermediate products depending on the amount 
of nitrite used and the duration of the reaction. Cyanuric dihydr. 
azidomonoazide, C,;H,.Nj9, crystalline, m. p. 85—87°; and cyanuric 
monohydrazidodiazide, C,H,N,,, crystalline, m. p. 87—88°. These 
compounds are less sensitive to percussion than the pure cyanuric 
triazide, C,N4p. | G. W. R. 


Electrolysis of Organo-magnesium Compounds. N. V. 
KonpDyREV (J. Russ. Phys. Chem. Soc., 1920, 52, 17—24).—Ex- 
periments with magnesium ethyl bromide, magnesium propyl 
bromide, and magnesium phenyl bromide show that, when dis- 
solved in dry ether, these compounds function as electrolytes. 
When a current is passed through the ethereal solution by means 
of a platinum cathode and a zinc or aluminium anode, and a copper 
voltameter is included in the circuit, the amount of zinc or 
aluminium which passes into solution corresponds exactly with 
the amount of copper deposited in the voltameter, aluminium 
behaving as a tervalent metal; a deposit of magnesium is formed 
at the same time on the platinum cathode. When, however, the 
anode consists of copper, the latter passes into solution only in 
traces. There is little doubt that organo-zine and organo-aluminium 
compounds are formed in this way when corresponding metals 
are used as the anode and it may be possible to prepare these 
compounds by such means. 7, oe. 3 


Magnesium Compounds of the Olefines. I, II, and IIl. 
Vu. KrestinsKi (Ber., 1922, 55, [B], 2754—2762, 2762—2770, 
2770—2774; J. Russ. Phys. Chem. Soc., 1920, 52, 63—74, 75— 
84, 85—90).—I. Alkenyl haloids in which the halogen atom is 
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attached to the carbon atom from which the double bond pro- 
ceeds have been but little used in the formation of Grignard’s 
reagents possibly on account of Grignard’s supposition that such 
haloids would either not react with the metal at all or only in an 
abnormal manner. The only cases previously investigated appear 
to be the action of magnesium on w-bromostyrene and the application 
of vinyl haloids to the production of erythrene (Austerweil, A., 
1912, i, 525). The behaviour of @-methyl-A+-propenyl bromide 
(isocrotyl bromide), CMe,-CHBr, has now been investigated in a 
series of researches of which this communication gives the first 
account. 

A solution of isocrotyl bromide in anhydrous ether does not 
react with magnesium under the usual conditions and only does 
so slowly and incompletely when the mixture is warmed or iodine 
is added. In the presence of Baeyer’s pre-activated magnesium 
an energetic action occurs which can only be regulated with difficulty, 
since undue rise of temperature causes the Grignard reagent to 
decompose with the copious evolution of gas, whereas action soon 
ceases When the mixture is cooled. The course of the action can 
be most easily regulated when the ethereal solution of the haloid 
is added gradually to the mechanically-stirred mixture of the 
other components; it is not possible, however, to cause the whole 
of the magnesium to enter into reaction. The gas evolved is 
mainly isobutylene, which is converted by bromine into a mixture 
of «8-dibromozsobutane, CMe,Br°CH,Br, b. p. 54—56°/24 mm., 
149—151°/normal pressure, d? 1-7827, nj} 1-51406, nf 1-51186, and 
a tribromoisobutane, b. p. 107—109°/19 mm. The course of the 
action is represented most simply by the schemes CMe,:CH-MgBr —> 
CMe,:C < [or -CH,-CMe.-CH-]+ H-MgBr and CMe,:CHBr+ H-MgBr= 
CMe,-CH,+MgBr,. The fate of the radicle CMe.C< or 
-CH,*CMe:CH- remains undecided. An examination of the pro- 
ducts of the action of water on the Grignard solution only led to 
the isolation of ill-defined products containing oxygen. 

Magnesium and zsocrotyl bromide react with acetaldehyde in 
ethereal solution to yield ethyl alcohol, methylisocrotylcarbinol, 
‘Me,;CH-CHMe-OH, and two fractions, b. p. 80—87°/15 mm., 
d? 08596, np 1-45534, and b. p. 87—97°/15 mm., d? 0-8763, 
ny 1-45854, which appear to be a mixture of isomeric alcohols, 
CipH,,0; a fourth fraction, b. p. 228—232°, has not been investi- 
gated further. Methylisocrotyicarbinol has b. p. 136—138°, d? 
08384, nz 1-43159, nj 1-43430, n¥1-44098, n21-44721. It is 
transformed by acetic anhydride at 100° into a mixture of 6-methyl- 
Aty-pentadiene, CMe,.CH-CH:CH,, b. p. 75-5—76°, dj? 0-72155, 
ny 1-44664, and methylisocrotylcarbinyl acetate, OAc’CHMe-CH:CMeg, 
b. p. 140—146°. 

II. The action of magnesium isocrotyl bromide on isobutaldehyde 
has been examined. 

isoCrotyl bromide, magnesium, and isobutaldehyde are caused 
to react in the presence of ether, and the product is submitted to 
fractional distillation whereby isobutyl alcohol, isopropylisocrotyl- 
carbinol, CHMe,*CH(OH)-CH:CMe,, and fractions of higher boiling 
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point from which homogeneous products could not be separated 
are obtained. isoPropylisocrotylearbinol has b. p. 161—163°, 
d? 08444, nj 1-44493. It is converted by acetic anhydride at 
100° into isopropylisocrotylcarbinyl acetate, b. p. 177—180°, d? 
0-8270, ni 1-43288, and Ge-dimethyl-A*7v-hexadiene, 
CHMe,*CH:CH-CMe:CH,, 
b. p. 116—118°, d? 0-7412, n® 1-45024. The constitution of the 
hydrocarbon is deduced from its oxidation by potassium perman.- 
ganate to formic, acetic, and isobutyric acids. The production of 
a hydrocarbon of this constitution from isopropylisocrotylcarbinol 
is difficult to explain unless it is assumed that the substance not 
only is acetylated by acetic anhydride, but also simultaneously 
unites with a molecule of acetic acid which is eliminated subse- 
quently in a different direction, thus : CMe,:CH-CH(OH)-CHMe, > 
OAc:CMe,°CH,*CH(OAc)-CHMe, -> CH,:CMe-CH:CH-CHMe,. ‘The 
constitution assigned to isopropylisocrotylcarbinol is established by 
the observation that it is oxidised by potassium permanganate to 
acetone, two stereoisomeric ««-dimethyl-y-isopropylglycerols, 
OH-CMe,°CH(OH)-CH(OH)-CHMe,, 
sparingly soluble crystals, m. p. 159—160°, and a very hygro- 
scopic substance, m. p. 73—75°, respectively, formic, acetic, and 
tsobutyric acids, and a non-crystalline acid, CHMe,*CO-CO,H, 
which is analysed in the form of its calcium salt, (C;H,0,),Ca,H,0, 
and characterised further by the formation of a crystalline semi- 
carbazone. Re-examination of the action of acetic anhydride on 
isopropylisocrotylcarbinol shows that two isomeric acetates, C,H, 02, 
are actually produced which have b. p. 167—170°, d? 0-88676, n° 
1-43739, and b. p. 174—176°, d? 0-88226, n® 1-43238, respectively. 
When hydrolysed with barium hydroxide solution two alcohols, 
CgH,,0, b. p. 158—161°, d? 0-8449, n® 1-43679, and b. p. 160— 
165°, d? 0-8455, nj 1-43789, respectively, are obtained, but on 
account of lack of substance it has not yet been found possible to 
elucidate their constitution. 

isoPropylisocrotylcarbinol is converted by aluminium oxide at 
an incipient red heat mainly into ditsocrotyl, CMe,:CH-CH:CMe,, 
b. p. 132—138° (which is transformed by hydrogen bromide into 
the hydrobromide, m. p. 65°), and (%) fe-dimethyl-A*y-hexadiene, 
CMe,.C:CH-CHMeg, b. p. 119—123°, d? 0-7637, n® 1-45054. 

Ill. Phenylisocrotylcarbinol, CMe,;CH-CHPh-OH, a_ colourless 
liquid, b. p. 122—125°/7 mm., d? 0-9861, n® 1-53516, is prepared 
by the action of magnesium isocrotyl bromide on benzaldehyde. 

The observations have been extended to «-methylisocrotyl 
bromide [y-bromo-$-methyl-A*-butylene], CMe,:CBrMe. The sub- 
stance reacts with magnesium in much the same manner as, but 
with rather more difficulty than, its simpler homologue.  Tri- 
methylethylene [8-methyl-A*-butylene] is evolved in large quantity 
and is identified by converting it into dibromopentane and tert.- 
amyl iodide; it appears to. be the sole gaseous product of the 
change. Decomposition of the Grignard reagent with water leads 
to the further evolution of large volumes of trimethylethylene. 
The non-volatile products are unsaturated compounds which con- 
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tain oxygen; their nature has not been established definitely. 
The action of magnesium «a-methylisocrotyl bromide on acet- 
aldehyde appears to lead to the formation of methyl-«$-dimethyl- 
x-propenylearbinol, CMe,.CMe-CHMe:OH, which, however, has not 
been investigated closely. 

The action of an ethereal solution of vinyl bromide on activated 
magnesium commences very rapidly and proceeds with the evolution 
of a mixture of acetylene and ethylene. H. W. 


Derivatives of Methylstannonic Acid. Their Bearing upon 
its Constitution. Herrpert Lampourne (T., 1922, 121, 2533— 


9540). 


The Dinitro-derivatives of p-Dichlorobenzene. ANNIE 
Louise Mactrop, Marion C. Prunp, and Mary L. KILpaTRick 
(J. Amer. Chem. Soc., 1922, 44, 2260—2271).—The product, m. p. 
81°, obtained as one of the products of nitration of p-dichloro- 
benzene (cf. Nason, A., 1919, i, 10) is shown to be a molecular 
compound of 2: 5-dichloro-1 : 4-dinitro- and 2: 5-dichloro-1 : 3- 
dinitro-benzene, the proportions approximating to two molecules 
of the former to three of the latter. When this substance was 
reduced by tin and hydrochloric acid a mixture of the corresponding 
diamines was obtained. 

From a study of the action of alcoholic ammonia on the isomeric 
dichlorodinitrobenzenes, it is shown that the m-dinitro-derivative 
is converted entirely into chlorodinitroaniline, the chlorine atom 
in the ortho-position to the two nitro-groups being replaced by an 
amino-group. With the o- and p-dinitro-derivatives, the main 
reaction results in the replacement of one nitro-group by an amino- 
group, but at the same time a comparatively small amount of the 
corresponding dinitro-p-phenylenediamine is produced. 

On reduction by tin and hydrochloric acid, 3 : 6-dichloro-1 : 2- 
dinitrobenzene yields 3 : 6-dichloro-o-phenylenediamine, m. p. 98°, 
which condensed with benzil to give 1 : 4-dichlorodiphenylquin- 
ovaline, m. p. 214°. W. G. 


Aromatic Sulphonyl Chlorides. Jxssiz Srzewarrt (T., 1922, 
121, 2555—2561). 


Preparation of Aryl Sulphonic Esters of Halogenated 
Aliphatic Alcohols. Grora von Kereszry and Emm Wo.tr 
(D.R.-P. 353195; from Chem. Zentr., 1922, iv, 156).—An aryl- 
sulphonyl chloride mixed with a halogenated aliphatic alcohol is 
shaken at low temperatures with concentrated alkali hydroxide 
solution until an alkaline reaction persists. The ester formed is 
rapidly hydrolysed. Chloroethyl benzenesulphonate, from benzene- 
sulphonyl chloride and glycol chlorohydrin, has b. p. 184°/8—11 mm. 
Bromoethyl benzenesulphonate, similarly prepared, has b. p. 192°/20 
mm. Dichloropropyl benzenesulphonate, from «a«-dichlorohydrin 


and benzenesulphony] chloride, has b. p. 205°/20 mm. and m. p. 50°. 
G. W. R. 
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The Labile Nature of the Halogen Atom in Organic Com. 
pounds. VI. The Action of Titanous Chloride and o 
Ammonia on Representative Halogen Compounds. Ia, 
ARMSTRONG Biack, Epmunp Lane ey Hirst, and ALEXANDER 
Kitten Macsertu (T., 1922, 121, 2527—2533). 


Thermal Analysis of the System o- : p-Toluenesulphon. 
amides. A. F. Dopryansxr (J. Russ. Phys. Chem. Soc., 1920, 
52, 139—144)—Thermal analysis of this system yields a melting. 
point curve composed of two branches intersecting at the eutectic 
point about 108°, which corresponds with 42:5% and 57-5% of 
the ortho- and para-isomerides, respectively. This eutectic point 
is identical with the melting point of the non-separable mixture of 
the two amides obtained in practice when the mixture of the 
corresponding ortho- and para-chlorides is treated with ammonia. 
Separation of the para-amide from this mixture by fractional 
precipitation should hence be, and is found experimentally to be, 
impossible. The acicular crystals, m. p. 120°, mentioned by 
Fahlberg, correspond with a mixture in equal parts of the two 
isomerides, but no indication is obtained of the formation of a 
molecular compound and no distectic point is observed; such 
crystals are readily resolved into their components under the 
microscope. z. .F. 


Transformation of the Diphenyl-, Phenyl-p’-tolyl-, and 
Di-p,-tolyl-amides of Toluene-p-sulphonic Acid. J. Ha.snr- 
KANN (Ber., 1922, 55, [B], 3074—3095; cf. A., 1921, i, 660, 779).— 
In continuation of previous work, the behaviour of diarylamides of 
toluene-p-sulphonic acids has been investigated and transformations 
similar to those recorded for the mixed aromatic amides (loc. cit.) 
have been observed. 

p-Toluenesulphondiphenylamide, C,H,Me*SO,*NPh,, m. p. 142°, 
prepared by heating diphenylamine with toluene-p-sulphonyl 
chloride in the presence of pyridine, is almost quantitatively 
hydrolysed when heated with sulphuric acid (d 1-74). Its be- 
haviour towards concentrated sulphuric acid depends greatly on 
the temperature used; at 100°, sulphonation occurs to a con- 
siderable extent and the remainder of the amide is partly hydrolysed 
and partly isomerised. The most favourable temperature for 
transformation is 20°, under which conditions 75% of the amide 
is converted into o-anilinaphenyl-p-tolylsulphone, 

C,H,MeSO,°C,H,"NHPh, 
colourless, prismatic rods, m. p. 96—97°. The latter substance is 
converted by hydrochloric acid and sodium nitrite in the presence 
of aqueous acetone into o’-phenylnitrosoaminophenyl-p-tolylsul phone 
[o’-p-toluenesulphonyldiphenylnitrosoamine], 
C,H,Me’SO,°C,H,°-NPh-NO, 
colourless crystals, m. p. 126—127°. Treatment of a concentrated 
ethereal solution of the nitrosoamine with a saturated solution of 
hydrogen chloride in ethyl alcohol brings about its isomerisation 
to 2-p-nitrosoanilinophenyl-p-tolylsulphone, 
C,H,MeSO,°C,H,NH-C,H,NO, 
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large, steel-blue crystats which appear green by reflected light and 
ive a dark green powder, m. p. 150—151° [the hydrochloride, an 
ochre-coloured powder, m. p. 197° (complete decomp.) after darken- 
ing above 150°, is described], which is reduced by sodium hypo- 
sulphite in alkaline solution to 2-p-aminoanilinophenyl-p-tolyl- 
sulphone, CgH,Me-SO,-C,H,-NH-C,H,NH,, colourless, prismatic 


hon. @ crystals, m. p. 134—135°; the amine can be diazotised and then 

929 Bcouples normally with ®-naphthol to yield p-tolwenesulphonyl- 

ting. § 0" -anilino-p’-benzeneazo-B-naphthol, 

actic C,H,Me’SO,°C,H,-NH-C,H,:N:N-C,)H,°OH, 

/ of gsmall, red needles, m. p. 172°. 2-p-Nitrosoanilinophenyl-p-tolyl- 
sulphone is converted by protracted treatment with aqueous 


sodium hydroxide solution into o’-aminophenyl-p-tolylsuiphone, 
(,H,Me’SO,°C,H,-NH,, colourless, prismatic rods which readily 
become red, m. p. 120—121°, which is diazotised and coupled with 
naphthol to form p-toluenesulphonylbenzeneazo-8-naphthol, 


be, C,H,Me’SO,°C,H,°No°C,)H,°OH, 

by brownish-red, lustrous needles, m. p. 208°. 

Lwo The proof that the amino-group in aminopheny!-p-tolylsulphone, 

fg | m. p. 120—121°, occupies the ortho-position is obtained in two 

ich § ways. On the one hand, p’-aminophenyl-p-tolylsulphone, groups of 
colourless, four-sided rods, m. p. 181°, is synthesised from N-acetyl- 


p-sulphanilic chloride and toluene by the Friedel-Crafts’ reaction 
and subsequent hydrolysis of the product with hydrochloric acid. 
On the other, if wandering normally occurs towards the ortho- 
position even when the para-position is free, the compound m. p. 
120—121° should be obtainable in the following manner (this is 
the case). p-Toluenesulphonanilide is quantitatively transformed 
by ethyl toluene-p-sulphonate or ethyl sulphate into the corre- 
sponding N-ethyl compound, m. p. 87—88°, which is partly 
| hydrolysed and partly isomerised by concentrated sulphuric acid 
to o'-ethylaminophenyl-p-tolylsulphone, C,H,MeSO,°C,H,NHEt, 
coarse, colourless prisms, m. p. 90—91° [acetyl derivative, hexa- 
gonal needles or plates, m. p. 141° (cf. Witt, A., 1913, i, 360)]. 
De-ethylation of the compounds is effected with considerable 
difficulty by heating it at 270—275° in a current of dry hydrogen 
chloride. The small amount of o’-aminophenyl-p-tolylsulphone 
which is produced is isolated by diazotising the crude product, 
coupling the diazo-solution with resorcinol, filtering the solution, 
precipitating the dye by addition of acid, and subsequently reducing 
it to the amine by means of sodium hyposulphite. The product 
has m. p. 120°. 
Toluene-p-sulphonphenyl-p'-tolylamide, C,H,Me*SO,*NPh-C,H,Me, 
colourless, four-sided needles, m. p. 122—123°, is prepared by heat- 
ing toluene-p-sulphonyl chloride with phenyl-p-tolylamine in the 
presence of pyridine. It is converted by concentrated sulphuric 
acid into a mixture of the two possible sulphones, the reaction 
being accompanied by very little hydrolysis. 2-p-T'oluidinophenyl- 
p-lolylsulphone, Cg,H,Me-SO,°C,H,-NH-C,H,Me, almost colourless, 
coarse prisms or four-sided prismatic rods, m. p. 147°, is readily 
isolated from the product by reason of its sparing solubility in 
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alcohol. It gives an N-acetyl derivative, colourless, prismatic rods, 
m. p. 164—165°, and an N-nitroso-compound, aggregates of pale 
yellow needles, m. p. 168° (decomp.); the latter regenerates the 
parent compound when treated with hydrogen chloride in the 
presence of alcohol and ether and does not become isomerised to 
the nuclear nitroso-compound although the para-position in the 
benzene nucleus is not occupied. The second sulphone is isolated 
by converting the mixture obtained as above into the corresponding 
nitroso-derivatives, which are separated mechanically from one 
another and subsequently reduced by phenylhydrazine. p-Tolj. 
1-anilino-m-tolylsulphone, CgH,Me:SO,°C,H,Me-NHPh, forms coarse, 
colourless crystals, m. p. 124°. The corresponding nitrosoamin 
crystallises in brown, hexagonal plates or large rhombs, m. p. 
132° (decomp.); it is reduced by zinc dust and acetic acid in the 
presence of acetone and alcohol to the corresponding hydrazine, 
CopH590,N.S, coarse, colourless prisms, m. p. 169—170° (benzylidene 
compound, C,,H,,0,N.8, pale yellow prisms, m. p. 195°). The 
nitrosoamine is isomerised by hydrogen chloride in the presence of 
alcohol and ether to the corresponding p-nitrosophenyl compound, 
C,H,Me’SO,°C,H,Me-NH-C,H,NO, greenish-yellow, _ prismatic 
needles, m. p. 174—175° (apparent decomp.) [the hydrochloride, 
brownish-red prisms, m. p. 178—179° (decomp.) after darkening 
at about 160° is described]. Ammonium sulphide reduces the 
p-nitroso-compound smoothly to the diamine, 
C,H,Me’SO,°C,H,Me-NH-C,H,°NH,, 

colourless crystals, m. p. 148—149° (hydrochloride, colourless needles 
or plates), whereas with sodium hyposulphite or zinc dust as reducing 
agent an azo-compound, Cy 9H,,0,N,S8,, m. p. 267—268°, is also 
formed (the latter is produced also by heating molecular quantities 
of the p-nitroso- and p-amino-compounds dissolved in glacial acetic 
acid). When heated with sodium hydroxide solution (10%) at 
140°, the p-nitroso-compound is converted into p-tolyl-6-amino- 
m-tolylsulphone, C,H,Me-SO,°C,H,Me-NH,, m. p. 168—169°. The 
transformation of toluene-p-sulphonphenyl-p’-tolylamide is always 
accompanied by a greater or less amount of sulphonation. The 
free sulphonic acid, C,H,Me*SO,°CsH,Me-NH-C,H,°SOH, crystal- 
lises in colourless, slender needles (+2H,O), m. p. 146° (decomp.); 
the corresponding bariwm salt has m. p. 269—270° (a mono- and a 
di-hydrate are described). 

T oluene-p-sulphondi-p-tolylamide,C,H,Me’SO,°N(C,H,Me),, colour- 
less, rhombic plates, m. p. 144°, is isomerised quantitatively by 
concentrated sulphuric acid at 60° into the corresponding sulphone, 
C,H,Me’SO,°C,H,Me-NH-C,H,Me, long, colourless needles, m. Pp. 
110—111°. The latter yields an N-nitroso-derivative, C,,H903N;8, 
pale yellow, hexagonal platelets, m. p. 148—149°, which is re- 
converted into the sulphone when treated with hydrogen chloride 
in the presence of alcohol and ether. H. W. 


Union of Hydrogen with Acetylene Derivatives. XIV. 
Hydrogenation of Phenylacetylene. J. 8S. Zatxinp (J. Russ. 
Phys. Chem. Soc., 1920, 52, 191—198).—The velocity of hydro- 
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genation of phenylacetylene in presence of colloidal platinum 
increases to a maximum after combination of the first two atoms 
of hydrogen and subsequently diminishes. ‘The reaction proceeds, 
but extremely slowly, after four atoms of hydrogen have been 
combined; characteristic of this late stage of the hydrogenation 
is the fact that it proceeds more rapidly with low than with high 
concentrations of the catalyst. Further, hydrogenation of the 
triple to the double linking takes place more slowly than that of 
the double to the single linking. 

The results of experiments with styrene indicate that, in the 
nascent state, this compound is more readily hydrogenated than 
when ready-formed. Here, too, the hydrogenation does not cease 
when the side-chain is converted into the ethyl group, but is con- 
tinued at the expense of the double linkings of the nucleus. It 
seems possible, indeed, that the initial stage of the reaction pro- 
ceeds in two different directions, yielding, not merely ethylbenzene, 
but also 5-methyl-A’*-cyclohexadiene. =. mee 


The Action of Bromine Water on Indene. Joun ReaD and 
Eric Hurst (T., 1922, 121, 2550—2554). 


Chemistry of Naphthalene and its Derivatives : Chemical 
Peculiarities of the Naphthalene Nucleus. N. N. VorosHcov 
(Bull. Inst. Polyt. Ivanovo-Voznesensk., 1922, 6, 125—151).—The 
author discusses the four principal structural formule which have 
been proposed for the naphthalene molecule: (1) That proposed 
by Erlenmeyer (Annalen, 1866, 137, 346) and Graebe (Ber., 1868, 
1, 36) and expounded by Marckwald (A., 1894, i, 474; 1895, i, 244) 
and composed of two benzene rings having two common carbon 
atoms; (2) Bamberger’s formula (A., 1890, 1299); (3) Thiele’s 
formula (A., 1899, i, 534), and (4) the formula proposed by Harries 
(A., 1906, i, 225) and Willstatter and King (A., 1913, i, 353). The 
identity of the two six-membered rings in naphthalene appears 
certain, in the absence of evidence that isomeric mono-substituted 
naphthalenes exist with the substituents in the same position. 
Besides being unsymmetrical, Willstatter’s formula rests on in- 
adequate foundations. Thiele’s formula appears the most prob- 
able, as it brings out the special reactivity of the «-position. The 
different behaviour shown towards reagents by benzene and by 
octatetrene cannot be advanced as an argument against Thiele’s 
theory, as it may be explained by differences between six- and 
eight-membered rings. 

In the. monohydroxy- and monoamino-derivatives of naph- 
thalene, however, the naphthalene nucleus exhibits other relations. 
The results of the author’s investigations on the action of sodium 
hydrogen sulphite on naphthalene derivatives (A., 1916, i, 293) 
do not agree with Bucherer’s statements (A., 1904, i, 309; 1905, 
i, 48), and show that the naphthols are not esterified by sulphurous 
acid or sulphites, but first yield additive compounds, which are 
regarded as formed from the ketones isomeric with the naphthols. 
In view of the marked analogy in reaction relationships between 
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the hydrogen atom in the 4-position 
of «-naphthol and that in the 1-position 
of @-naphthol, the constitution [ js 
2favoured for the keto-form of «. 
CH naphthol, although the structure IL is 
H not excluded. Thiele’s theory of con. 
(IL.) jugated double linkings renders it 
probable that the keto-forms of the 
naphthols are but slightly unsaturated. 

The divergent behaviour shown by benzene and naphthalene 
derivatives evidenced in the alkylation of the naphthols in acid 
solution, in the amination of the hydroxy-group and hydrolysis 
of the amino-group, and in the reaction with sulphites, is readily 
explainable on the assumption that the hydroxy- and amino. 
derivatives of the naphthalene series more readily undergo keto. 
enolic transformations than the corresponding compounds of the 
benzene series. Thus, hydroxy-derivatives of naphthalene are 
true enols, whereas the hydroxyl of the monohydroxy! derivatives 
of the benzene series functions as aromatically combined hydroxyl; 
this conclusion is not in accord with the views of Meyer (A., 1913, 
i, 704), but is supported by various reactions of naphthalene deriv- 
atives. Application of the sulphite reaction to the naphthylene- 
1: 5- and -] : 8-diamines results in the formation of the additive 
compound first in one of the substituted rings, the second ring 
remaining intact as a typically aromatic ring. If then the sul- 
phurous acid additive compound is destroyed, the amino-group 
of the second ring reacts on subsequent treatment with sulphurous 
acid ; in this case the second ring exhibits aliphatically-unsaturated, 
and the first aromatic behaviour. The various stages of the reaction 
are in agreement with the author’s views. Zz. &. 8, 


Preparation of Symmetrical Octahydroanthracenes. GxrorG 
ScHROETER and TETRALIN G.M.B.H. (D.R.-P. 352721; from 
Chem. Zentr., 1922, iv, 159).—Purified anthracene, melted or in 
solution, is treated with hydrogen under pressure in the presence 
of catalysts. For example, purified anthracene, m. p. 214°, is 
dissolved in tetrahydronaphthalene and in the presence of a 
catalyst, prepared by precipitation of reduced nickel on fuller’s 
earth, treated with hydrogen at 180—200° under a pressure of 
10—15 atmospheres until a quantity equivalent to four molecules 
is absorbed. The product is fractionated under reduced pressure. 


s-Octahydroanthracene, O8i,<oe Od, forms crystals, m. p. 
72—73°, b. p. 160—162°/11 mm. It forms a monosulphonic acid, 
CeHe< 660,40) >CoHe: With chlorine and bromine crystalline 


halogen substitution products are formed. By oxidation with 
chromium trioxide, 4-keto-s-octahydroanthracene is obtained. The 
symmetrical constitution of the octahydroanthracene is shown by 
the following synthesis. ‘Tetrahydronaphthalene gives with chloro- 
acetyl chloride in the presence of phosphoric oxide «- and £-tetra- 


ORGANIC CHEMISTRY. i. 1137 


hydronaphthoylacetyl chlorides, CygH,,;CO*CH,COCI; the latter 
give with ethyl sodiomalonate ethyl «- and -tetrahydronaphthoyl- 
acetylmalonates, C,9H,,°CO-CH,°CH(CO,Et),, which by hydrolysis 
give a- and 8-tetrahydronaphthoylpropionic acids, 
C,)9H,,°CO-CH,°CH,°CO,H. 
By reduction, these acids yield «- and {-tetrahydronaphthylbutyric 
aids. From the chlorides of these acids cyclic ketones are 
obtained by inner condensation. From 8-tetrahydronaphthylbutyryl 
chloride, 4-keto-s-octahydroanthracene and 4-keto-s-octahydrophen- 
anthrene are obtained and-may be separated by means of 
their semicarbazones. 4-Keto-s-octahydroanthracene yields, on reduc- 
tion, s-octahydroanthracene, m. p. 72—73°, identical with that 
prepared by the catalytic process. Similarly, catalytic s-octahydro- 
anthracene gives on oxidation with chromium trioxide 4-keto-s-octa- 
hydroanthracene identical with the compound obtained in the 
above synthesis. G. W. R. 


Preparation of Symmetrical Octahydrophenanthrenes. 
GzorG SCHROETER and TETRALIN G.M.B.H. (D.R.-P. 352719; 
from Chem. Zentr., 1922, iv, 159—160).—Purified phenanthrene, 
melted or in solution, is hydrogenated in the presence of catalysts. 
For example, phenanthrene, purified by treatment with readily 
fusible or finely divided metals such as sodium, potassium, copper, 
iron, or nickel, or other metallic compounds such as sodamide or 
calcium carbide, is treated with hydrogen at 180—220° at 15 
atmospheres pressure in the presence of a catalyst prepared by 
precipitating nickel on fuller’s earth. The product, b. p. 160— 
170°/13 mm., is purified by way of its sulphonic acid (I) which by 

+(e ’ treatment with hydrochloric acid 
(I) Goel —_— (II.) Gols fH gives ply ace wn 
68 68 (II). The latter compound forms 
crystals, m. p. 16°7°, b. p. 167°5°/13 mm., d*° 1-026. Its constitution 
is demonstrated in the same way as that of the s-octahydro- 
anthracene (see preceding abstract). s-Octahydrophenthrenemono- 
sulphonic acid gives a stable chloride which with dilute aniline 
solution yields a crystalline anilide. G. W. R. 


Diphenylene-ethylene. HrInRICH WIELAND, FRITZ REINDEL, 
and JUAN FERRER (Ber., 1922, 55, [B], 3313—3317).—The pre- 


paration of diphenylene-ethylene [dibenzofulvene], ont > CCH, 


by leading the vapours of fluorene over heated lead oxide has been 
described by Manchot and Krische (A., 1905, i, 142) and by 
Sieglitz and Jassoy (A., 1921, i, 791); repetition of their work 
shows that the product is a mixture of fluorene and bidiphenylene- 
ethylene. For the preparation of the hydrocarbon, 9-methyl- 
fluorenol (Daufresne, A., 1908, i, 164) is mixed with dry aluminium 
phosphate and distilled under diminished pressure; the monomeric 
substance is obtained in only very small yield on account of the 
unusual readiness with which it polymerises at a high temperature. 
The isolated polymeride can be depolymerised by a second heating, 
but the isolation of the monomeride is not possible even by dis- 
VOL. OXXII. i. ied 
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tillation in a high vacuum. The product is therefore converted 
into the crystalline dibromide, broad, lustrous needles, m. p. 143° 
(decomp.), which is debrominated by treating its solution in alcohol 
with zine dust and acetic acid; the operation must be performed 
in artificial light. Diphenylene-ethylene crystallises in lustrous, 
pointed prisms, m. p. 53°. It may be preserved unchanged for 
a few hours if shielded from daylight, but is rapidly polymerised 
when exposed even to diffused daylight or the rays from a mercury 
lamp. In solution, it is considerably more stable; thus, the ethereal 
solution is unchanged after being illuminated during twenty minutes 
by the mercury lamp. Polymerisation is not accelerated by ethereal 
hydrogen chloride. It instantly combines with bromine with 
re-formation of the dibromide. It is readily reduced by hydrogen 
in ethereal solution in the presence of palladium black to 9-methy]l- 
fluorene, m. p. 45—46°. The polymeride, (Cy4Hj9)n, is a chalky, 
amorphous, colourless powder, which commences to soften at 
about 270°, whereby incipient depolymerisation begins. H. W. 


Synthesis of Pyrene. Karu FLEISCHER and EwaLp Retz 
(Ber., 1922, 55, [B], 3280—3290).—A direct synthesis of pyrene 
from naphthalene has been effected by condensing the latter with 
malonyl bromide, reducing the product, again condensing the 
reduction product with malonyl bromide, and submitting the 
compound so produced to a final reduction. 

A solution of malonyl bromide and naphthalene in carbon di- 
sulphide is converted by aluminium chloride into peri-naphth- 
indanedione (annexed formula), decomp. about 265° after darkening 
Pera at 250°, which is identical with the product obtained 

( ) by Errera (A., 1911, i, 465) by the action of naphthalic 

L AZ anhydride on ethyl malonate in the presence of zinc 
chloride; malonyl chloride may be substituted for the 

OC CO bromide with equally good results. A suspension of 
CH the dione in benzene is converted by phosphorus penta- 

2 chloride into 3 : 3-dichloro-1-ketoperinaphthindane, red- 
dish-brown crystals, m. p. about 340° (decomp.). Reduction of the 
dione to the corresponding hydrocarbon can be effected only with 
great difficulty. It is either not affected or converted into amor- 
phous products, which retain the property of solubility in alkali 
hydroxide, by amalgamated zine and hydrochloric acid, zine or 
magnesium, and glacial acetic acid, zinc dust in alkaline solution, 
sodium amalgam, sodium and amyl alcohol or cyclohexanol. 
Treatment with hydriodic acid (d 1-7) and red phosphorus under 
pressure converts the keto- into methylene groups, but the product 
also suffers hydrogenation in the nucleus; since the conditions 
of the reaction cannot be precisely governed, a mixture of hydro- 
genated hydrocarbons is produced. The product can, however, 
be dehydrogenated by passage over freshly-reduced copper at 
500° thereby yielding peritrimethylenenaphthalene (perinaphth- 
indane), m. p. 68—69°, identical with the product isolated by 
Langstein (A., 1910, i, 726) by the degradation of pyrene. It is 
very sensitive towards air. The corresponding picrate crystallises 
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in red needles, m. p. 134—135° after becoming discoloured at 124°, 
whereas the additive compound with 1 : 3 : 5-trinitrobenzene forms 


CH yellow needles, m. p. 159—160° after becoming dis- 
Pte coloured at 130°. 

0Cf \CO  periNaphthindane reacts with malonyl bromide in 
the presence of carbon disulphide and aluminium 
/ ‘¢ chloride to give 1: 3-diketo-1:2:3:4:5:6-hexa- 
Af hydropyrene (annexed formula), a pale yellow, amor- 
phous substance which does not melt below 280°. 
HC! /)CH, It is converted by distillation with zinc dust in a 
\G slow current of hydrogen into pyrene, the identity 
2 of which is established by converting it into the 

picrate, long, red needles, m. p. 215°. H. W. 


Amine Oxidation. VI. Radicles as Intermediate Stages 
in Chemical Reactions. Sreran GoLpscumipT and BERNARD 
Worzscumirt (Ber., 1922, 55, [B], 3216—3220).—A characteristic 
property of organic radicles is their ability to combine with the 
radicles of other elements to form relatively stable additive com- 
pounds. This behaviour may be used in the detection of the 
transitory existence of radicles during the course of a chemical 
reaction provided that the second radicle is not itself changed 
under the experimental conditions used, and that the velocity 
of addition of the radicles is greater than that of the polymerisation 
of the intermediate radicle. From this point of view, the oxidation 
of aniline, p-toluidine, and o-toluidine dissolved in ether by lead 
peroxide in the presence of ignited sodium sulphate and hexa- 
phenylethane has been investigated; anilinotriphenylmethane, 
colourless, hexagonal prisms, m. p. 148—149°, p-toluidinotripheny]l- 
methane, m. p. 176°, and o-toluidinotriphenylmethane, m. p. 142°, 
respectively, are thereby obtained in good yield, thus showing 
that the radicle R-NH- is intermediately produced (which prob- 
ably becomes transformed into R:N: and R-NH,). Under 
similar conditions, diphenylamine yields solely tetraphenylhydr- 
azine; diphenylaminotriphenylmethane cannot be obtained even 
by considerable variation of the experimental conditions. The 
rate of polymerisation of diphenylnitrogen appears to be much 
greater than its velocity of combination with triphenylmethyl. 

The thermal decomposition of hydrazobenzene into azobenzene 
and aniline has been interpreted by Stieglitz and Curme (A., 1913, 
ii, 398) as taking place in accordance with the scheme : NHPh-NHPh 
— PhN‘:+PhNH,, whereas Wieland (1915, i, 850) has considered 
itto occur thus: NHPh:‘NHPh=NPh:NPh+2H. Conclusive evi- 
dence in favour of the latter view is deduced from the observation 
that azobenzene and triphenylmethane are almost quantitatively pro- 
duced when a solution of hydrazobenzene in toluene is boiled with 
triphenylmethyl in an atmosphere of carbon dioxide; the radicle 
thus acts as acceptor of the activated hydrogen. H. W. 


Amine Oxidation. VII. The Oxidation of Aniline. 
Steran GoLpscuMIpT and BERNHARD WourzscumittT (Ber., 1922, 
55, [B], 3220—3227; cf. A., 1920, i, 226)—It has been suggested 

rr2 
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previously that the formation of the different complex products 
of the oxidation of aniline may be due to the intermediate formation 
of benzoquinonephenyldi-imine or to the production and subse- 
quent polymerisation of the radicle PhN:. It is now found that 
it is explicable by the great reactivity of the former, which finds 
its expression in very differing directions. The second suggestion 
is therefore considered to be less probable and is relegated to the 
background. 

Benzoquinonephenyldi-imine is polymerised by glacial acetic or a 
small quantity of hydrochloric acid in the presence of ether almost 
quantitatively to the trimeride, NPh:C,H,(NH:C,H,-NHPh),:NH 
(cf. Willstatter and Kubli, A., 1909, i, 976). It depends essentially 
on the nature and quantity of the added acid whether the di-imine 
is polymerised to emeraldine or to Willstitter’s compound. 

The oxidation of solutions of aniline salts by lead peroxide (ef. 
Bérnstein, A., 1901, i, 375; Majima and Aoki, A., 1911, i, 216, 992) leads 
to the formation of the compound NPRCCG NH Phy CH CNH 


or N PhIO< CH CONEPL) > CNHs It is found that benzoquinone- 
phenyldi-imine reacts readily with aniline to form this substance 
under the conditions selected by Bornstein, and that, in addition, 
Willstatter’s trimeride is produced ;: the latter is not isolated in 
the oxidative experiments, since it undergoes further change. 
According to Bérnstein, azophenine, NPh:0< C(NHEA)-CHS coxph 
8 sien » NE ASONCH:C(NHPh)* 
is a further product of the oxidation of aniline; it is obtained 
when aniline is mixed with dianilinobenzoquinonephenyldi-imine 
in ethereal solution in the presence of a little glacial acetic 
acid. 
The formation of dianilinobenzoquinoneanil, 
-v1—C(NHPh):CHy,,. 
NPh:C<Gi:¢(NHPh)> CO 
by the oxidation of aniline in acetic acid solution by hydrogen 
peroxide has been observed by Schunk and Marchlewski. Since 
benzoquinonephenyldi-imine is readily hydrolysed with loss of 
ammonia to benzoquinonephenylimine, NPh:C,H,:0, it appears 
probable that the anil is produced by condensation of this substance 
with aniline in dilute acid solution. Such condensation is shown 
to take place readily and at the atmospheric temperature in ethereal 
solution in the presence of a little acetic acid. A second possible 
mode for its formation consists in the hydrolysis of Bérnstein’s 
anil; dianilinobenzoquinoneanil is actually formed from this com- 
pound by the prolonged action of dilute hydrochloric acid, but 
not by acetic acid, so that its preparation in this manner during 
oxidative experiments in dilute acetic acid solution appears 
improbable. H. W. 


Formation and Properties of Dithioketones (R,C:S:S) and 
Dithio-ethers (R,S:S). III. Kuvers Gosar NarKk and 
Manavezo DarraTraya AVASARE (T., 1922, 121, 2592—2595). 
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Thiocyanates and Thiocarbimides. XV. The Nature of 
the Intramolecular Rearrangement of Thiocarbimidoacet- 
anilides. ArtTHuUR J. Hitt and Erwin B. Kutsny (J. Amer. 
Chem. Soc., 1922, 44, 2357—2369; cf. A., 1920, i, 681; Beckurts 
and Frerichs, A., 1915, i, 798, 799).—Using the method previously 
described (loc. cit.), the authors have converted the chloroanilides 
used by Beckurts and Frerichs (loc. cit.) successively into the 
corresponding primary amines, dithiocarbamates, carbethoxy- 
dithiocarbamates, and finally the thiocarbimides. The latter are 
so unstable that they rearrange immediately into normal 2-thio- 
hydantoins. That these were normal thiohydantoins was shown 
by their conversion into the corresponding oxyhydantoins, which 
latter were also synthesised from the urethanes of the general 
formula NHR-CO-CH,-NH-CO,Et. Further, it is shown that their 
melting points differ from those of the y-hydantoins described by 
Beckurts and Frerichs. Chloroaceto-p-chloroanilide reacts with 
alcoholic ammonia to give aminoaceto-p-chloroanilide, 
C,H,Cl-NH-CO-CH,:NH,, 

m. p. 64°; and the di-p-chlorophenylamide of diglycolamidic acid, 
(C,H,Cl-NH-CO-CH,).NH, m. p. 170—171°, according to the con- 
ditions. The first-named anilide by the action of ethyl chloro- 
formate is converted into the carbethoxvy-derivative, m. p. 198°, 
and by the action of benzoyl chloride into benzoylaminoaceto-p- 
chloroanilide, m. p. 217—218°. Aminoaceto-p-chloroanilide reacts 
with carbon disulphide in alcoholic solution to give its dithio- 
carbamate, m. p. 155°, and the carbethoxy-derivative gives a 
dithiocarbamate which is unstable and on distillation is converted 
into 2-thio-1-p-chlorophenylhydantoin, m. p. 225—227° (decomp.), 
which is also prepared by the action of mercuric chloride on amino- 
aceto-p-chloroanilide dithiocarbamate. This hydantoin gives 2-thio- 
1-p-chlorophenyl-4-benzylidenehydantoin, m.'p. 257°, and 2-benzyl- 
thiol-1-p-chlorophenyl-4-benzylidenehydantoin, m. p. 176-5°. 1-p- 
Chlorophenylhydantoin, m. p. 174°, was obtained either by the 
action of chloroacetic acid on the corresponding thiohydantoin or 
by the action of alcoholic potassium hydroxide on carbethoxy- 
aminoaceto-p-chloroanilide and yielded 1-p-chlorophenyl-4-benzyl- 
idenehydantoin, m. p. 274°. 

A similar series of compounds has been prepared from chloro- 
aceto-p-anisidide and from chloroaceto-m-toluidide, as follows. 
Aminoaceto-p-anisidide, m. p. 98—99°; the di-p-anisylamide of 
diglycolamidic acid, m. p. 143°; the tri-p-anisylamide of triglycol- 
amidic acid, m. p. 192—193°; carbethoxyaminoaceto-p-anisidide, 
m. p. 154°; aminoaceto-p-anisidide dithiocarbamate, m. p. 140—145° 
(decomp.), and its carbethoxy-derivative ; 2-thio-1-p-anisylhydantoin, 
m. p. 207—209°; 1-p-anisylhydanioin, m. p. 208°; 2-thio-1-p- 
anisyl-4-benzylidenehydantoin, m. p. 203°; 2-benzylthiol-1-p-anisyl- 
4-benzylidenehydantoin, m. p. 174°; 1-p-anisyl-4-benzylidenehydan- 
toin, m. p. 238°. 

Aminoaceto-m-toluidide, m. p. 54—55°; the di-m-tolylamide of 
diglycolamidic acid, m. p. 136°; benzoylaminoaceto-m-toluidide, m. p. 
186°; carbethoxyaminoaceto-m-toluidide, m. p. 103°; aminoaceto-m- 
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toluidide dithiocarbamate, m. p. 138° (decomp.), and its carbethouy. 
derivative, m. p. 113° (decomp.); 2-thio-1-m-tolylhydantoin, m. p. 
187° (decomp.); 1-m-tolylhydantoin, m. p. 123°; 2-thio-1-m-tolyl-4. 
benzylidenehydantoin, m. p. 183°; 2-benzylthiol-1-m-tolyl-4-benzyl. 
tdenehydantoin, m. p. 145°; 1-m-tolyl-4-benzylidenehydantoin, m. p, 
214°. 

The di-p-chlorophenylamide of diglycolamidic acid when warmed 
in acetone solution deposits a crystalline compound, m. p. 250— 
251°, which is apparently produced by the combination of two 
mol. of the secondary amine and one mol. of acetone. The 
diphenylamide of diglycolamidic acid gave a similar compound, 
m. p. 166—167°. W. G. 


The Mobility of Symmetrical Triad Systems. I. The 
Conditions Relating to Systems Terminated by Phenyl 
Groups. CHRISTOPHER KerL_K Ineotp and Henry ALFRED 
Piacorr (T., 1922, 121, 2381—2389). 


5-Aminoacenaphthene. Karu FLeIscHEer and Karu Scuranz 
(Ber., 1922, 55, [B], 3253—3280).—An account is given of an 
extensive series of derivatives of 5-aminoacenaphthene. 

Reduction of 5-aminoacenaphthene in aqueous alcoholic solution 
by means of sodium hyposulphite leads to the formation of a 
mixture of 5-aminoacenaphthene, m. p. 108° (20%), sodium 
acenaphthylsulphamate, C,.Hy-NH*SO,Na (about 50%), and 5-amino- 
acenaphthene-4-sulphonic acid, colourless needles which darken 
without melting at 270° (4%). The production of the sulphamate 
appears to take place in accordance with the equations: 
C,.H,-NO, +2Na,S,0,-+3H,O=C,,H,-NH-OH +4NaHSO, and 
C,,H,-NH-OH +H-SO,Na=C,,H,-NHSO,Na+H,0. It forms 
aggregates of colourless crystals, decomp. above 235° after darken- 
ing at 200°. Acenaphthyl-5-sulphamic acid, Cyy.H,*NH°SO,H, crys- 
tallises in slender, colourless needles, which do not melt below 
270°; it is hydrolysed by boiling hydrochloric acid to 5-amino- 
acenaphthene and sulphuric acid. For the preparation of 5-amino- 
acenaphthene by the reduction of the 5-nitro-compound the pro- 
cedure of Sachs and Mosebach (A., 1910, i, 726; 1911, i, 960) is 
modified in that the crude product of the reaction after removal 
of alcohol is boiled with hydrochloric acid and the base is subse- 
quently liberated by addition of ammonia to the solution; the 
yield is 71% of that theoretically possible. 

5-Aminoacenaphthene is converted by concentrated sulphuric 
acid at 100° into a mixture of di- and tri-sulphonic acids; a more 
dilute acid (80%), under similar conditions, converts it into 
5-aminoacenaphthene-( ?)6-sulphonic acid, almost colourless needles 
(the product is frequently amorphous) which become blackened, 
without melting, at 300°. It couples with diazotised m-nitroaniline 
to yield the compound, NH,°C,,H,(SO,Na):N:°N-C,H,NO,, 4 
brownish-red powder with a metallic lustre. It is conveniently 
diazotised by the addition of hydrochloric acid to an aqueous 
solution of its sodium salt and sodium nitrite, and the dark green 
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diazonium compound couples with §8-naphthol to the dye, 
§0,Na°C,.H,*N:N-C,)H,°OH, a brownish-red, metallic powder. 
5-Aminoacenaphthene reacts with aldehydes in boiling alcoholic 
solution to give normal azomethines, of which the following are 
described : 5-benzylideneaminoacenaphthene, C,.Hy*N:CHPh, pale 
yellow plates, m. p. 67—68° ; 5-0-nitrobenzylideneaminoacenaphthene, 
oblique, brownish-yellow prisms, m. p. 135°; 5-m-nitrobenzylidene- 
aminoacenaphthene, lemon-yellow needles, m. p. 156° after softening 
at 147°; 3-p-nitrobenzylideneaminoacenaphthene, cinnabar-red 
prisms, m. p. 226°; 5-0-chlorobenzylideneaminoacenaphthene, yellow 
needles, m. p. 112—114°; 5-p-chlorobenzylideneaminoacenaphthene, 
yellow, rectangular plates, m. p. 126—128°; 5-o0-hydroxybenzylidene- 
aminoacenaphthene, ochre-yellow, rectangular platelets, m. p. 92— 
93°; 5-p-hydroxybenzylideneaminoacenaphthene, yellow, rhombic 
platelets, m. p. 194—196° ; 5-p-methoxrybenzylideneaminoacenaphthene, 
yellow, oblique prisms, m. p. 85—86°; 5-3’ : 4’-dimethoxy-2’-styryl- 
benzylideneaminoacenaphthene, Cy.H»*N:CH-C,H,(OMe).°CH:CHPh, 
slender, pale yellow needles, m. p. 132—134°; 5-«-furylideneamino- 
acenaphthene, minute, brownish-yellow crystals, m. p. 106—108°. 
The condensation of 5-aminoacenaphthene with the chlorides 
of dibasic acids gives symmetrical diacenaphthyl derivatives of the 
acid amides. The following are described: di-5-acenaphthyl- 
carbamide, CO(NH-C,,H,),, slender, pale brown rods, m. p. 301° 
(decomp.) after darkening at 295°, prepared from the amine and 
carbonyl chloride in the presence of benzene; oxalodi-5-acenaphthyl- 
amide, colourless, slender rodlets, m. p. 274—275° after previous 
darkening; malonodi-5-acenaphthylamide, pale brown, rectangular 
plates, m. p. 222—223° after slight previous softening; diethyl- 
malonodi-5-acenaphthylamide, CEt,(CO-NH-C,.H,)., slender, colour- 
less needles, m. p. 218—220°;  succinodi-5-acenaphthylamide, 
needles, m. p. 288—289° after previous darkening. 
5-Dimethylaminoacenaphthene is conveniently prepared by the 
action of methyl sulphate on 5-aminoacenaphthene in the presence 
of concentrated aqueous sodium acetate solution and removal 
of simultaneously formed monomethyl derivatives by treatment 
of the crude product of the reaction with benzenesulphony] chloride ; 
it crystallises in colourless, rhombic platelets, m. p. 45—46°. It 
gives a picrate, canary-yellow crystals, m. p. 172—174°, and a 
stable methiodide, long, colourless needles, m. p. 177°; it could 
not be caused to react with ethyl bromide. 5-Diethylaminoacenaphth- 
ene, colourless leaflets, m. p. 41—42°, is prepared similarly by the 
use of ethyl sulphate. The corresponding picraie, lemon-yellow 
crystals, m. p. 181—184° after previous softening (decomp: 186°), 
and the unstable methiodide, m. p. 165—-167° (decomp.), are de- 
scribed. The base is not affected by ethyl bromide at 100°. 
5-Aminoacenaphthene exhibits a marked tendency to form 
diacyl derivatives under conditions which in general lead only 
to the production of the mono-compounds. Thus, with benzene- 
sulphonyl chloride in the presence of potassium hydroxide solution 
it gives a mixture of 5-benzenesulphonylaminoacenaphthene, colour- 
less, rhombic platelets, m. p. 198—199° after darkening at 195°, 
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and 5-dibenzenesulphonylaminoacenaphthene, aggregates of colour. 
less prisms, m. p. 220° after previous darkening. The latter sub. 
stance is unaffected by concentrated, aqueous solutions of alkali 
hydroxides, but is converted by sodium ethoxide dissolved jn 
alcohol into the monobenzenesulphonyl compound. Similarly, 
toluene-p-sulphony] chloride yields a mixture of 5-tolwene-p-sul phony. 
aminoacenaphthene, pale yellow rodlets, m. p. 194—195°, and 
5-ditoluene-p-sulphonylaminoacenaphthene, small, colourless pyr. 
amids, m. p. 215—217°, to a dark liquid. 5-Acetylmethylamino. 
acenaphthene has m. p. 124—125°. 

The phenylation of the base could not be accomplished smoothly 
by treatment of it with bromobenzene and copper powder. On 
the other hand, it reacts with chloro-2 : 4-dinitrobenzene in boiling 
alcoholic solution to give 5-2’:4’-dinitroanilinoacenaphthene, cinna- 
bar-red needles, m. p. 177—178°, after previous softening and 
with picryl chloride to yield 5-2’:4’:6’-trinitroanilinoacenaphthene, 
dark red needles which soften at 230° and decompose at a higher 
temperature. 

A diazotised solution of 5-aminoacenaphthene couples with 
sodium §-naphthol-3 : 6-disulphonate with the formation of a 
reddish-violet dye and with sodium «-naphthol-4-sulphonate to 
yield an unstable compound. Reddish-violet dyes are also obtained 
from diazotised 5-aminoacenaphthene-6(?)-sulphonic acid and 
R-salt or sodium «-naphthol-4-sulphonate, but the shades are not 
sufficiently pure to render them technically valuable. 

5-Aminoacenaphthene is converted by chloroacetic acid in the 
presence of sodium acetate into 5-acenaphthylglycine, 

C,.H,*NH°CH,°CO,H, 
plates, m. p. 210—212° (decomp.). The corresponding potassium 
salt becomes carbonised when treated with molten sodamide. 
H. W. 


The Preparation of cycloHexanol. ANnpRf& BrocueEt (Compt. 
rend., 1922, 175, 583—585; cf. A., 1914, i, 645).—Certain aspects 
of the reaction between hydrogen and phenol in presence of reduced 
nickel are dealt with. Values of the specific activity of nickel are 
given for a temperature range of 90°. The reaction should be 
carried out under pressure. No trace of a substance intermediate 
between phenol and cyclohexanol was found. The mechanism of 
the reaction does not depend on the method of hydrogenation, 
which may be effected in either the liquid or vapour phase; in 
the latter case, formation of cyclohexene, cyclohexane, and cyclo- 
hexanone may occur, but this is avoided by working at as low a 
temperature as possible. It is advisable to work with at least 
5% of the catalyst, as repeated use causes the nickel to decrease 
considerably in activity, although such used nickel may be shown 
to be of almost full activity if used for hydrogenation of sodium 
cinnamate. H. J. E. 


The Action of Bromine on Nitrophenol-sulphonic and 
-sulphocarboxylic Acids. Evuxtimp Saketuarios (Ber., 1922, 
55, [B], 2846—2853).—A series of instances has been examined 


um 


in which the sulphonic or carboxylic groups of substituted nitro- 
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phenyl are displaced smoothly by bromine. 
Potassium o-nitrophenol-4 : 6-disulphonate, 
NO,°C,H,(OH)(SO,K),,H,O 
(cf. Charnot and Pratt, A., 1909, i, 641), is obtained conveniently 
by dissolving phenol in fuming sulphuric acid (20%), nitrating the 
product with nitric acid (85%) and sulphuric acid (96%), diluting 
the mixture with water, and precipitating the salt directly by the 
addition of potassium chloride solution. It is reduced by zinc 
and hydrochloric acid or by concentrated sodium hydrogen sulphite 
solution to potassium hydrogen o-aminophenol-4 : 6-disulphonate, 
NH,°C,H,(OH)-(SO,H)(SO3K),H,O. An aqueous solution of the 
potassium salt of the nitro-acid is converted by bromine dissolved in 
glacial acetic acid into potassium 2-bromo-6-nitrophenol-4-sulphonate 
and 4 : 6-dibromo-o-nitrophenol, m. p. 117°5°. The constitution of 
the potassium salt is established by the observations that it is trans- 
formed by further bromination into 4 : 6-dibromo-o-nitrophenol 
and by nitric acid into 2 : 4-dinitro-o-bromophenol, m. p. 118°5°. 

According to Datta (A., 1921, i, 331), the bromination of o-nitro- 
phenol-4-sulphonic acid yields 4: 6-dibromo-o-nitrophenol; _ if, 
however, only one molecular proportion of bromine is used, 6-nitro- 
o-bromophenol-4-sulphonic acid is obtained. The latter acid is 
reduced by zinc dust and hydrochloric acid to 2-bromo-6-amino- 
phenol-4-sulphonic acid, colourless crystals. 

Potassium 2: 6-dinitrophenol-4-sulphonate is converted by 
bromination into 4-bromo-2 : 6-dinitrophenol, m. p. 78° (the m. p. 
85°6° recorded in Richter’s Lexicon is incorrect). 

Potassium hydrogen 3-nitro-5-sulphosalicylate is converted by 
bromine in a similar manner into 4 : 6-dibromo-2-nitrophenol, 
m. p. 117°5°, and potassium 6-bromo-o-nitrophenol-4-sulphonate, 
the constitution of which is established by its further conversion 
into 4: 6-dibromo-o-nitrophenol and 6-bromo-2 : 4-dinitrophenol. 
The nitrosulphosalicylic acid is therefore shown to be 3-nitro- 
5-sulpho-o-hydroxybenzoic acid. H. W. 


Preparation of Di- and Poly-halogen Substitution Products 
of Monohydric Phenols. AxkTIEN-GESELLSCHAFT FUR ANILIN- 
FaBRIKATION (D.R.-P. 349794; from Chem. Zentr., 1922, iv, 45; 
cf. Chemische Werke Ichendorf, A., 1915, i, 674; Holleman, A., 
1918, i, 216; 1921, i, 102).—Tri- and poly-halogen substitution 
products of aromatic hydrocarbons are heated at high temperatures 
under pressure with alkali hydroxides and methyl alcohol, or its 
homologues, with or without addition of other solvents. For 
example, 1:2:4:5-tetrachlorobenzene is heated with sodium 
hydroxide and methyl alcohol, with or without addition of pyridine, 
for about seven hours at 160° under pressure, or with potassium 
hydroxide and alcohol for about ten hours at 200°, or with potassium 
hydroxide and amy] alcohol for sixteen hours at 200° under pressure ; 
whereby 2:4: 5-trichlorophenol is obtained; it forms lustrous 
needles, m. p. 64—65°. 2:4:5-Tribromophenol is similarly pre- 
pared. 2: 5-Dichlorophenol, from 1 : 2 : 4-trichlorobenzene, sodium 
rr 
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hydroxide, and methyl alcohol, has b. p. 211°, m. p. 58°. A mixture 
of polybromonaphthols may be prepared from mixed polybromo. 
naphthalenes by similar means. G. W. R. 


Diphenylphosphoric Acid [Diphenyl Hydrogen Phosphate], 
a Reagent for the Amino-group. A. BrErnton (Ber., 1922, 
55, [B], 3361—3365)—Attempts to cause diphenylphosphoric 
chloride to react with copper glycine suspended in benzene were 
unsuccessful, but the addition of a little water to the mixture 
resulted in the separation of glycine diphenylphosphate, 

_ PO(OPh),-OH,NH,°CH,°CO,H, 

large, quadratic plates, m. p. 177—178°. The acid reacts with 
other amino-acids in aqueous solution, giving salts which crystallise 
in matted needles resembling cotton wool. The following are 
described : alanine diphenylphosphate, m. p. 193°; leucine diphenyl- 
phosphate, m. p. 217°; glutamine diphenylphosphate, m. p. 137°; 
glycylglycine diphenylphosphate, m. p. 178°. Methylamine diphenyl- 
phosphate crystallises in thin, transparent plates, m. p. 78—79°, 
ethylamine diphenylphosphate forms small, colourless crystals, m. p. 
126°, whereas ammonium diphenylphosphate has m. p. 130°. The 
acid, according to observations with acetamide and benzamide, 
does not appear to react with amides. 

Diphenylphosphoric acid (-+-2 aq.) is most conveniently pre- 
pared by gradually adding diphenylphosphoric. chloride to an 
aqueous solution of sodium hydroxide and subsequently warming 
the mixture on the water-bath, whereby the sodium salt (+-5H,0), 
thick plates which melt at 70° in their water of crystallisation, is 
obtained; the free acid is precipitated by the addition of hydro- 
chloric acid to an aqueous solution of the sodium salt. Silver 
diphenylphosphate has m. p. 213°. H. W. 


The Auxiliary Valency of the Hydroxyl Group. I. Hans 
REIHLEN {Z. anorg. Chem., 1922, 123, 173—195).—The author 
reinvestigated the complex salts of pyrocatechol and its derivatives. 
He finds that the co-ordinated complex contains a water molecule, 
and that the reactions are only explained by assuming the co- 
ordination number to be four, and not six as suggested by Wein- 
land (A., 1914, i, 553). Thus the complex with iron as central 
metal is given the formula [Fe(H,O)(O-C,H,°O),]'’". Besides the 
two spheres (inner and outer, non-ionic and ionic), the author 
suggests a sphere between the two—non-ionic, but at the same 
time not under the full influence of the central atom. For example, 
in Grignard’s reaction for the formation of 


C,H,;):O~. H 
Geo) 


the allyl group is only loosely held but is non-ionic. Co-ordination 
is shown to depend, not only on the central atom, but also on 
the character of the negative groups. It is also shown that a 
hydroxyl group attached to the benzene nucleus loses its power 
of exerting auxiliary valency if its hydrogen atom receives ionic 
properties. W. T. 
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The Auxiliary Valency of the Hydroxyl Group. The Com- 
plex Salts of Substituted Pyrocatechol. Hans Retuien and 
ApoLF SAPPER (Z. anorg. Chem., 1922, 124, 275—288).—Several 
complex salts with catechol and its derivatives are prepared; in 
these the author holds that the co-ordination number is four irre- 
spective of the nature of the central atom. ‘To explain the form- 
ation of the compound, the author assumes that the four groups 
are arranged at the corners of a tetrahedron around the central 
atom. The preparation and the properties of the following com- 
pounds are described, [Cu,(C,H,O,),(H,O).|Na,,7H,O. 
(Zn,(C,H,O5)4,H,O).|Na,,18H,O. [Ni(C,H,0,).(H,O),|Na,,18H,0. 

[Ni,(O-C,H,O-CO,Et),(H,O),|Na,,25H,0. 
[Ni,(C;H,O5)19(C;H,O,-OH)H,O}Na,,,45H,0. 
[Ni,(C,H,05)19(C,;H,O,°OH)(OH),|Na,.,50H,0. 
_ [Cdg(C7H,O5)19(C7H,O.°OH) |Na,3,54H,0. 
This cadmium compound is given a cyclic structure. W. T. 


The Constitution of Resorcinol and some of its Derivatives. 
Rent Fasre (Ann. Chim., 1922, 18, 49—116).—The ketonic 
character of resorcinol, shown by Herzig and Zeisel from a study 
of ethylresorcinols (A., 1891, 75), was confirmed from the mole- 
cular refraction of the tetraethyl derivative. Ethylation of 4-chloro- 
resorcinol results in the formation of a mixture of diethyl and 
triethyl derivatives, and in the latter (4-chloro-2 : 2-diethy]l- 
resorcinol ethyl ether) only one of the ethyl groups is present as an 
ethoxy-group, the resorcinol behaving partly as a phenol and partly 
as a ketone. An isomeride of this substance is obtained by the 
action of sulphuryl chloride on triethylresorcinol. Attempts were 
made to obtain other derivatives in which resorcinol functions as 
a ketone (cf. Fuchs and Eisner, A., 1920, i, 545); these were un- 
successful. A study of nitrosoresorcinols showed that the nitroso- 
group enters in the 2-position if the 4-position is already substituted. 
Sodium resorcinoxide combines directly with carbon dioxide, giving, 
under a pressure of six atmospheres at 115—120°, 85% of the 
theoretical yield of sodium 8-resorcylate (cf. Kostanecky, A., 1886, 
242). Similar attempts at fixation of carbon dioxide with 4-chloro- 
resorcinol showed that, as with the nitroso-derivatives, the fixation 
occurs in the 2-position if the 4-position is already substituted. 
§ The condensation of resorcinol with benzaldehyde was effected in 
acetic acid solution, yielding a crystalline product, benzylidene- 
resorcinol, which is soluble in alcohols of high boiling point. The 
substance gives an acetyl derivative of the formula (C,,H,,40,4)o, 
and the inference is drawn that its formula is C,,H,.0,; a study 
of analogous condensation products previously obtained (Lieber- 
mann, Lindenbaum, and Glave, A., 1904, i, 443; Pope and Howard, 
T., 1910, 97, 78) shows it to be similar to these, although a 
crystalline product had not been prepared. Structural formule 
for this and the analogous substances obtained are suggested. 
Benzaldehyde does not react with tetraethylresorcinol, but with 
the triethyl derivative condensation occurs; this appears to 
indicate that the aldehyde is linked in the para-position with 

rr*2 


i. 1148 ABSTRACTS OF CHEMICAL PAPERS. 


respect to one of the hydroxyl groups. Condensation products 
obtained from resorcinol with xanthydrol confirm the con. 
clusion that the most easily replaceable hydrogen atom is that 
which occupies the 4-position, and thus is in the para-position with 
respect to hydroxyl; di-substitution takes place in the 2- and 
4-positions. Although in some cases resorcinol behaves as a ketone, 
in the majority of instances it reacts as a phenol; the former 
type of reaction occurs in the case of condensations effected 
in presence of sodium methoxide, and the replaceable hydrogen is 
then that which is linked to the carbon atom situated between the 
two carbonyl groups. 

The following substances do not appear to have been previously 
described. 4-Chloro-2 : 2-diethylresorcinol 3-ethyl ether, colourless 
needles, m. p. 25°. 4-Chloro-2-nitrosoresorcinol, yellow plates. 
3-Chloro-2 :4-dihydroxybenzoic acid, colourless needles, m. p. 203°. 
3-Chloro-2 : 6-dihydroxybenzoic acid, colourless crystals, m. p. 215— 
216°. 2:4-Dihydroxy-3-xanthylbenzoic acid, colourless crystals, 
turning red and softening without melting at 200°. <Acetylbenzy/- 
ideneresorcinol, colourless, prismatic needles, m. p. 364—366°. 
4-Benzylidene-1 : 2 : 3-triethylresorcinol, colourless needles, decompose 
on heating. Vanillideneresorcinol, pale rose crystals, from acetic acid, 
colourless needles, from benzyl alcohol, decompose on heating; 
acetyl derivative, m. p. 323°. Piperonylideneresorcinol, needles 
turning pink on exposure to light, resinify on heating; acetyl 
derivative, m. p.above 370°. 4-Xanthylresorcinol, colourless needles, 
m. p. 178—179° ; diacetyl derivative, m.p. 242—243°. 2 : 4-Dizxanthy/- 
resorcinol, colourless needles, m. p. 255—257°; diacetyl derivative, 
m. p. 262—263°. 4-Xanthyl-1 : 2-dtethylresorcinol 3-ethyl ether, colour- 
less crystals, m. p. 201—202°. 4-Nitroso-2-xanthylresorcinol, bright, 
dark red crystals, m. p. 212°. 2-Nitroso-4-xanthylresorcinol, golden- 
yellow, hexagonal crystals, m. p. 295—296°. 4-Chloro-2-xanthyl- 
resorcinol, colourless crystals, m. p. 215°. Xanthylquinol, pale 
greenish-yellow crystals, m. p. 215—216°. 2: 3-Dixanthylquindl, 
colourless crystals, m. p. 231—232°. 3-Chloro-2-xanthylquinol, 
colourless crystals, m. p. 236—237°. Xanthylpyrocatechol, yellow 
crystals, m. p. 205—206°. 4: 5-Dixanthylpyrocatechol, colourless 
crystals, m. p. 235—236°. 4-Chloro-3-xanthylpyrocatechol, colourless 
crystals, m. p. 224°. H. J. E. 


Univalent Oxygen. I. Sreran Goxtpscumipt (Ber., 1922, 
55, [B], 3194—3197).—If a solution of guaiacol in ether is treated 
during a few minutes with a large excess of lead peroxide at a low 
temperature, a very unstable green or bluish-green solution 1s 
obtained which exhibits the properties to be expected of a radicle 
with univalent oxygen. It is completely insensitive towards 
oxygen. It is immediately decolorised by quinol, phenylhydrazine, 
or a solution of triphenylmethyl in benzene. It does not react 
with nitric oxide. When cooled to —80°, the solution becomes 
much lighter in colour. The further investigation of the solutions 
and the isolation of any radicle which may be present is 
rendered exceedingly difficult by its great instability. Quan- 
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titative oxidation with phenylhydrazine shows that only a small 
fraction of the guaiacol has been oxidised in the direction 
indicated. | 

Similar observations are made during the oxidation of quinol 
monomethyl ether. The solutions are pure blue in colour and 
extraordinarily unstable. The change of colour with alteration in 
temperature is more pronounced than with guaiacol solutions. 
Under similar conditions, o-cresol gives a blood-red, «-naphthol a 
blue-red, and 8-naphthol a pale green solution. 

It appears reasonable to assume that the blue oxidation 
products of guaiacol and quinol methyl ether are formed by the 
removal of the hydrogen atom of the hydroxyl group, thus 
MeO-C,H,°O-. This view, however, does not appear to be tenable, 
since the reduction product of oxidised guaiacol, after removal of 
guaiacol, can be re-oxidised to the blue substance. The consti- 
tution of the compound is still under investigation. H. W 


Univalent Oxygen. II. Phenanthroxyls. Sreran Go.p- 
SCHMIDT and WaLTER Scumipt (Ber., 1922, 55, [B], 3197—3215; 
ef. preceding abstract).—Phenanthraquinol monomethyl and mono- 
ethyl ethers are readily oxidised to colourless substances which are 
insoluble in alkali hydroxide and are distinguished from the parent 
material by containing one atom of hydrogen less in their molecule. 
They form greenish-yellow solutions which gradually darken when 
preserved. The occurrence of radicle dissociation is established 
by the failure of the solutions to obey Beer’s law and by the depend- 


ence of molecular weight on dilution. The present cases of dis- 


sociation are distinguished by the long period which is necessary 
for the establishment of equilibrium which can be followed by 
periodical determination of molecular weight; constancy of the 
latter and of the colour of the solutions is attained simultaneously. 
The process is complete in about two and a half hours and in 
N/100-solution at the atmospheric temperature about 37% of 
the methyl and 62% of the ethyl compound is dissociated into 
radicles. The constitution of the compounds is discussed in detail, 
and the authors draw the conclusion that the bimolecular products 
are to be regarded as 9-alkoxy(acyloxy)-10-phenanthryl peroxides, 


CoH, ¢—OR RO— (Coy and the unimolecular substances as 


C,H,;C—O——O—C-C,H, 
9-alkoxy(acyloxy)-10-phenanthroxyls Coy GOR . 
” CgH,°C-O-- 
Phenanthraquinol monomethyl ether, GoHayC-OMe colourless 


C,H,°C-OH ’ 

aggregates of small needles, m. p. 103° after darkening at 92°, is 
obtained in small yield by the action of methyl sulphate and 
potassium hydroxide on phenanthraquinol in the complete absence 
of air. The corresponding monoethyl ether (~-EtOH) is prepared 
conveniently by the addition of finely divided phenanthraquinone 
to an ethereal solution of zinc ethyl. The preparation of the mono- 
methyl compound by a corresponding alteration of this method 
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does not appear to be practicable; the course of the change is not 
very obvious, but the ultimate product is phenanthraquinol dimethyl 
ether, needles, m. p. 87°. Phenanthraquinol monoacetate, colour. 
less needles, m. p. 170° (decomp.), is obtained conveniently by 
short treatment of the quinol with hot acetic anhydride. 

Oxidation of the monomethyl ether dissolved in aqueous potass. 
ium hydroxide solution by means of potassium ferricyanide gives 
9-methoxy-10-phenanthryl peroxide, almost colourless crystals, m. p. 
165° (decomp.), to a pale brown mass. The substance combines 
with triphenylmethyl in benzene solution, but the additive com. 
pound shows little tendency to crystallise, and is identified by 
hydrolysing it with dilute sodium hydroxide solution to triphenyl- 
carbinol and the original ether. It is reduced by the action of 
zine dust and glacial acetic acid on its solution in ether to phen- 
anthraquinol monomethy! ether, m. p. 102—103°, and converted 
slowly by oxygen in the presence of benzene to phenanthraquinone. 
It does not react with nitric oxide. 

Phenanthraquinol monoethyl ether is converted by potassium 
ferricyanide in the presence of aqueous potassium hydroxide 
solution or by lead peroxide in the presence of ether and anhydrous 
potassium carbonate into 9-ethory-10-phenanthryl peroxide, almost 
colourless aggregates of needles (+2C,H,), m. p. 138° (decomp.). 
It unites with triphenylmethyl, and the additive compound is 
hydrolysed (as in the case of the methyl compound) to triphenyl- 
carbinol and phenanthraquinol monomethyl ether. It is reduced 
by zine dust and glacial acetic acid, phenylhydrazine, quinol, or 
hydriodic acid to phenanthraquinol monoethyl ether; with the 
reagent last-mentioned, the reduction is practically quantitative. 
The radicle, when dissolved in benzene, is slowly converted by 
oxygen into phenanthraquinone and ultimately into diphenic acid. 
It does not react with nitric oxide. It immediately decolorises a 
solution of bromine in chloroform, by which it is converted into 
phenanthraquinone. It does not react smoothly with potassium 
in the presence of benzene, since the metal is only superficially 
attacked. With potassium phenyl diphenylyl ketone the green 
solution is rapidly decolorised with formation of the potassiwm 
salt which is decomposed with production of the pure ethyl ether. 

Phenanthraquinyl monoacetate, suspended in anhydrous ether, 
is oxidised by lead peroxide to a compound, C,,H3,0,, colourless, 
rhombic crystals, m. p. 208—209° (decomp.). Its solutions in all 
solvents are colourless, even when warmed. In boiling ethyl 
benzoate a yellow colour is observed which is due to decomposition. 
The substance does not react with phenylhydrazine in the presence 
of chloroform. H. W. 


Chlorination of Benzoyl Chloride. I. Epwarp Hope and 
GEORGE CLIFFORD Ritey (T., 1922, 121, 2510—2527). 


Dealkylation of Mixed Secondary Bases by Phosphorus 
Chloride. JuLius von Braun and Joser WEISMANTEL (Ber., 
1922, 55, [B], 3165—3170)—The relative affinity of the alkyl 
groups for nitrogen has been determined for the reaction: 
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NHR'!R? —> NR!R*COPh +? NR'!R*CCI,Ph —> RCI+ 
NR2:CCIPh —> R'CI+-NH,R?. The series may be arranged in 
the sequence: benzyl, methyl, ethyl, propyl, »-butyl; so, for 
example, benzylmethylamine yields methylamine. It is remark- 
able that the order is precisely the same as in the cyanogen bromide 
reaction which is effected at 0°, whereas the present change is 
carried out at about 140°. 

Benzomethylbenzylamide, m. p. 44° (cf. Lander, P., 1903, 19, 
45), is converted by phosphorus pentachloride at 110° and sub- 
sequent treatment with water into benzyl chloride and benzo- 
methylamide, b. p. 164—165°/15 mm., m. p. 80°. Benzomethyl- 
ethylamide, b. p. 163—165°/27 mm. (cf. Titherley, T., 1901, 79, 
407) at 140° yields methyl chloride and benzoethylamide, m. p. 
68°. Benzoethylpropylamide, b. p. 158—160°/12 mm., gives ethyl 
chloride and benzopropylamide. 

When propylamine is treated with benzenesulphony] chloride, the 
resulting amide is converted by n-butyl bromide into benzene- 
sulphonpropyl-n-butylamide, SO,Ph:NPr°C,H,, a colourless liquid, 
b. p. 202—204°/12 mm.; this is transformed in the usual manner 
into propyl-n-butylamine, b. p. 134—135° (hydrochloride, m. p. 
255°). Benzopropyl-n-butylamide is converted by phosphorus penta- 
chloride at 150° into propyl chloride and benzo-n-butylamide. 

H. W 

Preparation of a Basic Aluminium Salicylate. Sociirt 
CHIMIQUE DES Usinges pu RuHOnNE (D.R.-P. 354698; from Chem. 
Zentr., 1922, iv, 377).—A basic aluminium salicylate of the formula 
OH-C,H,°CO,°Al(OH), is obtained by mixing aluminium hydroxide 
with salicylic acid, if necessary, with the application of heat. The 
product is a colourless or slightly red powder. It is distinguished 
from the normal salt by its stability in the presence of water and 
dilute acids and on warming. G. W. R. 


Derivatives of Dulcin. Paut Hermann (Annalen, 1922, 429, 
163—174).—3-Carbamido-6-methoxybenzoic acid has m. p. 187— 
193°, and is soluble in 125 parts of hot [? boiling] water or 400 
parts of water at 15°; the solution has a sour taste. The ethyl 
ester melts at 191—192°. 3-T'hiocarbamido-6-methoxybenzoic acid, 
m. p. 205—206°, is insoluble in cold water, and has a faintly sour 
taste. 3-Carbamido-6-ethoxybenzoic acid forms colourless, small 
needles, m. p. 195—196°, soluble in 40 parts of hot water and in 
660 parts of water at 15°, and has a faintly sour taste. Its ethyl 
ester, m. p. 179-5—180-5°, has a bitter taste. 3-T7'hiocarbamido- 
6-ethoxybenzoic acid forms needles, m. p. 182—183°, and is soluble 
in 90 parts of boiling water; it has a feebly sour taste. 4-Carb- 
amido-1-ethoxynaphthalene forms small needles which sinter at 
205—207°, m. p. 264—265° (decomp.); it has a bitter taste. 
4-Thiocarbamido-1-ethoxynaphthalene has m. p. 210-5—211-5°, and 
has a very bitter taste in alcoholic solution. ‘These substances are 
all formed by the action of potassium cyanate or ammonium thio- 
cyanate on the appropriate amine. 3 : 3-Carbamidebis-6-methoxy- 
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benzoic acid is obtained when methoxyaminobenzoic acid is heated 
with carbamide. It has m. p. 243° (decomp.). uv. &. © 


Anhydrides of N-Carboxylic Acids. Friepricu Fucus (Ber, 
1922, 55, [B], 2943)—In connexion with the recent observations 
of Curtius and Sieber (this vol., i, 721), it is pointed out that phenyl. 


glycine anhydride, NPAT Oey, can be obtained in good yield 


by the action of carbonyl chloride on a cold, alkaline solution of 
phenylglycine. With aniline and alcohols, it gives the anilide and 
esters of phenylglycine. The N-carboxylic anhydride derived from 
p-tolylglycine is more stable and better adapted to further inves. 
tigation than the lower homologue. H. W. 


The Resin Acids of the Conifere. V. The Nitroso- 
chloride, Nitrosite, and Nitrosate of Pinabietic Acid and 
Abietic Acid [Levy]. Constitution of Abietic Acid and 
Abietine. Ossian Ascnan [with Nas Fontett and P. £. 
Srmmota (Ber., 1922, 55, [B], 2944—2959; cf. this vol., i, 221, and 
previous abstracts).—Pinabietic acid has been isolated from pine 
oil and characterised as a homogeneous substance by Aschan and 
his co-workers (A., 1921, i, 669); its constitution has been estab- 
lished except for certain details by Virtanen (A., 1921, i, 669). 
The acid is very similar to the abietic acid of Levy (A., 1907, i, 
947; 1910, i, 11) and Johansson (A., 1920, i, 232). The two acids 
give nitrosochlorides, nitrosites, and nitrosates which are most prob- 
ably identical, and also the same colour changes in Liebermann’s 
cholesterol reaction. It is therefore most probable that the acids 
are structurally identical. Certain differences are, however, 
apparent in their optical properties (as will be shown later) so 
that the possibility of stereoisomerism is not excluded. The 
strongest argument against the structural identity of the acids lay 
in the observation of Levy (loc. cit.) that abietic acid is converted 
by cold potassium permanganate into a well-defined tetrahydroxy- 
acid, C,),H,.(OH),°CO,H, of high melting point, whereas the similarly 
prepared product from pinabietic acid is a crystalline, apparently 
saturated, monocarboxylic acid of low melting point (the details 
of which will be given later). Repetition of Levy’s experiments 
has failed to yield the tetrahydroxy-acid, which is presumed to 
have owed its origin to associated silvic acid. Levy’s abietene 
and Virtanen’s pinabietene must also be regarded as structurally 
identical 7 : 13-dimethyl-2-isopropyl-5 : 6: 7:8:9:10:13:14-octa- 
hydrophenanthrene. For the parent hydrocarbon the name phen- 
octalin is proposed, on account of its similarity to tetralin [tetra- 
hydronaphthalene]. 

[With Nits Fonte and P. E. Smmoxia.}—Pinabietic acid nitroso- 
chloride, HO-N°C,,H,,Cl-CO,H, is prepared by passing hydrogen 
chloride into a solution of pinabietic acid and ethyl or amy] nitrite 
in glacial acetic acid. It crystallises in lustrous, very voluminous 
needles, m. p. 144—145°. (The sodium salt is described.) It is 
converted by a boiling solution of sodium in ethyl alcohol (90%) 
into oximinopinabietic acid, HO-N:C,,H,,°CO,H, a brownish-yellow 
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powder, decomp. about 130° after incipient softening at 120°. The 
nitrosite of pinabietic acid, OPN CygHy9°C0,H, is obtained by 


the gradual addition of concentrated hydrochloric acid to a solution 
of pinabietic acid in benzene which is floating on an aqueous solu- 
tion of sodium nitrite; it is a colourless, voluminous, crystalline 
powder which softens at about 75—76° and is generally completely 
molten at about 120—130°. Pinabietic acid nitrosate, a voluminous, 
yellow powder, decomp. 72—73°, is prepared by the gradual addition 
of concentrated nitric acid (d 1:4) to a well-cooled solution of pin- 
abietic acid and amy] nitrite in glacial acetic acid. 

The following compounds are prepared from abietic acid obtained 
from American colophony by Levy’s method; the specimen used 
was not quite homogeneous, having m. p. 167—170° instead of 
181—183°. Nitrosochloride, m. p. 140°; nitrosite, which softens 
and evolves gas at 76°; nitrosate, a yellow powder which softens 
at 72°. The melting or decomposing points of these substances 
are unchanged by admixture with the respective corresponding 
compounds derived from pinabietic acid. 

Further work (as yet unpublished) makes it probable that pin- 
abietic and abietic acids are completely identical. H. W. 


Attempted Synthesis of Norpinic Acid. Kanar Lan 
GaneuLy (J. Indian Inst. Sci., 1922, 5, 23—28).—Verification of 
the structure of norpinic acid by synthesis is of importance on 
account of its close relationship to pinene and the products derived 
therefrom. An attempt was made to synthesise norpinic acid by 
condensing ethyl «y-dibromo-88-dimethylglutarate, 

CMe,(CHBr-CO,Et),, 
with methylene bromide or iodide by means of sodium in benzene. 
A very small amount of crystalline product, m. p. 172°, which 
might have been cis-norpinic acid, was obtained, but the experiment 
cannot be regarded as successful. E. H. R. 


Condensation of certain Nitriles and Various Polyhydroxy- 
phenols to form Phenolic Acids. Wuson D. LANGLEY and 
Roger ApAms (J. Amer. Chem. Soc., 1922, 44, 2320—2330).— 
Unlike chloroacetonitrile (cf. Sonn, A., 1918, i, 31), 8-chloropro- 
pionitrile does not condense normally with resorcinol. In dry 
ether in the presence of anhydrous zinc chloride and hydrogen 
chloride, B-chloropropionitrile and resorcinol give first a white solid, 
which probably has the annexed constitution. This reacts with 

O water, giving $-2: 4-dihydroxyphenylprop- 

Pitas tonolactone, m. p. 132—133°, which on 
HO ¢:-NH,HCl further heating with water was converted 
CH into the acid, m. p. 165° (Hlasiwetz, An- 
YN : nalen, 1866, 139, 102, gives m. p. 110°, de- 

2 comp.). If the acid is boiled with excess of 


acetic anhydride, §-2-hydroxy-4-acetoxyphenylpropionolactone, m. p. 
112°, is obtained. Acrylonitrile may be used instead of 8-chloropro- 
pionitrile in the above condensation. (-2 : 4-Dimethoxyphenylpro- 
pionic acid, m. p. 102°5—103°5°, was obtained by the direct methyl- 
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ation of the dihydroxy-acid, and by the action of butyl nitrite the 
dihydroxy-acid gave 8-5-nitroso-2 : 4-dihydroxyphenylpropiono. 
lactone, m. p. 147:°5—148°. Resorcinol monomethyl ether and 
8-chloropropionitrile gave $-2-hydroxy-4-methoxyphenylpropionic acid, 
m. p. 138—-139°5°, together with the lactone, and the nitrile, m. p. 
126°5—127-5°, as intermediate products. The suggested mechanism 
of the condensation of resorcinol and of $-chloropropionitrile is as 
follows : 


rh "4 
HO/ NOH HO/ NOH 
O) > Ceti -cxex mae 
Oo 
HO/ HO ane HO’ _ ¢C:NH, HCI 
(CH, CH OCLNH VA, lias 
2 


Under similar conditions, orcinol gives with 8-chloropropionitrile 
or acrylonitrile $-3 : 5-dihydroxy-o-tolylpropionolactone, m. p. 140— 
141°5°. Similarly, phloroglucinol gives §-2 : 4 : 6-trihydroxypheny/- 
propionolactone, a viscous oil. 

Resorcinol and y-chlorobutyronitrile react in dry ether in the 
presence of zinc chloride and hydrogen chloride to give y-2 : 4-di- 
hydroxyphenylbutyric acid, m. p. 118°5—119°, and in this case the 
lactone could not be obtained. W. G. 


Preparation of Sodium and Potassium Phthalimide. 
DauzieL LLEWELLYN HAammMicK and GEORGE HazLEwoop LOocKET 
(T., 1922, 121, 2362—2363). 


Derivatives of Amino-aldehydes. Ericu Rapp (Ber., 1922, 
55, [B], 3174—3179)—A number of attempts are recorded to 
prepare amino-aldehydes of the aliphatic series by the reduction 
of amino-acids in which the basic group is protected by the presence 
of the phthalyl radicle; complete success, however, has not been 
attained. 

Phthalimino-«-hydroxy-propionic and -butyric acids lose carbon 
dioxide when heated with sulphuric acid, but an aldehydo-compound 
cannot be isolated from the resinous substances which are produced 
(Gabriel, A., 1907, i, 625; Gabriel and Colman, A., 1908, i, 274); 
the use of phosphoric acid, thionyl chloride, or hydrochloric acid in 
place of sulphuric acid does not lead to improved results. 

Phthalylglycylanilide, C,H,O,:N-CH,°;CO-NHPh, aggregates otf 
needles, m. p. 227°, is converted by phosphorus pentachloride in 
the presence of benzene into the corresponding chloro-compound, 
C,H,0,:N-CH,°CCLNPh, needles, m. p. about 90°; reduction of the 
imino-chloride with stannous chloride according to the method of 
Sonn and Miiller (A., 1920, i, 58) does not give an aldehydo- 
compound. 

The action of hydrocyanic acid and pyridine on a solution of 
phthalylglycyl chloride in anhydrous ether gives the compound, 
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(,H,O.:-N-CH(CO-CN)-CO-CH,°N:C,H,0,, needles, m. p. 203°5— 
205°5° (decomp.), instead of the expected phthalylglycyl cyanide. 

Attempts to convert phthalylglycylanilide chloride into the corre- 
sponding amidine or to reduce phthalylglycy] esters to aldehydes by 
sodium amalgam in acid solution were unsuccessful. 

Phthalylglycylamide, C,H,0,:N-CH,°CO-NH,, needles, m. p. 257°, 
is converted by thionyl chloride or, preferably, by distillation with 
phosphoric oxide into phthalylglycylonitrile, C,H,0.-N°CH,°CN, four- 
sided plates, m. p. 124—126°, which can also be prepared from 
chloroacetonitrile and potassium phthalimide at 120°. The nitrile 
could not be converted into the corresponding imino-ether, from 
which it might have been reduced to the aldehyde according to 
the method of Heale (A., 1905, i, 490). 

A solution of phthalylglycyl chloride in toluene is reduced by 
hydrogen in the presence of palladised barium sulphate and 
“sulphured ” quinoline in accordance with the procedure of Rosen- 
mund and Zetzsche to phthalimidoacetaldehyde, C,H,0,.-N-CH,°CHO, 
needles, m. p. 113—114°5° (phenylhydrazone, yellow needles, m. p. 
163—165°; owime, clusters of needles, m. p. 166—168°; semi- 
carbazone, needles, m. p. 233—244°). The hydrolysis of phthal- 
imidoacetaldehyde is invariably accompanied by the liberation of 
ammonia. «-Phthalimidopropiony! chloride is similarly reduced to 
a-phthalimidopropaldehyde, C,H,O,:N-CHMe-CHO, needles, m. p. 
108°5—111° (semicarbazone, needles, m. p. 225°5—226°5°), which 
also yields ammonia when hydrolysed by hydrochloric acid. 
Similar unsuccessful results are obtained with compounds contain- 
ing the phthalimido-residue in the §-, y-, or 5-position. The follow- 
ing observations are incidentally recorded. Ethyl @-phthalimido- 
ethylmalonate, C,H,O,:N-CH,°CH,°CH(CO,Et),, is transformed by 
hydrobromic acid (d 1:49) into (-phthalimidoethylmalonic acid, 
needles, m. p. 168° (decomp.) (the ammonium salt and the methyl 
ester, m. p. 64—65°, are described); the decomposition of the 
acid by heat gives a convenient method for the preparation of 
y-phthalimido-n-butyric acid. $-Phthalimido-n-valeric acid is simi- 
larly prepared from y-phthalimido-n-propylmalonic esters ; y-phthal- 
imido-n-propylmalonic acid, C,H,O,:N-[CH,],*CH(CO,H),, has m. p. 
165° (decomp.). 

Phthalylglycylonitrile is converted by a boiling solution of 
sodium methoxide and subsequent treatment with ammonium 
chloride into the ammonium salt, NH,°CO,°C,H,-CO-NH-CH,°CN, 
prisms, m. p. about 240° (decomp.) [the corresponding silver salt, 
needles, and free acid, needles, m. p. 138—139° (decomp.) are 
described]; sodium ethoxide behaves similarly, but yields a less 
pure product. The action of the alkali consists essentially in the 
opening of the ring and does not lead to the production of an iso- 
quinoline derivative, as would be expected from the observations 
of Gabriel and Colman (loc. cit.) on the behaviour of phthalyl- 
glycyl esters under similar conditions. Phthalyl-«-alanylamide, 
C,H,O,:N-CHMe-CO-NH,, m. p. 211—212° (prepared from the 
corresponding chloride and gaseous ammonia in the presence of 
benzene), is converted by distillation with phosphoric oxide into 
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the nitrile, C,H,0,:N-CHMe:CN, four-sided plates, m. p. 139—140°, 
The latter is transformed by sodium ethoxide into the sparingly 
soluble ammonium salt, NH,°CO,°C,H,-CO-NH-CHMe:’CN, which is 
reconverted into the original material when treated with hydro. 
chloric acid. H. W. 


Dyes Derived from ‘‘Saccharin.'’ The Sulpham- 
phthaleins. SikuipxusHAN Dott (T., 1922, 121, 2389—2394). 


The Relationship between the Dimeric Ketens and cyclo- 
Butane-1 : 3-dione and its Derivatives. W. DIECKMANN and 
ApotF WitTMANN (Ber., 1922, 55, [B], 3331—3347).—The dimeric 
alkylketencarboxylic esters and a series of other dimeric ketens 
have been regarded by Schroeter (A., 1917, i, 145; 1920, i, 852) 
as “ polymolecules ”’ in which the monomeric components are not 
united by main or subsidiary atomic valencies, but by molecular 
valencies. This conception has been criticised adversely by 
Staudinger (A., 1920, i, 517). An extended examination of the 
question leads the author to the conclusion that Schroeter’s views 
are untenable. 

Schroeter’s conclusions are based on the established difference 
in properties between the products obtained by the action of chloro- 
formic esters on dialkylcyclobutanedionemonocarboxylic esters and 
those derived by the polymerisation of monomeric alkylketen- 
carboxylic esters. He regards the conception of the former as 


O-derivatives, CMe< 6) COR)ScMe-CO,R, as erroneous. A con- 


sideration of analogous cases leads the author to consider it as 
probable, but conclusive evidence in favour of this view is afforded 
by the observation that methyl 2-ethylcarbonato-1 : 3-dimethylcyclo- 


butene-4-one-3-carboxylate, CMe<C(O'COsE*)S cate-CO,Me, dita 


less crystals, m. p. 66—68°, b. p. 173—175°/11 mm. (obtained from 
ethyl chloroformate and methyl dimethylcyclobutanedionecarb- 
oxylate) differs from ethyl 2-methylcarbonato-1 : 3-dimethylcyclo- 


butene-4-one-3-carboxylate, CMe<E{OCOsMe) >CMe:CO, Ft, a colour- 


less liquid, b. p. 173—175°/11 mm., which does not solidify 
(prepared from methyl chloroformate and ethyl dimethylcyclo- 
butanedionecarboxylate), whereas if, according to Schroeter, the 
new group had become attached to a carbon atom, the compounds 


must be identical, thus CO,Me-CMe<0>CMe-CO, Et. The esters 


when treated with sodium alkyloxide re-form methyl and ethyl 
2 : 4-dimethylcyclobutanedionecarboxylates, respectively. The 
difference of these esters from the dimeric alkylketencarboxylic 
esters cannot be regarded as an argument against the conception 
of the latter as unitary dialkyleyclobutanedionedicarboxylic esters. 

A further argument in favour of the “ polymolecular ”’ structure 
of the dimeric alkylketencarboxylic esters has been based by 
Schroeter (loc. cit.) on their catalytic decomposition in alcoholic 
solution by a trace of sodium alkoxide whereby two molecules of 
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alkylmalonic esters are produced. The same property is, however, 
observed in the acyclic analogues of the dialkylcyclobutanedione- 
carboxylic esters, for example, acetylalkylmalonic ester and ««-di- 
aryl-«-methylacetic esters, which are beyond doubt unitary com- 


pounds containing the group “OOD CR CO,R. All these com- 


pounds resemble the dimeric alkylketencarboxylic esters in that 
they are stable towards boiling alcohol but are catalytically decom- 
osed with evolution of heat when a trace of sodium alkoxide is 
added to the alcoholic solution. Contrary to Schroeter’s assump- 
tion, fusion invariably occurs in such a manner that an acyl and 
not an alkylearbonato-group is eliminated. The following 
examples are quoted: Methyl «-benzoyl-«-methylacetoacetate, 
CH,*CO-CMeBz-CO,Me, colourless crystals, m. p. 79—80°, b. p. 
173—174°/10 mm., prepared by the action of a solution of benzoyl 
chloride in ether on an ethereal suspension of methyl methylsodio- 
acetoacetate, is transformed by methyl alcohol and sodium meth- 
oxide into methyl acetate and methyl «-benzoylpropionate, b. p. 
141—142°/10 mm. Methyl B-acetory-«-methylcinnamate, 
OAc-CPh:CMe-CO,Me, 

b. p. 161°/10 mm., prepared by the action of acetyl chloride on 
methyl «-methylsodiobenzoylacetate in the presence of ether, is 
converted in a similar manner into methyl «-methylbenzoylacetate, 
b. p. 143—144°/10 mm. Methyl acetylmethylacetoacetate 
(CH,*CO),CMe-CO,Me or CH,°C(OAc):CMe-CO,Me, b. p. 108°/13 
mm., gives methyl methylacetoacetate. Ethyl acetylethylmalonate, 
CH,*CO-CEt(CO,Et),, yields ethyl ethylmalonate, whilst methyl 
acetylmethylmalonate is converted into methyl methylmalonate. 

Methyl dimethylacetoacetate is converted by contact with a 
solution of an approximately equivalent quantity of sodium eth- 
oxide in ethyl alcohol during about an hour at the atmospheric 
temperature into ethyl dimethylacetoacetate; after a few days 
it is transformed into ethyl isobutyrate. Ethyl diethylaceto- 
acetate is unchanged by the short action of sodium methoxide in 
methyl alcohol, but after five days it is transformed into methyl 
diethylacetoacetate ; fission does not appear to occur. The esters 
of benzoic, succinic, and phthalic acid suffer transformation in the 
course of a few hours. 

The behaviour of the dimeric alkylketencarboxylic esters towards 
aniline has not yet been fully explained, and appears to require 
further examination. 

Against the conception of the dimeric ketens as ketonic forms, 


RHCOG5 CHR, and the acidic isomerides as enolic varieties, 


R-HCCCOM Sor, of the dialkylcyclobutanediones, it has been 


urged by Schroeter that the latter are indifferent towards the 
alkali metals in inactive solvents. This argument does not appear 
to be valid, since, on the one hand, compounds poor in or free 
from the enolic forms such as alkyl-§-ketocarboxylic esters and 
malonic or alkylmalonic esters react relatively readily with sodium, 
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whereas undoubted enols, for example, phenylhydroresorcinol and 
succinylosuccinic esters, can exhibit the same inactivity towards 
the metal as is observed by Schroeter in the case of the acidic 
forms of the dialkylcyclobutanediones. As further evidence in 
favour of the enolic form, it is shown that the acid dimethylcyclo. 
butanedionecarboxylic ester and the acid diphenylcyclobutanedi- 
one behave as mono-enols when titrated with bromine in alcoholic 
solution, and are stable as such when dissolved in alcohol. The 
behaviour of dimeric phenylketen is in harmony with the conception 
that it is the ketonic form of diphenylcyclobutanedione. Its slow 
conversion into the acid form in indifferent solvents in the absence 
of catalysts and rapid transformation in the presence of alkali are 
precisely similar to the phenomena frequently observed in cases 
of keto-enolic desmotropy. Its conversion by ammonia into 
diphenylacetoacetamide and the acidic diphenylcyclobutanedione is 
readily explained by the assumption of simultaneous enolisation 
and ring fission. H. W. 


The Constitution of the Bile Acids. IV. Reductode- 
hydrocholic Acid. W. Borscnue and F. Hattwass (Ber., 1922, 
55, [8], 3318—3323)—Reductodehydrocholic acid, C,,H,,0;, a 
hydroxy-diketonic acid of the cholic acid series, has been obtained 
previously by the action of sodium amalgam on dehydrocholic 
acid or by electrolytic reduction of the latter at a lead cathode. 
It is now prepared by the catalytic hydrogenation of dehydrocholic 
acid dissolved in glacial acetic acid in the presence of palladium 
black; it crystallises in colourless, slender needles which soften 
at 112° owing to loss of water of crystallisation (the monohydrate 
is described) and have m. p. 186—187°. Reductodehydrocholic 
acid dioxime (cf. Schenck, A., 1910, i, 10) has m. p. 255° (decomp.). 
Ethyl dehydrocholate is converted by aluminium amalgam in the 
presence of ether and benzene into ethyl reductodehydrocholate, 
coarse, colourless prisms, m. p. 153—154° (dioxime, colourless 
leaflets, m. p. 239—240°). Methyl reductodehydrocholate, prepared 
by esterification of the acid, crystallises in coarse needles, m. p. 
155—156°, whereas its dioxime forms colourless leaflets, m. p. 258° 
(slight decomp.). Ethyl reductodehydrocholate is converted by 
distillation under diminished pressure into ethyl diketocholenate, 
long, colourless needles, m. p. 143° (dioxime, unctuous leaflets, 
m. p. 228°; diketocholenic acid, colourless prisms, m. p. 174°), which 

F | is smoothly hydrogenated 

CH CH in alcoholic solution in the 

Y el F di? presence of spongy pallad- 
H,¢ (¢—(H, H,C ¢—(CH, ium to ethyl 6-diketochol- 
OC CH CO HO-HC CH CO anate, m. p. 152—153°, 
5 a Wa Se identical with the com- 
CH, CH, CH, CH, pound described by Borsche 

(I.) (II.) and Wieckhorst (A., 1921, 

f j i, 729). Dehydrocholic acid 


(I) and reductodehydrocholic acid (II) are therefore related to 
one another as indicated by the annexed formule. 
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Reduction of the ketonic group in ethyl «- or 6-diketocholanates 
cannot be effected by means of aluminium amalgam. This is 
more surprising in the case of the «-compound, since «-diketo- 
cholanic acid is readily reduced by sodium amalgam and water to 
a hydroxyketocholanic acid, C,,H,,0, (monohydrate and an- 
hydrous), colourless needles, m. p. about 160° after much softening 
at about 107°, which is probably identical with the acid described 
by Wieland and Boersch (A., 1919, i, 572). The corresponding 
ethyl ester has m. p. 131—132° (Wieland and Boersch, m. p. 133°). 

Bilianic acid is not affected by treatment with sodium amalgam 
in aqueous alkaline solution; its trimethyl ester is only slowly and 
incompletely attacked by aluminium amalgam in the presence of 
moist ether. H. W. 


The Constitution of the Bile Acids. V. Transformations 
from the Cholic to the Lithocholic Acid Series. W. BorscHE 
and F. Hatuwass (Ber., 1922, 55, [B], 3324—3331).—Lithocholic 
acid, C.,H4)O3, has been proved by Wieland and Weyland (A., 
1921, i, 178) to be a normal constituent of bile. It is a mono- 
hydroxycholenic acid which is oxidised by nitric acid to litho- 
bilianic acid, corresponding with bilianic acid; it is therefore 
probable that the hydroxy-group is attached to the same carbon 
atom as in cholic acid. This supposition has now been confirmed 
by the transformation of cholic acid through reductodehydro- 
cholic acid into lithocholic acid. 

Reductodehydrocholic acid (Borsche and Hallwass, preceding 
abstract) is reduced by amalgamated zinc and hydrochloric acid to 
resinous products and cholanic acid. The formation of the latter 
substance is somewhat surprising, since it appears impossible to 
reduce cholic directly to cholanic acid by this method. More 
satisfactory results are obtained by Wolff's method, according to 
which reductodehydrocholic acid disemicarbazone, CygH.0;Ng, a 
white, chalky powder which becomes brown but does not melt 
at about 300°, is heated with an alcoholic solution of sodium eth- 
oxide at 180° (the exact maintenance of the temperature is impor- 
tant), whereby it becomes transformed into lithocholic acid, 
colourless leaflets, m. p. 185—186°, [«]} -+32-72°, in absolute 
alcohol. Direct comparison shows that the acid is identical with 
the product obtained by Wieland and Weyland, the only point 
of difference being that its optical activity is greater. The acid 
is converted by an ethereal solution of diazomethane into methyl 
lithocholate, long needles, m. p. 130°, and by oxidation with nitric 
acid into lithobilianic acid (cf. Wieland and Weyland, loc. cit.). 
It has also been transformed into dehydrolithocholic acid, C,,H5,0., 
leaflets, m. p. 141° (cf. Wieland and Weyland, Joc. cit.), the methyl 
ester of which, colourless leaflets, m. p. 117°, and methyl ester oxime, 
long needles, m. p. 148°, are described. 

Dehydrocholic acid trisemicarbazone, an amorphous powder which 
becomes brown at about 290° and decomposes completely at a 
slightly higher temperature, is converted by a solution of sodium 
ethoxide in alcohol at 200° into cholanic acid. Bilianic acid di- 


i. 1160 ABSTRACTS OF CHEMICAL PAPERS. 


semicarbazone, broad, colourless needles which become brown above 
280°, is transformed in a similar manner into lithobilianic acid, 
m. p. 279° (cf. Wieland and Weyland, loc. cit.); the latter acid 
is obtained rather more readily under precisely similar conditions 
from deoxybilianic acid semicarbazone, C,,H,,0,N3, a colourless, 
amorphous solid, decomp. 215—220°. Methyl lithobilianate, 
C,7H,4,0., crystallises in long, colourless needles, m. p. 112°. 
isolithobilianic acid, small, colourless needles, m. p. 261° 
(decomp.), is obtained by the reduction of isobilianic acid dissolved 
in glacial acetic acid with amalgamated zinc and fuming hydro. 
chloric acid (methyl isolithobilianate crystallises in colourless, lustrous 
leaflets, m. p. 103—104°). For some unexplained reason, and in 
spite of the apparent identity of the conditions, the action does not 
always take place smoothly, and the product frequently contains 
much ‘sodeoxybilianic acid and other intermediate compounds, 
A more certain method for the preparation of isolithobilianic acid 
consists in the treatment of isobilianic acid disemicarbazone (an 
amorphous substance which darkens at about 280° and decomposes 
gradually at a higher temperature) with sodium ethoxide. - 
H. W. 


Preparation of an Unsaturated Bile Acid. J. D. Rizpn1, 
Axt.-Gss. (D.R.-P. 352129; from Chem. Zentr., 1922, iv, 161).— 
Bromine is added to the acid prepared by an earlier patent (A., 
1921, i, 540) and the product treated with alkalis. The dibromide 
obtained by the action of bromine on the acetic acid compound of 
apocholic acid, C,4H3,.0,,C,H,Ox,, is a light yellow, heavy oil. By 
saponification with dilute alkali and addition of excess of dilute 
hydrochloric acid, an unsaturated bile acid, needles, m. p. 245— 
247°, is obtained. It is strongly antiseptic and has therapeutic 
uses. G. W. R. 


Derivatives of Diphenylthiolbenzene. Samurt Smivzs and 
Hueu Graunam (T., 1922, 121, 2506—2510). 


The Solubility and Volatility of the Nitrobenzaldehydes. 
Nevit Vincent Srp@wick and WILFRED MarspEn Dasu (T., 
1922, 121, 2586—2592). 


ar-Aldehydes of Tetrahydronaphthalene. Karu FLEISCHER 
and GREGOR FELDMEIER (Ber., 1922, 55, [B], 3290—3293).—A 
solution of 1-methyl-5 : 6:7: 8-tetrahydronaphthalene in carbon 
disulphide is converted by chromyl chloride dissolved in the same 
solvent at 0° into a chocolate-brown additive compound which is 
decomposed by ice-cold water with the production of small quantities 
of 5:6: 7 : 8-tetrahydronaphthalene-1-aldehyde, a colourless liquid, 
b. p. 130—140° (mainly 135°)/18 mm., which gives a colourless, 
crystalline product with sodium hydrogen sulphite. Similarly, 
2-methyl-5 : 6 : 7 : 8-tetrahydronaphthalene gives 5:6: 7 : 8-tetra- 
hydronaphthalene-2-aldehyde, a colourless, mobile liquid, b. Pp 
150—155°/14 mm. The compound with sodium hydrogen sulphite 
and the semicarbazone, colourless needles, m. p. 221—223°, are 
described. Attempts to isolate an oxime or thiosemicarbazone or 
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to condense the aldehyde with aniline, p-nitroaniline, or phenyl- 
acetonitrile were unsuccessful. H. W. 


Preparation of cycloButanone by the Pyro-chemical 
Decomposition of 1-Hydroxycyclobutane-1-carboxylic Acid. 
N. J. Demsanov and Marre Dosarenko (Ber., 1922, 55, [B], 
2737—-2742).—cycloButanone has previously been a very difficultly 
accessible substance, and only the semicarbazone among its deriv- 
atives has been examined. Its preparation by the pyrogenic 
decomposition of 1-hydroxycyclobutane-l-carboxylic acid is now 
recorded, the yield, according to preliminary experiments, being 
about 15% of that theoretically possible. 

1-Bromocyclobutane-1-carboxylic acid is converted into a mixture 
of 1-hydroxycyclobutane-l-carboxylic acid and its anhydrides by 
treatment with the calculated quantity of potassium carbonate 
in boiling, concentrated aqueous solution (cf. Perkin, T., 1892, 
61, 42); the yield is 94%. Decomposition of the mixture occurs 
mainly at 280—300°, with the production of a mixture of carbon 
monoxide and carbon dioxide, and an acidic distillate containing 
cyclobutanone. The latter is purified through its semicarbazone, 
m. p. 212° (decomp.), or bisulphite compound. It condenses with 
benzaldehyde in aqueous-alcoholic solution in the presence of 
potassium hydroxide to form dibenzylidenecyclobutanone, C,,H,,0, 
leaflets, m. p. 170—171°. 

The anhydrides formed during the preparation of 1-hydroxy- 
cyclobutane-l-carboxylic acid or remaining in the residue when 
it is distilled under reduced pressure have been further examined. 
One of these is crystalline and freely soluble in organic media; 
it has m. p. 65°. Its molecular weight in boiling ether is in agree- 
ment with the formula C,)9H,,0,, whereas in freezing benzene it 
appears to have the composition (C,9H,.0,).. Other anhydrides 
do not crystallise and are insoluble in all the usual media. They 
decompose when heated into carbon monoxide and cyclobutanone. 
They are remarkably stable towards water, by which, however, 
they are decomposed at 150—160°. Analyses are in agreement 
with the formula C,5H,,0, (= 4C;H,0,— 3H,O); the molecular 
complexity is probably much greater, but it could not be deter- 
mined on account of the insolubility of the substances. H. W. 


Action of the Chlorides of Phosphorus on Chlorodimethyl- 
dihydroresorcinol. -Lronarp Eric HInkEeL and WILLIAM 
DupLEy Wiiu1aMs (T., 1922, 121, 2498—2502). 

Oxidation of Phenols. VII. Dehydrogenation of p-Cresol. 
RupoLF PuMMERER, Dona MELAMED, and Hans PuTTFARCKEN 
(Ber., 1922, 55, [B], 3116—3132; cf. A., 1914, i, 714; 1915, i, 417; 


CH, 1919, i, 439, 440, 442).—The oxidation of p-cresol 
a. HH does not appear to take place in the same manner 
as that of «-methyl-8-naphthol. The main product 


f | PO"CoH.Me 


is an unsaturated monoketone, the properties of 
which are in accord with the conception that it 
0 is 2-p-tolyloxy-2 : 3-dihydro-p-benzoquinomethane 
(annexed formula). 
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A solution of p-cresol in aqueous sodium carbonate is gradually 
treated with a saturated solution of potassium ferricyanide at 0”; 
the product which separates is filtered and purified by fractional 
distillation under diminished pressure, whereby there are obtained 
unchanged p-cresol, 2-p-tolylory-2 : 3-dihydro-p-benzoquinomethane, 
3 : 3’-di-p-cresol, colourless needles, m. p. 154°, and a dihydroxy. 
phenol, C,,H,,0,, m. p. 194°, which is identical with the product 
isolated by Fichter and Ackermann (A., 1919, i, 586) by the anodic 
oxidation of p-cresol (the latter authors erroneously attributed to 
it the formula C,,H,,0,); the substance crystallises with one 
molecular proportion of ethyl or methyl alcohol, which is removed 
with considerable difficulty. The corresponding diacetate has 
m. p. 108° (Fichter gives 111°). 2-p-Tolyloxy-2 : 3-dihydro-p-benzo- 
quinomethane (see above) crystallises in colourless leaflets, m. p. 
124°5°. Its molecular weight in freezing benzene is in harmony 
with the formula C,,H,,0,. It is insoluble in cold sodium hydroxide 
solution, but is somewhat dissolved by the warm solution. Con- 
centrated alcoholic potassium hydroxide solution dissolves it com- 
pletely, but it separates unchanged after addition of water. It is 
slowly converted by sodium wire in the presence of anhydrous 
ether into a yellow sodium salt which is transformed by benzoyl 
chloride into the monobenzoyl derivative, C,,H,,03, colourless 
crystals, m. p. 153—154°. Its reluctance to pass into an enolic 
form is evidenced by its inability to react with boiling benzoyl 
chloride, acetyl chloride and pyridine, or phenylearbimide. The 
presence of enol in its alcoholic solution cannot be detected by 
titration with bromine. It couples with p-nitrobenzenediazonium 
hydroxide in alcoholic solution, and slowly dissolves in boiling 
sodium hydrogen sulphite solution, with the production of a 
sulphonic acid in place of a normal bisulphite compound. It 
is coloured bright red by perchloric acid. It yields an oxime, 
C,,H,;0,N, colourless plates, m. p. 203—204°, a phenylhydrazone, 
CopHy ON,, long, colourless needles, m. p. 181—182° after be- 
coming brown at 170° (in an atmosphere of carbon dioxide) and a 
semicarbazone, C,;H,,0,N3, colourless leaflets, m. p. 249—250° 
(decomp.). 

The ketone is transformed by the protracted action of cold, 
strong mineral acids into a dihydroxyphenol, C,,H,,0.,, needles, 
m. p. 158°, which is characterised by conversion into the corre- 
sponding dimethyl ether, C,,H4.(OMe),, coarse, glassy prisms, m. Pp. 


86°. Three of the six 
Me Me Me Me Me . . 
possible dihydroxy- 
(1 * ‘ A. N ( S f ou phenols, Crt On 
are known; the su 
ad ae wh wh ‘CH,’ \/ stance under investi- 
OH OH OH OH OH Siento wnt tee 
1.) (II) (III) sae gh So 
( cal with any of these, 
so that the choice of its constitution lies between the three remaining 
(annexed) ‘formule. 


If the ketone has the constitution assigned to it, it might be 
expected to be readily transformable into 2-p’-tolyloxy-p-cresol 
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lually 


va (annexed formula). This change has not yet been accomplished. 
it 0°: 


2-p’-Tolyloxy-p-cresol, m. p. 33—34°, has, however, 


tional Me been prepared synthetically by heating sodium 
ained § / \0-C,H,Me p-tolyloxide with copper powder and 2-bromo-p- 
hane, § | | cresol (m. p. 54—55°, prepared from 2-amino-p- 
roxy- Vn cresol). It gives a phenylurethane, C,,H,,0,N, slender 
duct needles, m. p. 137—137°5°. The isomeric, 3-p’-tolyl- 
nodic § oxy-p-cresol, coarse,colourless needles resembling asbestos, m. p. 35— 


od to 
one 
Oved 


has 


37°, is prepared from sodium p-tolyloxide, 3-chloro-p-cresol, and cop- 
per powder at 170—190°; it is converted by m-nitrobenzoyl chloride 
in the presence of pyridine at 70° into the corresponding m-nitrobenz- 
oate, rhombic, bipyramidal, pseudotetragonal crystals, a:b:c= 


nzo- § 0-97: 1: 0°46, m. p. 80°. Potassium p-tolyloxide is transformed 
1. p. § by p-nitrobenzyl chloride in the presence of boiling alcohol into 
1ony § p-tolyl p’-nitrobenzyl ether, CgH,Me-O-CH,°C,H,-NO,, long, pale 
xide f yellow needles, m. p. 86—87°, which is reduced by a solution of 
Con- § stannous chloride and hydrogen chloride in glacial acetic acid at 0° 
‘om- § to p-tolyl p’-aminobenzyl ether, m. p. 110° (the pale yellow hydro- 
It is § chloride is described). Attempts to convert the free base through 
fous § its diazonium compound into p-tolyl p’-hydroxybenzyl ether were 
zoyl # unsuccessful, but it is placed beyond doubt that the substance, 
= m. p. 124° (see above), is not formed_in this manner. W. 
olic 

Loy! Synthesis of Fisetole. Apotr Sonn and Susanne FALKEn- 
The § nem (Ber., 1922, 55, [B], 2975—2985).—A number of unsuccessful 
by § attempts to synthesise fisetole [w-hydroxyresacetophenone] are 
um § described. The substance is finally obtained by the condensation 


of resorcinol with carbethoxy- or methylcarbonato-acetonitrile ; 
fission of the ketimide hydrochloride thus produced and elimin- 
ation of the carbalkoxy-group. 


a 2-Acetoxy 5-methoxycoumaranone, OMe’C,H,< C0 A oy CH, pearly 
be- § leaflets, m. p. 62°, is prepared by the action of acetic anhydride and 
1a — anhydrous sodium acetate on methoxycoumaranone. 


2: 4-Dimethoxyphenyl bromomethyl ketone, C,H,(OMe),°CO-CH,Br, 
colourless crystals, m. p. 101—102°, after previous softening, is 
obtained by the action of hydrogen bromide on a solution of bromo- 
acetonitrile and resorcinyl dimethyl ether in anhydrous ether in 
the presence of zine chloride and decomposition of the primary 
product with boiling water. 

2:4-Dihydroxyphenyl bromomethyl ketone, slender, colourless 
needles, m. p. 127° after previous softening, is prepared in a similar 
manner; it is converted by acetic anhydride in the presence of a 
little concentrated sulphuric acid into the corresponding diacetate, 
quadratic prisms, m. p. 76°, whereas acetic anhydride and sodium 
acetate transform it mainly into the diacetate of 5-hydroxycou- 
maranone, m. p. 157°, and a substance, m. p. 118° (m. p. of corre- 
sponding de-acetylated product, 257°) which has not been investig- | 
ated closely, but appears to be derived by the condensation of two 
molecules of w-bromoresacetophenone. 

2: 4-Dihydroxyphenyl iodomethyl ketone, C,H;(OH),*CO-CH,I, long 
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flattened prisms, m. p. 141°, after previous softening to a red liquid, 
is prepared by the action of sodium iodide on the corresponding 
w-chloro-compound dissolved in anhydrous acetone; the diacetate 
crystallises in coarse, flattened prisms, m. p. 97°. 4-Hydrozy. 
2-methoxyphenyl iodomethyl ketone, obtained -in a similar manner to 
the preceding compound, forms needles, m. p. 128°, after previous 
softening. 

Phthalimidoacetonitrile, CgH,4:(CO).:N-CH,°CN, almost colourless, 
thin leaflets, m. p. 124—125° after previous softening (prepared 
from chloroacetonitrile and potassium phthalimide at 140°), could 
not be caused to condense with resorcinol in the desired manner, 
w-Benzoylaminoresacetophenone, CgH,(OH).*°CO-CH,-NHBz, oblique 
prisms, m. p. 255° (decomp.) after darkening and softening at 252° 
(prepared smoothly by the Hoesch reaction from resorcinol and 
hippuryl cyanide), did not prove a convenient source of w-amino- 
resacetophenone, since elimination of the benzoyl group could not 
be effected readily). The latter substance [as hydrochloride, 
decomp. 257° (cf. Tutin, T., 1910, 97, 2512)] is, however, smoothly 
prepared by condensing resorcinol with carbethoxyaminoaceto. 
nitrile to form w-carbethoxyaminoresacetophenone, 

C,H,(OH),*CO-CH,*NH:CO,Et, 
needles, m. p. 156—157° after previous darkening and heating the 
carbethoxy-compound with hydrochloric acid (1 : 1). 

Ethylearbonatoacetonitrile, CN-CH,°O-CO,Et, a colourless, mobile 
liquid, b. p. 127°/50 mm., is obtained by the interaction of glycollo- 
nitrile and ethyl chloroformate in the presence of benzene and 
dimethylaniline; methylcarbonatoacetonitrile has b. p. 116—-118°/46 
mm. ‘he ethyl ester condenses with resorcinol in ethereal solution 
in the presence of hydrogen chloride and zinc chloride to yield 
a ketimide hydrochloride which is decomposed by boiling water 
into w-ethylcarbonatoresacetophenone, CgH,(OH),°CO-CH,*O0-CO,Et, 
colourless, rectangular plates, m. p. 104—105°, to a turbid liquid 
which becomes clear at 107°; the corresponding methyl compound 
crystallises in long, colourless needles, m. p. 157—158°. The 
esters are hydrolysed by 2N-sodium hydroxide solution at the 
atmospheric temperature to fisetole, m. p. 189° after previous 
softening and discoloration [phenylhydrazone, slender, pale yellow 
needles, m. p. 109° (decomp.)]. 

Ethylcarbonatoacetonitrile and resorcinyl dimethyl ether give 
the compound, C,.H,(OMe),°CO-CH,°0-CO,Et, colourless, rectangular 
plates, m. p. 74—75°, from which 2 : 4-dimethoxyphenyl hydroxy- 
methyl ketone is obtained. H. W. 


2 : 4-Dinitrobenzil. Grratp Bisuor and Oscar LIsLE BRADY 
(T., 1922, 121, 2364—2370). 


The Addition of Benzene to p-Benzoquinone. RuvupoLF 
PUMMERER and Ernst PRELL (Ber., 1922, 55, [B], 3105—3116).— 
The addition of benzene to p-benzoquinone takes place at the 
atmospheric temperature with the production of 2 : 5-diphenyl- 
p-benzoquinone, yellow leaflets, m. p. 214°. The solution at first 
becomes intensely blue, owing to the formationtof an additive 
compound of diphenylquinone and aluminium chloride, and then 
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brownish-black as the quinone is gradually reduced by the hydro- 
genating action of the benzene and aluminium chloride. Reaction 
appears to occur in accordance with the scheme : 0:C,H,:O0 ++, 
(,H,Ph(OH), —°S O:C,H,Ph:0 +°% C,H,Ph,(OH),~?= O:CgH,Ph,:0. 
Under similar conditions, p-benzoquinone tetrachloride reacts 
very slowly; it is therefore considered that the primary product 
of the change is a mixed additive compound of aluminium chloride, 
p-benzobenzene, and quinone. 

The derivatives of benzene react more readily and give better 
yields than the parent hydrocarbon. Thus, p-benzoquinone, 
toluene, and aluminium chloride at 0° give 2 : 5-di-p-tolylquinol, 
coarse prisms, m. p. 189° (corresponding di-acetate, m. p. 204°), 
which is oxidised by air in the presence of dilute aqueous sodium 
hydroxide solution to 2: 5-di-p’-tolyl-p-benzoquinone, m. p. 220°. 
The latter substance exists in two modifications, red, monoclinic, 
prismatic crystals, a:b: c¢:: 13035: 1 : 1°7328, B=129° 144’, which 
are obtained by crystallisation from ethyl acetate, and pale yellow, 
delicate leaflets which appear to belong to the triclinic system, but 
which are too ill-defined to permit crystallographical measure- 
ment; they are obtained by evaporation of a solution of the sub- 
stance in benzene. The red modification is obtained when the 
yellow form is warmed on the water-bath and is stable in the dark ; 
on exposure to light it becomes covered with a superficial layer 
of the yellow form. The case appears to be one of dimorphism. 
The action of toluene and aluminium chloride on p-benzoquinone 
in the presence of hydrogen chloride leads to the formation of 
ditolylquinol, m. p. 187—188°, and the quinhydrone of 2: 5-di- 
p-tolylquinone. 

2:5-p: p’-Dihydroxydiphenyl-p-benzoquinone, 

0:C,H,(C,H,°OH),:0, 

small, brownish-red needles, m. p. above 327° after softening and 
blackening at about 287°, is prepared by the gradual addition of a 
solution of phenol in carbon disulphide to a mixture of the latter 
with p-benzoquinone and finely divided aluminium chloride at 0°. 
The corresponding di-acetate, O:C,H,(C,H,°OAc),:O, crystallises in 
aggregates of small prisms, decomp. 260° after softening at 243°. 
A solution of the quinone in rectified spirit is reduced by stannous 
chloride and hydrogen chloride to 2: 5-di-pp’-dihydroxyphenyl- 
quinol, CgH,(OH),(C,H,°OH),, pearly leaflets or small needles, 
m. p. 303°, which is transformed by sodium acetate and acetic 
anhydride into the corresponding tetra-acetate, a colourless, crystalline 
powder, m. p. 250°. 

_ Di-p'-anisyl-p-benzoquinone, long, orange-red needles, m. p. 231°, 
is prepared from p-benzoquinone, anisole, and aluminium chloride 
in the presence of carbon disulphide at 0°. It is reduced by stannous 
chloride to 2 : 5-di-p-anisylquinol, greyish-white leaflets, m. p. 203°. 

H. W. 

Hydroxynaphthaquinones. V. Derivatives of 2-Bromo- 
S-hydroxy-1 : 4-naphthaquinone (Monobromojuglone). ALviNn 
S. WHEELER and B. Naman (J. Amer. Chem. Soc., 1922, 44, 2331— 
2334).—Monobromojuglone (2-bromo-5-hydroxy-1 : 4-naphthaquin- 
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one) (cf. Wheeler and Scott, A., 1919, i, 490) is best prepared by 
suspending juglone in glacial acetic acid and shaking the suspension 
with bromine for fifteen minutes. The dibromide so formed is 
separated by pouring the mixture into water, and is then boiled 
with absolute alcohol, when 2-bromojuglone is obtained. This 
compound gives a benzoate, m. p. 222°, and in alcoholic solution 
with dry hydrogen chloride is converted into 2-chlorojuglone, 
which also gives a benzoate, m. p. 222°. On bromination in hot 
glacial acetic acid, 2-bromojuglone yields 2 : 3-dibromo-5-hydroxy. 
1 : 4-naphthaquinone, m. p. 169°, which gives an acetate, m. p. 172°, 
and by treatment with dry hydrogen chloride in absolute alcohol 
is converted into 2 : 3-dichloro-5-hydroxy-1 : 4-naphthaquinone, 
m. p. 153° (cf. Wheeler and Scott, loc. cit.). When warmed with 
alcoholic sodium hydroxide, dibromojuglone is converted into a 
bromodihydroxynaphthaquinone, in which the bromine atom in posi- 
tion 2 probably remains. This compound is obtained in a yellow 
form, m. p. 192°, which is anhydrous, and in a red form which 
contains 1H,0. W. G. 


1-Hydroxylaminoanthraquinone and some of its Deriv- 
atives. Water H. BeisterR and LauprER W. Jones (J. Amer. 
Chem. Soc., 1922, 44, 2296—2306).—1-Nitroanthraquinone is best 
prepared by warming anthraquinone with fuming nitric acid (d 1-60) 
and crystallising the crude product successively from glacial acetic 
acid, toluene, and acetone. So prepared, it has m. p. 232-5—-233-5° 
(corr.), which is much higher than that usually given in the literature 
(cf. Barnett, ‘‘ Anthracene and Anthraquinone,”’ 1922). The amino- 
compound, prepared by reduction with potassium sulphide, has 
m. p. 252—253° (corr.). When the nitro-compound is reduced in 
pyridine solution by hydrogen sulphide, it yields 1-hydroxylamino- 
anthraquinone, which gives an unstable potassiwm salt. The 
hydroxylamino-compound gives a sulphonic acid derivative which 
dyes wool and silk without a mordant. It gives a deep bluish- 
green solution in alkalis, and from such solutions can be precipi- 
tated unchanged if the solution is not exposed to air. It is a 
fairly strong reducing agent, and is remarkably stable to aldehydes. 
It reacts with diazobenzene in alkaline solution, giving a reddish- 
brown powder, m. p. 140° (decomp.), and gives a carbamido-deriv- 
ative, m. p. 236°. When air is bubbled through its solution in 
sodium hydroxide, 1-nitrosoanthraquinone, m. p. 223—224°, is 
obtained. W.G. 


The Acenaphthene Series. II. Frirz Mayer and HEINRICH 
ScHONFELDER (Ber., 1922, 55, [B], 2972—2974; cf. A., 1920, i, 
301).—It has been shown previously (loc. cit.) that the direct 
bromination of acenaphthenequinone does not give a uniform 
product. It is now found that naphthalic anhydride is produced 
by the action of bromine on acenaphthenequinone dissolved in 
nitrobenzene at 200°. The reaction is not shown by bromine or 
by nitrobenzene separately, or by bromine in the presence of other 
solvents, such as chlorobenzene. } 

Ciba-red, obtained by the bromination of Ciba-scarlet-G-1, 1s 
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shown to contain the bromine atom in the acenaphthene nucleus, 
since when it is boiled with alcoholic potassium hydroxide solution 
it is converted into thiosalicylic acid and 5(or 6)-bromo-1-keto-2- 
aldehydoacenaphthene, greenish-brown needles, m. p. 255°. The 
corresponding anil crystallises in orange-red needles, m. p. 175°, 
whilst the phenylhydrazone forms yellow needles, m. p. 193° 
(decomp.). The aldehyde is oxidised by sodium dichromate in 
the presence of glacial acetic acid to 4-bromonaphthalic anhydride, 
m. p. 215°. * H. W. 


The Camphenilone Group. III. The Homogeneity of 
apoBornylene. apoCyclene, a New Tricyclic Hydrocarbon. 
Gust. Kompra and R. H. Roscuter (Annalen, 1922, 429, 175— 
190).—In continuation of the experiments of Hintikka and Komppa 
(A., 1912, i, 278), it is found that the ozonide, CyH,,03, (now 
CH,-CH--CH described as a solid), m. p. 55°, decomp., obtained 

2 2 from apobornylene, is not formed in theoretical yield. 


| CMe, The reason is that apobornylene prepared from 

OH camphenilone dichloride contains 20~30% of an 
| a al isomeric hydrocarbon apocyclene (annexed formula), 
A \ m. p. 42-5—43°, b. p. 138—139°, d? 0-8710, nj 


CH-——CH .45144, which is the chief product in the hydro- 
carbon mixture obtained by heating methyl camphenilylxanthate, 
b. p. 147°/8 mm. 

The constitution assigned to apocyclene receives support from 
the reaction with acetic acid and sulphuric acid which bring about 
fission at the point indicated by the dotted line in the formula, 
the product being {-fenchocamphoryl acetate, b. p. 81—82°/8 mm. 
This is readily hydrolysed to £-fenchocamphorol, which can be 
identified by oxidation to r-8-fenchocamphorone or to apofencho- 
camphoric acid. C. K. I. 


Essential Oils from Tonkin and Annam. JEAN GATTE- 
rossk (La Parfumerie moderne, 1922, 15, 89—90; from Chem. 
Zentr., 1922, iii, 502—503).—Star anise oil from the fruits and 
flowers of Illictum verum has d*® 0-983; ap) —0° 8’; nZ 1-5546; 
ester number, 9-33; acetyl number, 42-93; solidification point, 9°; 
m. p. 135°. Pompelmus oil from Citrus decumana, obtained by 
distillation, has d!° 0-853; a) +97°; ni 1-4742; ester number, 
13-62; acetyl number, 44-23; citral content, 26% (7%). Basilicum 
oil has d?° 0-936; ap) +4°8’; nip 1-4942; ester number, 20-9; 
acetyl number, 111-06. Camphor oil from young branches has 
d5 ()-936; n3) 1-4704; ester number, 15-67; acetyl number, 64-21. 
Essential oil from Litsewa citrata (May-chang oil) has d®° 0-866; 
t +20° 2’; mn? 1-4620; ester number, 7-65; acetyl number, 
153-07; citral content, 8-15°%. Cathetus fasciculata yields a yellow 
essential oil having d'* 0-885; a —6°5’; nj 1-4790; ester 
number, 7-47; acetyl number, 53-20; aldehyde content, 5-2%; 
also a green oil having d*° 0-886; «) —0° 6’; nj} 1-4772; ester 
number, 10-45; acetyl number, 50-21. Beu-ring oil from the 
leaves of Alpinia or Zingiber, sp., has a pleasant tar-like odour; 
@5 0-902; ap +8°8’; nz 1-4884; ester number, 10-92; acetyl 
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number, 123-57. Sau-mon oil from Cuninghamia sinensis, has a 
strong odour like terpineol, d 0-957; a) —23°6’; nf 1-4932: 
ester number, 21-09; acetyl number, 120-02. Pe-mon oil from 
Fokienia Hodginsii has d®© 0-913; a, +13°; ester number, 23-14; 
acetyl number, 188-34. G. W. R. 


Relation between Ability to form Resins and Chemical 
Constitution. III. A New Method for producing Synthetic 
Resins. W. Herzoc and J. Krerpu (Z. angew. Chem., 1922, 35, 
641—643).—The preparation of a number of synthetic resins is 
described in which organic substances containing the group 
—CO—CH—CH— are heated to temperatures of between 200° 
and 240° in a stream of carbon dioxide for from two to twelve 
hours. Resins can also be obtained from substances containing 
the above group as part of a cyclic ring. Such a substance is 
1-keto-2-cinnamylidenetetrahydronaphthalene, C,g>H,0°CH*CH:CHPh, 
prepared by heating «-ketotetrahydronaphthalene (7-5 grams) and 
cinnamaldehyde (7 grams) in 15 c.c. of alcohol with a few drops of 
concentrated sodium hydroxide. It crystallises from methyl 
alcohol in large yellow leaves (m. p. 182—134°), and dissolves in 
concentrated sulphuric acid, giving a yellowish-red colour. All 
polymerisations of organic substances to resins are ascribed to the 
presence of the group —CO—CH—CH—. H. C. R. 


Rhinanthin and Aucubin. Rhinanthin is Impure Aucubin. 
Marc Bripet and (Miiz) Marie BrRaEcKE (Compt. rend., 1922, 
175, 640—643).—Three analyses of rhinanthin did not yield con- 
cordant results, the carbon content varying from 44 to 48%, and 
as its reactions are similar to those of aucubin, a comparison of 
the two substances was made. The results led to the conclusion 
that rhinanthin is a mixture of aucubin and sucrose. The authors 
consider that as the name “rhinanthin”’ no longer represents a 
distinct substance, it should be abandoned. H. J. E. 


Saponins. VIII. The Saponins from the Leaves of 
Aralia montana, Bl. (Galacturonoid-Saponins and their 
Magnesium and Calcium Salts.) A. W. van pER Haar (Ber., 
1922, 55, [B], 3041—3069).—The leaves of Aralia montana, BI., 
are extracted successively with light petroleum and ether. The 
first extract (3-75% on the material taken) contains a trace of 
alkaloid, much chlorophyll, and a plant wax of which the alcoholic 
component is myricyl alcohol; the second extract (2%) contains 
chlorophyll, a trace of alkaloid, and a small amount of a tannin. 

The powdered leaves and stems contain about 1-6% of saponins 
which are members of at least three groups. Free saponins are 
present in addition to their calcium and magnesium salts; these 
are precipitated by basic, but not by normal, lead acetate. The 
amount of the saponins appears to be variable. In the isolation 
of the saponins, it is necessary that the extraction with methyl 
alcohol (95%) should be followed by treatment with ethyl alcohol 
(45%), since otherwise the salts of the saponins remain undissolved. 
The saponins are poisonous towards fishes and exhibit hemolytic 
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action; the magnesium salt is about three times as potent as the 
free saponin. The aralia saponins give the violet coloration with 
sulphuric acid which is characteristic of the other members of the 
class. The hydrolysis of the saponin can be effected only ‘with 
very unusual difficulty. Proximatic analysis and quantitative 
hydrolysis show the saponin to contain water, 4:8°%; ash, 
18%; d-galacturonic acid, 1-8; pentoses [/-arabinose], 13-3% ; 
methylpentoses, 2:1°% ; hexoses (d-galactose and dextrose), 16-15% ; 
d-galactose, 2%, sapogenin, 50%. Analysis of the magnesium and 
calcium saponins gives : water, 7-2% ; ash, 5-3°% ; d-galacturonic acid, 
7:39% ; arabinose, 8-64°% ; methylpentoses, 6-24°% ; dextrose, 5-6% ; 
d-galactose, 3% ; sapogenins, 31-24. Other saccharides or acids are 
not present. 

Araligenin, colourless needles, m. p. 275°, is readily isolated 
from the crude mixture of sapogenins. It can be sublimed. It 
separates from ethyl alcohol with alcohol of crystallisation which 
is variable in amount, and thus causes the m. p. 301°, 311°, and 
278—274° to be observed. When dried at 150°, all these products 
give a substance which has the same specific rotation (-+71° in a 
mixture of alcohol and pyridine) and identical composition. 
Araligenin dried at 150° is therefore to be regarded as a definite 
chemical individual. It has the composition OH°C,;H4°CO,H. 
It gives the Liebermann cholesterol reaction (violet—> blue—> green). 
It yields a potassium salt, C,,H,,0,K,2H,O, slender, colourless 
needles, which do not melt below 300°, a methyl ester (prepared 
by the action of methyl alcohol and methyl iodide or of methyl 
sulphate on sodium araligenin), m. p. 180° after softening at 120°, 
and a monoacetyl methyl ester, OAc*C,;H*CO,Me, small, colour- 
less needles, m. p. 217—218°. The methyl ester is not hydrolysed 
when heated during two hours with a 10% solution of potassium 
hydroxide in ethyl alcohol (50%), thus affording a very pro- 
nounced example of steric hindrance. The hydroxy-group of 
araligenin, in consequence of steric hindrance due to the proximity 
of the free carboxyl group, cannot be acetylated in the usual 
manner. The operation can, however, be effected smoothly after 
esterification of the carboxyl group. 

Araligenin is converted into a mixture of terpene hydrocarbons, 
carbon dioxide, and water when distilled with zinc dust in an 
atmosphere of hydrogen. The hydrocarbons can be separated by 
distillation with steam into a light, volatile fraction which gives 
a violet coloration with a mixture of glacial acetic and sulphuric 
acids, and a non-volatile residue which gives a blue and subse- 
quently a green colour with the mixture of acids. The volatile 
fraction has exactly the composition (C;H,),. The distillation of 
araligenin with zine dust in an atmosphere of hydrogen is repre- 
sented provisionally by the equation OH-C,;H,9°CO,H = (C;H,); + 
CO, + H,0. H. W. 


Tannins and Similar Substances. II. Chinese Tannin. 
Kart FREUDENBERG and WILHELM Sciasi (Ber., 1922, 55, [B], 
2813—2816).—Doubts as to the homogeneity of Chinese tannin 
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have been strengthened by the observation of Iljin (A., 1914, i, 
567) that it can be separated by repeated precipitation with zinc 
acetate into a fraction of high specific rotation in water [«], + 137-85° 
and one of low optical activity ([a]p + 5-16°). <A repetition of 
Iljin’s experiments with commercial tannin and with the product 
obtained by the authors themselves from Chinese galls has con- 
firmed the accuracy of his observations and has also shown that 


the specific rotations of the fractions, although differing so widely | 


in aqueous solution, are identical when they are dissolved in form- 
amide, acetone, alcohol, glacial acetic acid, or pyridine. An 
explanation of the apparent anomaly is found in the fact that the 
tannin forms a colloidal solution only in water, in which, therefore, 
the magnitude of the specific rotation depends greatly on the degree 
of dispersivity of the particles; this is greatly influenced by the 
presence of minute quantities of impurity, which are gradually 
removed by precipitation in Iljin’s experiments, and can also be 
coagulated and rendered insoluble in ethyl acetate by heating the 
tannin at 100°. Chinese tannin may be regarded as fundamentally 
homogeneous. 

Highly active specimens of the tannin are prepared in the follow- 
ing manner. The galls are extracted with cold water, and the 
extract, after being neutralised with sodium carbonate, is treated 
with ethyl acetate; the product obtained after removal of the 
solvent has [«]p +90° in aqueous solution (3%), and the specific 
rotation is nearly independent of the concentration. Attempts to 
obtain a more active substance by the use of inorganic adsorbents 


(kaolin, etc.) or organic precipitants (starch, albumin, casein) were § 


unsuccessful. If, however, the product is dried in a vacuum at 
100°, and subsequently treated with anhydrous ethyl acetate, a 
small amount of highly coloured material remains undissolved, and 
the activity of the dissolved portion is increased to +-116° in water 
(1%). Two further treatments in the same manner give a 
product which is completely soluble in ethyl acetate, and has the 
constant specific rotation [«]) -+-138° in aqueous solution ee. 
H. W. 


The Formation of Melanin from Organic Substances. 
O. ADLER and W. WiecHowskI (Ber., 1922, 55, [B], 3030—3038 ; 
cf. this vol., i, 498).—The ability of a very large number of organic 
substances to form melanin acids has been examined in the following 
manner. The material under investigation (l—2 dg.) is dissolved 
or suspended in water (10—12 c.c.) and 3—4 drops of N-ferric 
chloride solution are added. The solution is divided into two 
parts, of which one serves as a control. Hydrogen peroxide (3%, 
0:2—0°5 c.c.) is added to the other portion. If the substance is 
capable of producing melanin acids, a dark, sometimes almost 
black, coloration is developed after short heating, or sometimes 
even at the atmospheric temperature. Protracted heating is to 
be avoided, as the melanin acids are readily oxidised further to 
colourless substances. The dark mixture is rendered alkaline 
with sodium hydroxide when the melanin acid dissolves or remains 
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dissolved, as the case may be. The test must be performed in 
neutral or faintly acid solution. 

Under the described conditions, melanin acids are only pro- 
duced from cyclic substances. Compounds belonging to the 
terpene, triphenylmethane, phenanthrene, anthracene, and pyridine 
groups exhibit little or no tendency towards the formation of 
melanin acids. Very marked ability is exhibited by the aniline 
group, phenylhydrazine, and its substitution products, phenols, 
quinone, aromatic monoaldehydes and ketones, aromatic mono- 
carboxylic and phenolmonocarboxylic acids and aromatic amino- 
acids. A positive reaction is given by p-diphenol, benzidine, and 
tolidine, but scarcely by dianisidine. Naphthalene does not yield 
melanin acids, which are yielded by the naphthols and naphthyl- 
amines. Among heterocyclic compounds, thiophenic acid, pyrrole, 
coumarone, indole, and tryptophan give melanin acids. Quinoline 
hydrochloride and the hydroxyquinolines give a faintly and strongly 
positive action respectively. Positive results are also given by 
isoquinoline, acridine, and the representatives of the tropine, 
cinchonine, and morphine groups. 

The entrance of halogen into the nucleus diminishes or abolishes 
the tendency towards the formation of melanin acids, whereas 
the sulphonic group has no restrictive action. Aromatic arsenic 
compounds of the arsenic acid type have only a slight or no ability 
to produce melanin acids, even when they are derived from sub- 
stances which are intensely active in this respect. The presence 
of an amino-group on the nucleus strengthens the ability of a sub- 


| stance to give melanin acids; the nitro-group does not exert a 


restrictive influence. The intensity of the melanin reaction is 
restricted, or production of melanin acids is entirely prevented, by 
the presence of methyl residues *attached to the benzene nucleus. 
The effect of ester or ethereal groups depends to some extent on 
their more or less ready removal or decomposability under the 
influence of the oxidising mixture. As far as has been examined, 
the action of methyl and ethyl esters and methyl ethers of sub- 
stances which themselves give the melanin reaction is positive. 
On the other hand, a negative reaction is observed when a cyclic 
residue is involved in the formation of the ester or ether (for 
example, phenyl salicylate, guaiacyl cinnamate), or when an 
inorganic component is present (guaiacyl carbonate, triguaiacyl 
phosphate). 


Pyranhydrones. III. The Constitution of Diarylmethyl- 
pyrylium Compounds. WitHELM ScHNEIDER and ALBERT 
Ross (Ber., 1922, 55, [B], 2775—2782; cf. Schneider and Meyer, 
A., 1921, i, 680; Schneider and Seebach, A., 1921, i, 877).—The 
compound obtained by the action of acetic anhydride and sublimed 
ferric chloride on a mixture of acetophenone and benzaldehyde 
has been regarded by Dilthey (A., 1916, i, 829) as a 2 : 6-diphenyl- 
4-methylpyrylium salt. This view has been shared by Schneider 
and Seebach (loc. cit.), who obtained the corresponding sulpho- 
acetate by the action of sulphoacetic acid and acetic anhydride 

. $82 
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on acetophenone. It is now found, however, that the same sulpho. 
acetate is prepared by the action of acetic anhydride and sulpho. 
acetic acid on dypnone, and since the product in this instance 
must necessarily be 4 : 6-diphenyl-2-methylpyrylium sulphoacetate, 
it follows that the compounds described previously must also be 
4 : 6-diaryl-2-methylpyrylium compounds. Apparently acetophen. 
one is first transformed into dypnone in the presence of either 
ferric chloride or sulphoacetic acid as catalyst, and this is then 
condensed with the acetic anhydride to give a pyrylium salt. 
Further confirmation of this view is found in the observation that 
w-ethylideneacetophenone and acetophenone react in the presence 
of acetic anhydride and sublimed ferric chloride to give undoubted 
2 : 6-diphenyl-4-methylpyrylium compounds which differ from 
those described previously. 

The formula for the bluish-violet pyranhydrones must therefore 
be so amended that in their molecular complex a molecule of a 
benzenoid 4 : 6-diaryl-2-methyloxonium base is loosely united with 
an ortho-quinonoid 2-methylenpyran. 

Dypnone is transformed by acetic anhydride and sulphoacetic 
acid into 4: 6-diphenyl-2-methylpyrylium sulphoacetate, pale 
yellow needles, m. p. 204°; the corresponding iodide forms red 
crystals, m. p. 222°. 

The additive compound of 2: 6-diphenyl-4-methylpyrylium 
chloride and ferric chloride, a brownish-yellow salt, m. p. 205°5°, 
is prepared by the action of sublimed ferric chloride on phenyl 
propenyl ketone and acetophenone in the presence of acetic an- 
hydride. 2: 6-Diphenyl-4-methylpyryliium bromide crystallises in 
yellow, prismatic needles; it becomes carbonised but does not 
melt when heated; the corresponding iodide forms orange-red 
needles, decomp. above 240°, whereas the perchlorate crystallises 
in slender, lemon-yellow needles, m. p. 273° (decomp.). Addition 
of sodium acetate solution to 2: 6-diphenyl-4-methylpyrylium 
bromide in faintly acid solution results in the formation of a dull 
red, amorphous precipitate, m. p. (indefinite) 155—160° after 
shrinking at 70° and darkening above 95°; the substance appears 
to be a pyranhydrone. H. W. 


Preparation of Thionaphthensulphonic Acid. GzESELI- 
SCHAFT FUR TEERVERWERTUNG M. B. H. and RuDOLF WEISSGERBER 
(D.R.-P. 353932; from Chem. Zentr., 1922, iv, 499).—In the 
sulphonation of thionaphthen, the reaction is conducted in the 
presence of sufficient acetic anhydride to combine with all the 
water present in the sulphuric acid used, and formed in the reaction. 
The free acid is a viscid mass, crystallisable with difficulty. The 
potassium salt forms colourless platelets. The acid decomposes 
when heated at 140° with dilute sulphuric acid, forming thionaphthen 
and sulphuric acid. G. W. R. 


Preparation of Nortropinone and its Derivatives. E. 
Merce, Otto WotrFres, and Horst Marper (Brit. Pat. 177807; 
from Chem. Zentr., 1922, iv, 439).—«8-Dialdehydes or «d-diketones 
are condensed with ammonia or primary amines and an acetone 


ORGANIC CHEMISTRY. i. 1173 


derivative. For example, succinaldehyde is allowed to react 
with the dipotassium derivative of ethyl acetonedicarboxylate, 
ammonia, and ammonium chloride in aqueous solution. Ethyl 
nortropinonecarboxylate is obtained. It forms a picrate and a 
methiodide. 'The condensation product from succinaldehyde, benzyl- 
amine, and the dipotassium derivative of ethyl acetonedicarboxylate 
gives the enol reaction with ferric chloride. By heating with 
dilute sulphuric acid, N-benzylnortropinone is obtained, which yields 
a dibenzylidene compound. Condensation of succinaldehyde with 
glycine hydrochloride and calcium acetonedicarboxylate yields a 
product which does not give the enol reaction and gives a dibenzyl- 
idene derivative with benzaldehyde. Malealdehyde diacetate is 
shaken with 0°1N-sulphuric acid, neutralised with calcium carbon- 
ate, and condensed with methylamine and the dipotassium deriv- 
ative of ethyl acetonedicarboxylate. The monocarboxylic ester 
oe formed (annexed formula) gives, on reduc- 
CH CH CH:CO,Et tion, ethyl tropinonecarboxylate. An homo- 
NMe CO logous ester of tropinonecarboxylic acid is 
CH—CH—CH, obtained by condensation of acetonylacetone 
with the dipotassium salt of ethyl acetone- 
dicarboxylate, methylamine, and methylamine hydrochloride in 
aqueous solution. G. W. R. 


Preparation of Tropinecarboxylic Acid. E. Mrercx, Orro 
Wo tres, and Horst Marpsr (D.R.-P. 354696; from Chem. Zentr., 
1922, iv, 438).—-A mixture of acetonedicarboxylic acid, methyl- 
amine, and succinaldehyde is reduced in the cold in neutral, slightly 
acid, or slightly alkaline solution. For example, a mixture of 
calcium acetonedicarboxylate, succinaldehyde, and methylamine 
is acidified with acetic acid and reduced with 3% sodium amalgam, 
the reaction of the mixture being maintained acid by addition of 
acetic acid. After addition of dilute sulphuric acid and removal 
of calcium sulphate by filtration, the filtrate is concentrated and 
treated with potassium hydroxide. The tropine bases are then 
extracted with ether. The neutralised alkaline solution is con- 
centrated, and shaken with methyl alcohol. The methyl-alcoholic 
solution, after being freed from salts, contains tropinecarboxylic 
acid in the form of several optically inactive isomerides which are 
separable with difficulty. One of them is ecgonine (Willstatter 
and Bode, A., 1903, i, 36), from which the methyl ester, m. p. 122— 
126°, can be obtained. The benzoyl derivative, C,,H,,0,N, m. p. 
79—80°, is identical with optically inactive cocaine. ~~ 4 


Preparation of Tropinonedicarboxylic Esters. E. Merck, 
Otro Wo.Fss, and Horst Marper (D.R.-P. 354950; from Chem. 
Zentr., 1922, iv, 438—439).—Succinaldehyde is condensed in 
alkaline solution with acetonedicarboxylic acid and methylamine 
and the products of reaction are separated without saponification. 
For example, solutions of succinaldehyde in water, ethyl acetone- 
dicarboxylate in ethyl alcohol, and methylamine and potassium 
hydroxide in water are mixed with careful cooling. After several 
hours, the products of reactions are neutralised with acid. After 
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evaporating off the alcohol, the residue is treated with ammonia 
and extracted several times with chloroform. After removal of 
the chloroform by distillation from the extract, ethyl tropinone. 
dicarboxylate remains as a viscid, uncrystallisable oil. It differs 
from the monocarboxylic ester in not forming a solid hydrate 
with water. Heating the ester with acids yields tropinone. The 
monocarboxylic ester is obtained by careful hydrolysis. ‘<i 2 


The Resolution of Tropic Acid and the Stereochemical 
Configuration of the Cinchona Alkaloids. Haroip Kine 
and ALBERT DonaLp PatmeEr (T., 1922, 121, 2577—2586). 


Preparation and Racemisation of Hyoscyamine and its 
Sulphate. A. Goris and P. Costy (Bull. Sci. Pharmacol., 1922, 
29, 113—121; from Chem. Zentr., 1922, iii, 268—269).—Hyos- 
cyamine and atropine may be separated by making use of their 
differing solubilities in cold light petroleum. Hyoscyamine in 
absolute ethyl alcohol has [«]) —20°72°, in 50% ethyl alcohol, 
[a]p —21°89°, in 20% ethyl alcohol, [«]) —23°43°. The sulphates 
of hyoscyamine and atropine may be separated by their differing 
solubilities in ethyl alcohol. The transformation of hyoscyamine 
into atropine only proceeds to a small extent at 100°. It proceeds 
more rapidly when the hyoscyamine is dissolved in a little chloro- 
form. At 118°, hyoscyamine is completely changed into atropine 
in two hours. G. W. R. 


Constitution of the Alkaloids of the Calumba Root. Ernst 
SpdtH and Kart Boum (Ber., 1922, 55, [B], 2985—2995).—In a 
previous communication (Spaéth and Lang, this vol., i, 166), the 


annexed formula (I) has 
OMe” % f ie OMe/ + a been assigned to palma- 
OMe OMe tine. The other alka- 
WV - 2 ‘ VW a ‘ loids of the calumba 
root, columbamine 
te OMe » 4 OMe (Giinzel, A., 1906,i, 976) 
OMe OMe and jatrorrhizine (Feist, 

\W NN . 
Pie, at) Ve Ax» 1908, i, 100) have 


been examined in de- 
tail by Feist, who has drawn the conclusion that they con- 
tain hydroxy- and methoxy-groups and, after complete methyl- 
ation and hydrogenation, give the same final product (annexed 
formula II). Attempts are now described to prepare this compound 
synthetically, but as they are not completely successful, the 
alkaloids themselves have been subjected to re-examination. The 
isolation of columbamine and jatrorrhizine from calumba root is 
effected as described by the previous investigations, but doubts 
are expressed with regard to the homogeneity of the fractions 
which are soluble in potassium carbonate and potassium hydroxide, 
respectively. They have therefore been separately completely 
methylated and subsequently reduced. The observed melting 
points of the products are in agreement with those recorded by 
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Feist for columbamine methyl ether, jatrorrhizine dimethyl ether, 
and their hydro-compounds. The identity of the methylated 
roducts is also confirmed. On the other hand, it is shown both 
chemically and crystallographically that the substances are identical 
with palmatine and tetrahydropalmatine. The relationships of 
the various alkaloids of the calumba root appear therefore to be 
simpler than was expected. There are present, in addition to 
completely methylated palmatine, phenolic bases in which prob- 
ably one or more of the methoxy-groups of palmatine are replaced 
by hydroxy-groups or by phenolic oxygen united to a readily 
eliminable complex. 

The trimethyl ether of homogallic acid reacts with homoveratryl- 
amine at 175° to yield trimethylhomogalloyihomoveratrylamine, 
C,,H,70,N, colourless needles, m. p. 98°, which is readily converted 
by phosphoryl chloride in the presence of boiling toluene into the 
corresponding dihydroisoquinoline derivative, an amorphous, glassy 
substance which is characterised in the form of its purcrate, 
Cy7Hyg01.N,, yellow crystals, m. p. 154—155°. The substance is 
reduced by tin and hydrochloric acid to 6: 7- 


MeoZ WS dimethoxy-1-3' : 4’ : 5'-trimethoxybenzyl-1 : 2:3: 4- 
MeO by sf NH. tetrahydroisoquinoline (annexed formula), an 
\% \Z amorphous solid which is characterised as its 
CH, N-m-nitrobenzoyl compound (also amorphous) 

TN and hydrochloride, colourless needles.” The 


f | subsequent condensation of this compound with 
MeO go methylal and hydrochloric acid does not proceed 
Me ‘Smoothly, yielding a crystalline compound, 

CysH5,0i9No., m. p. 292° (decomp.), in an 
evacuated capillary and an amorphous substance, C,.H,,0;N, 
which appears to be allied to tetrahydroberberine. By greatly 
diminishing the relative quantity of methylal and purifying the 
product of the reaction through the berberinium base, it was found 
possible to isolate a substance, C,,.H,,O;N, which might be identical 
with the pentamethoxy-compound (see above); it was, how- 
ever, amorphous and certainly not identical with Feist’s tetra- 
hydrocolumbamine methyl! ether. H. W. - 


Strychnos Alkaloids. XXXIV. The Preparation of iso- 
Strychnine. Hermann Levucus and Rupotr NirscuHKe (Ber., 
1922, 55, [B], 3171—3174).—isoStrychnine has been obtained by 
Pictet and Bacovescu (A., 1905, i, 815) by the action of water on 
strychnine at 160—180°. Attempts to repeat their work gave the 
substance in only 20—25% yield instead of 70—75% as recorded. 
More successful results were obtained by using a solution of 
ammonia in methyl alcohol. isoStrychnine, C,,H,.0,N,,3H,0, 
prismatic needles, has m. p. 223—224° (particularly in an evacuated 
capillary) instead of 214—215° as recorded. It dissolves in water 
at 100° to the extent of 1 part in 130—140 parts, and not 1 in 65. 
Contrary to Pictet and Bacovescu’s observations, it is optically 
active, having [«]) +24°1° to +25:1° in alcohol and —39-47° to 
—41‘9° in glacial acetic acid. It yields a well-crystallised meth- 
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todide, Cy,H,,0,N,1I,H,O, colourless leaflets, m. p. about 223° 
(decomp.) after softening at 215°. The sulphonic acids obtained 
from it by means of manganese dioxide and sulphurous acid could 
not be caused to crystallise. It is readily oxidised by potassium 
permanganate in the presence of acetone, but characteristic acids, 
notably strychninonic acid or its dihydro-compound, cowld not 
be isolated; it is therefore improbable that strychnine and iso. 
strychnine are related in the same manner as fumaric and maleic 
acids. H. W. 


The Synthesis of Pyrrolidine. Reduction of Pyrrole by 
Catalytic Hydrogenation. N. J. Purocuin (Ber., 1922, 55, 
[BL], 2742—2748).—The catalytic hydrogenation of pyrrole in the 
presence of nickel at 200° (cf. Padoa, A., 1906, i, 530) has been 
examined. The product is subjected to fractional distillation 
and the separate fractions are: characterised by conversion into 
the hydrochlorides, platinichlorides, or picrates. The presence of 
diethylamine, methyl-n-propylamine, -butylamine, n-amylamine, 
ethyl-n-propylamine, pyrrolidine, possibly 4-methylpiperidine, and 
(?) hexahydroindoline or «-n-butylpyrrolidine is established. It 
is remarkable that fission of the pyrrole ring must have occurred 
simultaneously at several different points in order to give the 
simpler compounds here described. The formation of amylamine 
and piperidine derivatives is explained by the primary condensation 
of two molecules of pyrrole followed by an extension of the hetero- 
five-membered to the hetero- six-membered ring. 

The most advantageous method for the preparation of pyrrol- 
idine is that due to Gabriel. Improved methods are described for 
the conversion of y-chlorobutyronitrile by sodium phenoxide into 
y-phenoxybutyronitrile and for the isolation of 8-phenoxy-n-butyl- 
amine by the reduction of the latter; during the change, bis- 
y-phenoxy-n-butyrylamine, (OPh*CH,*CH,°CH,°CO),NH, lustrous 
plates, m. p. 162—163°, and y-phenoxy-n-butyric acid, m. p. 59-5°, 
are also formed. H. W. 


. The Action of Formaldehyde on Pyrrolidine and Piperidine. 
N. J. Purocuin (Ber., 1922, 55, [B], 2749—2753).—Pyrrolidine is 
converted when heated with an equivalent amount of formaldehyde 
(as trioxymethylene) during six hours at 145—150° into 1-hydroxy- 
methylpyrrolidine, VHs°CH2>N.OH,-OH, 1: 1/-methylenedipyrrdl- 
CH,°CH, 
idine, CH,(N< Cer day’) , and resinous substances. The sub- 
stance first named is a yellow, viscous liquid, b. p. 55—56°/30 mm., 
‘which is hydrolysed by dilute hydrochloric acid to pyrrolidine 
hydrochloride and formaldehyde; the change takes place with 
such readiness at the atmospheric temperature that it is impossible 
to prepare the platinichloride, etc., the corresponding compound of 
pyrrolidine being obtained in its place. 1: 1’-Methylenedipyrrolidine 
is a pale yellow liquid of low density, b. p. 94—95°/30 mm.; it 
has a marked tendency towards resinification, so that definite 
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salts can only be prepared with great difficulty. The brown, 
resinous residue left after the distillation is decomposed when 
heated into formaldehyde, pyrrolidine, and apparently an isomeric 
|-hydroxymethyl pyrrolidine, b. p. about 140°/atmospheric pressure. 
Under precisely similar conditions, piperidine is converted by 
trioxymethylene into a mixture of methylpiperidines, b. p. 33— 
35°/35 mm. (apparently 1- and 2-methylpiperidines), and 1: 1’- 
methylenedipiperidine, b. p. 120—122°/25 mm., d}0-9371, dij 
09344, di? 0-9335, nj} 1-4883 (the platinichloride was also prepared). 
H. W. 


Condensation of Collidine with Acetaldehyde. Huizapurd 
Konp6 and Toriz6 TaKkanasuHi (J. Pharm. Soc. Japan, 1922, 
No. 487, 775—780).—When collidine (10 grams) is heated with 
paracetaldehyde (3-63 grams) in a sealed tube at 210° during 
fourteen hours, and the product fractionated under reduced pressure, 
2:4-dimethyl-6-propenylpyridine (2 grams), a colourless oil, b. p. 
110—111°/12 mm., is obtained. The constitution was proved by 
oxidation with 25% nitric acid, when 2: 4-dimethylpyridine- 
6-carboxylic acid (Altar, A., 1887, 378) is formed. The aurichloride, 
yellow, rhombic plates, m. p. 135°; the platinichloride, yellowish- 
brown, thin, rhombic plates, m. p. 205—206°; and the mercuri- 
chloride, colourless needles, m. p. 192—193°, were prepared. When 
reduced by Ladenburg’s method, the base gives 2: 4-dimethyl- 
6-propylpiperidine, a colourless liquid of slightly nicotine-like odour, 
b. p. 184°. The hydrochloride forms needles, m. p. 204—206°, the 
platinichloride, orange-yellow crystals, decomposing at 210°. 


Supposed Cases of Isomerism in the Isatin Series. A. 
Hantzscu (Ber., 1922, 55, [B], 3180—3194)—A further chapter 
in the controversy between Hantzsch and Heller concerning the 
existence of isomerides in the isatin series (cf. Heller, A., 1920, 
i, 766; 1921, i, 891; Heller and Benade, this vol., i, 582; Hantzsch, 
A., 1921, i, 597). 

The existence of the bimolecular alkylisatoids is acknowledged 
and demonstrated by determinations of molecular weight, but the 
various derivatives are not so sharply distinguished from one 
another as Heller and Benade (loc. cit.) have supposed. The 
isomerism of the so-called “isatole”’ with isatin is disproved by 
Heller’s determinations of the molecular weight. Its re-preparation 
has, however, been effected, and it is shown to be derived from a 
complex condensation product of isatin the constitution of which 
will be fully elucidated in a subsequent communication. 

Heller’s ‘‘ dimethylisatin IL’? has been further investigated, 
since it is pointed out that its mode of production is exceptional 
in the series and the constitution ascribed to it is not consonant 
with its properties. Dimethylisatin silver is converted smoothly 
by methyl iodide at the laboratory temperature in the complete 
absence of moisture into dimethylisatinlactim ether, 


CgH,Me,<2>C-0Me, 
8 s* 
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m. p. 137°. The latter readily suffers hydrolysis in that one mole. 
cule of it becomes converted into the free lactim which condenses 
spontaneously with a second molecule of the ether to the so-called 
methylisatoid of the dimethylisatin series (annexed formula). The 


co direct production of this 
‘¢ (OH)-N———C,.H,Me, substance in Heller’s ex- 
CgH,Me,——N-(OMe)C\ 4 af” periments appears to be 


due to the use of an im- 
pure silver salt which only reacts at a higher temperature and to 
incomplete exclusion of moisture. Consequent on the non-existence 
of “ dimethylisatin II,’’ dimethylisatins III and IV also do not 
exist. 

The author draws the general conclusion that isomerides of 
ordinary isatin and its substitution products do not exist. The 
substances which have been regarded as such are complex con- 
densation products. 

According to Heller, the reddish-violet silver salts of isatin and 
its derivatives which react readily with methyl iodide are to be 
regarded as O-salts, whereas the grey, indifferent compounds are 
N-salts. According to the author, all pure silver salts of the 
isatins are never grey except when they are contaminated by 
co-precipitated silver oxide. The grey salts are very readily 
formed from the more feebly acidic methylated isatins or solutions 
of their alkali salts by reason of their extensive hydrolysis. 

[With Warner Meryer.}—An improved method for the pro- 
duction of 5 : 7-dimethylisatin is described in detail. 

Pure silver salts of isatin and its derivatives are prepared by 
dissolving these substances in boiling alcohol and gradually adding 
a filtered aqueous solution of silver acetate (prepared from silver 
nitrate and sodium acetate). The precipitates are filtered, washed 
with alcohol (50%), and dried to constant weight at 100° or in a 
desiccator. The average yield is 60—70% of that theoretically 
possible. For their conversion into alkyl derivatives, the dry 
silver salt is moistened with anhydrous ether and treated with 
rather less than two molecular proportions of alkyl iodide. The 
mixture is placed in a desiccator shielded from light. The alkyl 
compounds are extracted with dry benzene in the absence of 
moisture and precipitated from the solutions by addition of light 
petroleum. The following compounds are thus prepared: isatin 
O-methyl ether, m. p. 101°; ethyl ether, m. p. 52°; n-propyl 
ether, m. p. 72°; isoamyl ether, m. p. about 40°; methyl ethers of 
5-bromoisatin, m. p. 147°; 5-chloroisatin, m. p. 144°; 5-methyl- 
isatin, m. p. 134°; 5: 7-dibromoisatin, m. p. 158°; 5 : 7-dimethyl- 
isatin, m. p. 137°. All the ethers are readily hydrolysed by aqueous 
alcohol to the original isatins. With the exception of the dibromo- 
(and probably also dichloro-) compounds they are hydrolysed by 
acetic acid or by atmospheric moisture to the isatoid monoalkyl 
ethers. The latter substances when rapidly heated darken at 
about 6—8° below their melting points, which are never definite, 
and at which total decomposition occurs. The following constants 
are recorded : isatoid monomethyl ether, C,,H,,0,N,, m. p. about 
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226°; ethyl ether, m. p. about 228°; propyl ether, m. p. about 
189°; dimethylisatoid monomethy] ether, m. p. about 235°; tetra- 
methylisatoid monomethyl ether, m. p. about 245°; dichloro- 
jsatoid monomethyl ether, m. p. about 239°; dibromoisatoid 
monomethyl ether, m. p. about 246°. 

Isatindianil, A et >C:NPh, m. p. 210°, is readily 
obtained when a solution of the lactim ether (1 mol.) and aniline 
(2 mols.) in benzene is heated on the water-bath for about half 
an hour and the benzene as it evaporates is replaced by alcohol. 
It dissolves in alcoholic potassium hydroxide to a reddish-violet 
solution. The blue coloration attributed to the solution by Heller 
is due to the presence of monoanil. 

Isatin-«-benzyloxime, CoH, <yp > C:N-0-CH,Ph, yellow crystals, 
m. p. 128° (prepared from isatin lactim ether and «-benzylhydroxyl- 
amine), yields blue alkali salts, differing in this respect from the 
dianil. H. W. 


Preparation of 8-Thionaphthisatin. Socirmry or CHEMICAL 
InpUSTRY IN BasLE (Brit. Pat. 186859)—8-Thionaphthisatin is 
obtained by the interaction of oxalyl chloride and $-thionaphthol 
in presence or absence of a diluent or a condensing agent. It 
forms a red, crystalline powder, m. p. 153°, and is a valuable dye- 
intermediate. As an example of the preparation, 160 parts of 6-thio- 
naphthol may be mixed with 635 parts of oxalyl chloride, and 
after stirring some hours at the ordinary temperature the mixture 
is heated to the boiling point. The excess of oxalyl chloride is 
distilled off, and the @-thionaphthisatin extracted from the residue 
with aqueous sodium carbonate and reprecipitated from the extract 
with hydrochloric acid. Some of the oxalyl chloride may, if 
desired, be replaced by carbon disulphide, and aluminium chloride 
or sulphuric acid may be added as the condensing agent. G. F. M. 


Manufacture of Amino-alcohols of the Quinoline Series. 
Soctery oF CuEmiIcAL InDustRY IN BASLE (Brit. Pat. 185913).— 
Amino-alcohols derived from 2-phenylquinoline-4-carboxylic acid 
are obtained by converting the acid, its ester, or nitrile into a 
2-phenyl-4-quinolyl alkyl ketone and either reducing the latter 
through its oximino-compound to the 2-phenylquinolyl-4-amino- 
alcohol, or causing the ketone, halogenised in the alkyl group, to 
react with an amine or substituted amine and reducing the 2-pheny]- 
4-quinolyl aminoalkyl ketone thus produced to the corresponding 
a The reactions are represented by the following 
scheme : 


I. C,NH;Ph C808 C.NH,Ph-CO-CH,:CO,Et “S C,NH;Ph-COMe. 
II. C.NH;Ph-ON M&M C,NH,;Ph-CMe:N-MgI“! C,NH,Ph-COMe. 
III. C,NH;Ph-CO-CH, —> C,NH,;Ph-CO-CH:N-OH _*, 
C,NH;Ph-CH(OH)-CH,"NHg. 
IV. C,NH;Ph:CO-CH, —> C,NH;Ph-CO-CH, Br —> 
C,NH,;Ph-CO-CH,:NMe, _* a emcee ei 
s&s 
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Ethyl 2-phenylquinoline-4-formylacetate, CjNH;Ph-CO-CH,°CO,Et, 
prepared by condensing ethyl acetate with ethyl 2-phenylquinoline. 
4-carboxylate, forms yellow prisms, m. p. 52—54°. By ketonic 
hydrolysis it is converted into 2-phenyl-4-quinolyl methyl ketone, 
CyNH;Ph-COMe, yellow crystals, m. p. 75°. Its hydrobromide 
forms yellow crystals, m. p. 240°. Its oximino-compound is 
obtained as sodium salt by the action of amyl nitrite and sodium 
ethoxide in benzene solution. Liberated by the addition of acetic 
acid, it forms yellow crystals, m. p. 182° (decomp.). 2-Pheny]- 
4-quinolyl methyl ketone can be prepared alternatively from 
4-cyano-2-phenylquinoline by means of the Grignard reagent as 
indicated in scheme II above. 2-Phenyl-4-quinolyl bromomethyl 
ketone is obtained by brominating the ketone in concentrated 
hydrobromic acid or in organic solvents. The free base forms 
bright yellow crystals, m. p. 91°. Its hydrobromide also forms 
intensely yellow crystals, m. p. about 225°. On treatment of the 
bromoalkyl ketones (1 mol.) with 3 mols. of an amine the corre- 
sponding aminoalkyl ketones are formed. As these substances are 
not very stable, they are best isolated as their hydrochlorides. 
The preparation of the following is described : 2-phenyl-4-quinalyl 
dimethylaminomethyl keione, of which the monohydrochloride is a 
bright yellow, crystalline powder, m. p. 208° (decomp.); 2-phenyl- 
4-qguinolyl diethylaminomethyl ketone, forming a monohydrobromide 
in bright yellow, felted needles, m. p. 164° (decomp.); and 
2-phenyl-4-quinolyl piperidinomethyl ketone, giving a monohydro- 
chloride, m. p. 235°; and a monohydrobromide, m. p. 241° 
(decomp. in each case). From the above ketones by hydrogenation 
in presence of platinum black, or from the oximino-ketone by 
reduction with zinc dust and formic acid, the corresponding amino- 
alcohols are obtained (schemes III and IV). The free bases are 
precipitated from aqueous solutions of their salts in amorphous 
form. They soon become brown on exposure to air, but form stable 
mono-acid salts sparingly soluble in water, and diacid salts freely 
soluble in water. 2-Phenyl-4-quinolylaminoethanol dihydrochloride, 
C,NH;Ph-CH(OH)-CH,*NH,,2HCl, forms yellow crystals, m. p. 
145°. 2-Phenyl-4-quinolyldimethylaminoethanol dihydrochloride is a 
pale yellow powder, m. p. 175° (decomp.). The corresponding 
diethyl compound gives a dihydrochloride, m. p. 180°, and the 
piperidino-compound a similar salt, m. p. 199°. G. F. M. 


Aldehyde Compounds of Hydroxy-amines and the Partial 
Acylation of these Amines. Max Brremann, REINHOLD 
Utpets, and Francisco Camacuo (Ber., 1922, 55, [B], 2796— 
2812).—Many examples are given of the use of the aldehydic 
compounds of hydroxy-bases, particularly with respect to the 
purification of hydroxy-amines and their partial acylation. 

p-Aminophenyl benzoate, m. p. 148°, is prepared by a slight 
modification of the method of Reddelien and Danilof (this vol., 


C — 
i, 148). 2:4:5-Triphenyloxazolidine, TAPE NED>CHPA, is con- 


verted by benzoyl chloride in the presence of pyridine and subse- 
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quent treatment of the product with hydrochloric acid into the 
N-benzoate of isodiphenylhydroxyethylamine, m. p. 223° (cf. 
Auwers and Sonnenstuhl, A., 1904, i, 1054). 

Almost exclusive acylation of the amino-group of hydroxy- 
bases can be effected by means of acyl polysulphides of the type 
R:CO-S,-COR. These compounds react rapidly with basic amino- 
groups, with the formation of acid amides and hydrogen sulphide 
(sulphur is also liberated from the polysulphides), whereas the alco- 
holic and phenolic hydroxy-groups are not normally affected. Thus 
|.tyrosine ethyl ester is transformed by benzoyl disulphide in boiling 
alcoholic solution into the N-benzoyl ester, m. p. 120—121° (corr.), 
from which the corresponding N-l-benzoy]l acid, m. p. 164°, identical 
with that prepared by Fischer by resolution of synthetic r-benzoyl- 
tyrosine, is obtained. Similarly, o-aminophenol and p-amino- 
phenol are transformed into o-benzoylaminophenol, m. p. 169—171°, 
and p-benzoylaminophenol in excellent yield. 

The removal of an acyl group from the nitrogen atom of fully 
acylated hydroxy-amino-compounds can frequently be effected by 
the use of phosphorus pentachloride and alcohol (cf. Bergmann, 
Brand, and Dreyer, A., 1921, i, 444). As an example of the applic- 
ability of the method, o-aminophenol is transformed into its di- 
benzoyl derivative, m. p. 179°, which is treated with phosphorus 
pentachloride at 100°; after distillation of phosphoryl chloride, the 
residue is treated with ethyl alcohol at 0°, whereby 0-aminophenyl 
benzoate hydrochloride, slender needles, m. p. 149° (decomp.), is 
obtained in 89% yield. The salt is not so unstable as has been 
assumed previously. When heated above its melting point, warmed 
with water, or treated with cold sodium acetate solution, it is, 
however, transformed into o-hydroxybenzanilide, which undergoes 


partial conversion into 2-phenylbenzoxazole, CoH, <Q>CPh, m. p. 


103°. The presence of the unsubstituted amino-group in the salt 
is demonstrated by its diazotisation and subsequent coupling with 
dimethylaniline to the dye, NMe,*C,H,-N:N-C,H,°CO,Ph, red plates, 
m. p. 116°. 

The preparative applicability of aldehydic compounds of hydroxy- 
bases is illustrated in the case of certain derivatives of phenetidine. 
The base is converted by glycide at 0° into a mixture of the secondary 
and tertiary amines containing one or two dihydroxypropy] residues 
which can only be separated with difficulty by fractional crystal- 
lisation. The mixture is treated with freshly distilled formaldehyde 
solution at the atmospheric temperature, whereby the secondary 
base is transformed into 3-p-ethoxyphenyl-5-hydroxymethyloxazol- 


idine, OEt-C Hy NCC He GH CHsOH pp. 135—145°/0-3—0-4 


mm., m. p. 57—59°, which is readily separated from the tertiary 
base by fractional distillation. The oxazolidine derivative is 
readily decomposed by oxalic acid in alcoholic solution into 
8y-dihydroxypropylphenetidine oxalate, m. p. 161—163°, from which 
the free base, OEt-C,H,-NH-CH,-CH(OH)-CH,:OH, m. p. 90—92°, 
is isolated. The further action of formaldehyde on the oxazolidine 
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derivative in the presence of hydrochloric acid leads to the pro. 
duction of N-methyl-N-Gy-dihydroxypropylphenetidine, 
OEt-C,H,*-NMe-CH,-CH(OH)-CH,-0H,0-5H,0, 

m. p. 51—53°, the identity of which is established by its formation 
from N-methylphenetidine and glycide. In a similar manner, the 
mixture of bases obtained from p-phenetidine, ethylene chloro. 
hydrin, and sodium iodide is treated with formaldehyde and the 
product is distilled, giving thereby 3-p-ethoryphenyloxazolidine, 


CH, 
OEt-C,H,: N<cu, b. p. about 140°/4 mm., m. p. 78—80°; 


the latter is transformed by dilute acids into B-hydroxyethylphenet- 
idine, colourless leaflets, m. p. 5|0—51° (hydrogen oxalate, m. p. 139— 
140°). The base is transformed by the further action of form. 
aldehyde in the presence of hydrochloric acid into N-methyl- 6- hydr- 
oxyethyl phenetidine, OEt-C,H,*NMe-CH,-CH,-0H, b. p. 130°/0-5 mm., 
m. p. 388—39°. The benzoic ‘ester of the latter, microscopic prisms 
or hexagonal plates, m. p. 78°, is obtained by means of benzoyl 
chloride in the presence of pyridine. 

8-Hydroxyethylphenetidine is transformed by benzaldehyde into 


CH,N-C,H,OEt 
2-phenyl-3-p-ethoxy phenyloxazolidine, cH,<~ . 


O—¢HPh > “ien- 
der, colourless needles, m. p. 72—73°. 

In place of formaldehyde, which gives products of exceptionally 
low boiling point, other aldehydes or ketones may be employed, 
thus allowing a modification of the physical properties of the deriv- 
atives and also of their mode of production and decomposition. 

H. W. 


Diethylrhodanine. CiirrorD SHattuck Lzonarp (Medd. K. 
Vetenskapsakad. Nobel-Inst., 1922, 4, No. 14, 1—13).—With the 
object of studying the effect of ring sulphur in a substance which 


might be expected to have narcotic properties, diethylrhodanine, 
CO-CEt, 
NH ages, was prepared, by condensing «-bromo-«-ethylbutyric 


acid with ammonium dithiocarbamate. It crystallises in needles, 
m. p. 107°5°._ When injected into a rabbit, intramuscularly when 
dissolved in oil or intravenously when dissolved in sodium hydrogen 
carbonate solution, it had a narcotic effect slightly greater than 
that of veronal but with a quicker recovery. Given by the mouth, 
it was inactive. On account of its low solubility in water (1 in 3000 
at 18°), it can have no practical therapeutic value. The bearing 
of the substance on the theory of narcosis is indecisive. E. H. R. 


Selenium Organic Compounds. I. Synthesis of 4-Seleno- 
2-methylquinazolone, 2-Phenylbenzoselenazole, and some 
Derivatives of the Latter. Marston Taytor Bogert and 
YU-Gwan Coen (J. Amer. Chem. Soc., 1922, 44, 2352—-2357).— 
o-Aminobenzoselenamide, m. p. 116° (corr.), was obtained in very 
poor yield by saturating a solution of anthranilonitrile in absolute 
alcohol at 0° with dry hydrogen selenide and dry ammonia and 
heating the product in a sealed tube at 105—110° for ten hours. 
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4.-Seleno-2-methylquinazalone, m. p. 213°5° (corr.), was synthesised 
from anthranilonitrile by several methods, and found to be rather 
unstable. On exposure to light and air, it slowly decomposed with 
separation of finely divided metallic selenium and formation af 
2-methy1l-4-quinazolone. 

2-Phenylbenzoselenazole (cf. Fromm and Martin, A., 1913, i, 
1323) was best prepared by gently boiling benzylideneaniline for 
three days on a sand-bath with selenium dust. On nitration in 
sulphuric acid solution at below 0°, it gave 6-nitro-2-phenylbenzo- 
selenazole, m. p. 202°4° (corr.). On reduction with tin and hydro- 
chloric acid, this yielded 6-amino-2-phenylbenzoselenazole, m. p. 
201:2—202°3° (corr.), giving an acetyl derivative, m. p. 188°1— 
188°7° (corr.), and a benzylidene derivative, m. p. 156°7—157°6° 
(corr.). The amine, when diazotised and the product coupled with 
8-naphthol, gave 2-phenylbenzoselenazole-azo-8-naphthol, m. p. 284°2° 
(corr.), which dyed silk a fine pink. The diazotised amine was 
similarly coupled with a number of phenols and amines, and most 
of the azo-compounds dyed silk. If the nitration of the phenyl- 
benzoselenazole was pushed further (?) 4 : 6-dinitro-2-phenylbenzo- 
selenazole, m. p. 246°8° (corr.), was obtained and on reduction gave 
(?) 4: 6-diamino-2-phenylbenzoselenazole, m. p. 269—270°5°, which 
yielded a diacetyl derivative, m. p. 239°5—240°5°, and a dibenzylidene 
derivative, m. p. 186—187°. The diamine was diazotised and 
coupled with a number of phenols and amines, giving new selenium 
azo-dyes. WwW 


3-Chloro-1-alkylpyrazoles and  1-Alkylpyrazol-3-one. 
C. A. RosAuN (Ber., 1922, 55, [B], 2959—2971).—1-Alky] derivatives 
of 3-chloropyrazole are formed by the alkylation of chloromethyl- 
pyrazole under certain conditions. In each case, two isomerides 
are obtained by the alkylation of 3-methyl- or 3-phenyl-pyrazol- 
ones, among which | : 5-dimethylpyrazol-3-one has been almost 
certainly identified. 

5-Chloro-3-methylpyrazole dissolved in anhydrous ether is con- 
verted by sodium into its soluble sodium salt, which is transformed 
by a slight excess of methyl iodide at 100° into 3-chloro-1 : 5- 

CMe.CH , s 
ocr plate-like crystals, m. p. 45— 
47°, b. p. 208—210° (slight decomp.) /atmospheric pressure, 138°/72 
mm. ‘The substance may also be prepared by the action of methyl 
toluene-p-sulphonate on the sodium compound; in this case, 
5-chloro-1 : 3-dimethylpyrazole, b. p. 155—160°, is also produced. 
The course of the reaction is somewhat unusual, and is most readily 
explained by an initial addition of methyl iodide and subsequent 
elimination of sodium iodide in accordance with the scheme: 

NNa-CCl I NNa:CCl 17 N==CCl 

} MeN : 
NNome-GH ~~ on, *<cme-da > “°’<cmedx: ™ 
validity of the constitution assigned to the product depends on a 
comparison of its properties with those of previously described 
chlorodimethylpyrazoles and the demonstration that it contains 
an unsubstituted CH group in position 4 and a methyl group 


dimethylpyrazole, NMe 
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attached to the nitrogen atom in position 1 as evidenced by its 
insolubility in alkali hydroxide and its conversion into 3-chloro-4. 
nitroso-1 : 5-dimethylpyrazole, green needles, m. p. 87°, and 3-chloro. 
4-bromo-1 : 5-dimethylpyrazole, long needles, m. p. 56°. 3-Chloro. 
1 : 5-dimethylpyrazole 2-methiodide, colourless, crystalline leaflets, 
decomp. 184°, is prepared by the successive action of methyl 
sulphate and potassium iodide on the parent pyrazole. 3-Chloro. 
5-methyl-1-ethylpyrazole, an almost colourless liquid, b. p. 216— 
218°/atmospheric pressure, is obtained by the action of ethyl 
iodide on the sodium derivative of 5-chloro-3-methylpyrazole; it 
is converted by bromine in the presence of glacial acetic acid into 
3-chloro-4-bromo-5-methyl-1-ethylpyrazole, m. p. 39°. 3-Chloro-5. 
methyl-1-benzylpyrazole, b. p. 295—300°, is obtained in a similar 
manner. 

5-Chloro-3-phenylpyrazole is converted by successive treatment 
with sodium and methyl alcohol and methyl toluene-p-sulphonate 
into chlorophenylmethylpyrazole, m. p. 43°, b. p. 295—297°/atmo- 
spheric pressure, which with bromine in glacial acetic acid solution 
gives ?-chloro-4-bromo-?-phenyl-1-methylpyrazole, needles, m. p. 67°. 

5-Chloro-3 : 4-dimethylpyrazole is prepared by the action of 
phosphoryl chloride on 3 : 4-dimethylpyrazol-5-one, m. p. 269°; 
it crystallises in long needles, m. p. 124—125°, b. p. 251—252° /atmo- 
spheric pressure. It does not give a bromo-derivative, 5-chloro- 
1-benzoyl-3 : 4-dimethylpyrazole forms long, silky needles, m. p. 
90—91°. 


3-Chloro-1 : 5-dimethylpyrazole is transformed by ethyl bromide 
at 180—200° owing to interchange of alkyl groups into 3-chloro-5- 
methyl-1-ethylpyrazole ethobromide, coarse crystals, m. p. 225° 
(decomp.), which is converted by heat into 3-chloro-5-methy]l-1- 
ethylpyrazole, b. p. 215—220°. 

3-Methylpyrazol-5-one is converted by methyl iodide and methy] 
alcoholic sodium methoxide solution at 100° into a mixture of 


172—173°. 


Under similar conditions, the latter compound is generally obtained 
when methyl toluene-p-sulphonate is used as methylating agent, 
but on one occasion a previously undescribed dimethylpyrazolone, 
m. p. 181—182° (bromide, m. p. 218°), was formed; the preparation 
of this compound could not be repeated. 4-Bromo-1 : 5-dimethyl- 
pyrazol-3-one crystallises in small, colourless needles, m. p. 209°. 

5-Methyl-1-ethylpyrazol-3-one, colourless needles, m. p. 135—136° 
(bromo-derivative, m. p. 39°), is prepared from 3-methylpyrazol- 
5-one, ethyl iodide and ethyl alcoholic sodium ethoxide solution. 

The alkylation of 3-phenylpyrazol-5-one with methyl toluene-p- 
sulphonate leads to the formation of two phenyl-1-methylpyrazolones, 
m. p. 165° and 96°, respectively; the former is converted by phos- 
phoryl chloride at 210° into 5-chloro-3-phenyl]-1-methylpyrazole, 
m. p. 62—63°, whereas under similar conditions the latter is 
resinified. 

1 : 5-Dimethylpyrazole, m. p. 173°, is transformed by phosphoryl 
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chloride at 200—210° into 3-chloro-1 : 
46—47°. 

Molecular Compounds of Diketopiperazine and Phenols. 
G. PovaRNIN and P. Tichomrrov (J. Russ. Phys. Chem. Soc., 1920, 
52, 40—46).—When 10—15% aqueous solutions of diketopiperazine 
1 mol.) and a pheno! (1 mol.), either with or without a few drops 
of 10% sulphuric acid solution, are boiled together for some 
minutes, crystalline molecular compounds of the two components 
are formed. These are decomposed by solvents of the phenols 
with the exception of water, and when heated lose phenol and do 
not melt, but sometimes carbonise. 

Dicatechol-diketopiperazine and  diresorcinol-diketopiperazine, 
20,H,0,.,C,H,O.N>, form colourless crystals. Monoquinol-diketo- 
piperazine, Cs H,O,,C,H,O.N,, forms a -stable lilac form and a 
labile white form. Dip yrogallol- diketopiperazine, 2C,H,.O,,C,H,O.No, 
and protocatechuic acid-di-diketopiperazine, C,H, 0,,2C,He 0 No, form 
white crystals. Diketopiperazine yields condensation “products 
with protocatechualdehyde and furfuraldehyde, and an unstable 
compound with phenol. 

The theory of oscillating affinity is applied in arriving at an 
explanation of the structure of these compounds. 1. BF. 


Bromo-derivatives of 2-Methylglyoxaline. Lovis Lic 
and FRanK LEE Pyman (T., 1922, 121, 2626—2630). 


Orientation of the 1:4- and 1: 5-Dimethylglyoxalines. 
Mode of Fission of 5-Aminoglyoxalines. FRANK LEE PyMAN 
(T., 1922, 121, 2616—2626). 


The Reactions of the Formamidines. X. The Thioimid- 
azolones ['Thiolglyoxalones]. F. B. Dartns, Ruta THompson, 
and W. F. Asenporr (J. Amer. Chem. Soc., 1922, 44, 2310— 
2315).—2-Thio-4-glyoxalone and its mono- and di-substituted 
derivatives react readily with formamidines, giving 5-R-amino- 
methylene derivatives. The following compounds are described : 
2-thiol-1 : 3-diphenyl-5-anilinomethylene-4-glyoxalone, m. p. 175°; 
2-thiol-1-phenyl-3-p-tolyl-5-anilinomethylenc-4-glyoxalone, m. p. 197— 
198°; 2-thiol-3-phenyl-5-anilinomethylene-4-glyoxalone, m. p. 252°; 
2-thiol-3-p-tolyl-5-anilinomethylene-4-glyoxalone, m. p. 250°; 2-thiol- 
3-0-tolyl-5-anilinomethylene-4-glyoxalone, m. p. 215°; 2-thiol-3-m- 
tolyl-5-anilinomethylene-4-glyoxalone, m. p. 207—208°; 2-thiol- 
3-p-chlorophenyl-5-anilinomethylene-4-glyoxalone, m. p. 274—276°; 
2-thiol-3-p-ethoxyphenyl-5-anilinomethylene-4-glyoxalone, m. p. 227°; 
2-thiol-3-phenyl-5-p-bromophenylaminomethylene-4-glyoxalone, m. p. 
190°; 2-thiol-3-phenyl-5-naphthylaminomethylene-4-glyoxalone, m. p. 
160°. 

Two new thioimidazolones were prepared, namely, 2-thiol-3-m- 
tolyl-4-glyoxalone, m. p. 167°, and 2-thiol-3-p-chlorophenyl-4-glyoxalone, 
m. p. 234°5°. 

The above anilinomethyleneglyoxalones react with alkyl 
haloids to give alkyl thio-ethers, of which there were prepared. 
2-Methylthiol-3-phenyl-5-anilinomethylene-4-glyoxalone, m. p. 173°; 


5-dimethylpyrazole, m. p. 
H. W. 
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When hippuric acid and phenylthiocarbimide were heated 
together at 150° for one and a half hours 2-thiol-1-benzoyl-3-pheny- 
4-glyoxalone, m. p. 177—179°, was obtained, and yielded 2-thiol-1. 
benzoyl-3-phenyl-5-anilinomethylene-4-glyoxalone, m. p. 184—186°. 
Similar compounds are 2-thiol-1-benzoyl-3-m-tolyl-4-glyoxalone, m. p. 
197° ; 2-thiol-1-benzoyl-3-m-tolyl-5-anilinomethylene-4-glyoxalone, m.p. 
187°; 2-thiol-1-benzoyl-3-p-ethoxyphenyl-4-glyoxalone, m. p. 168°; 
2-thiol-1-benzoyl-5-anilinomethylene-4-glyoxalone, m. p. 164—165°, 
and its 2-benzylthio-ether, m. p. 165°; and 2-thiol-5-anilinomethylene- 
4-glyoxalone, m. p. 264°. 

When boiled for six hours with a mixture of alcohol and hydro- 
chloric acid, 2-thiol-1-benzoyl-3-phenyl-4-glyoxalone was hydro- 
lysed, giving aniline, a little benzoic acid, and hippuric acid. The 
5-anilinomethylene derivative behaved similarly. W.G. 


The Synthesis of m-«-Benzbispyrrole Derivatives. WILLIAM 
Davies and Epaar HEerBert CuTHBERT Hickox (T., 1922, 121, 
2640—2655). 

Free Ammonium Radicles. IV. Further Investigations 
on 1: 1’'-Dibenzyl-4 : 4’-dipyridinium and its Homologues 
and on the so-called 1 : 1’-Disubstituted Tetrahydro-4 : 4’-di- 
pyridyls. Ernst Weitz and Turopvor K6nie (Ber., 1922, 55, 
[B], 2864—2889).—It has been observed recently by Weitz and 
Ludwig (this vol., i, 365) that the dark blue solution of 1: 1’- 
dibenzyl]-4 : 4’-dipyridinium, CH,Ph-N CsHyC;H,N-CH,Ph, in 


methyl alcohol reacts with nitric oxide, but a definite product of 
the change could not be isolated. A repetition of the action in 
chloroform solution has led to the surprising isolation of 1: l’- 
dibenzyl-4 : 4’-dipyridinium hydrogen carbonate, 


CH,PhyyZ7 \ fH \NyeCH,Ph 
a colourless substance which decomposes rapidly on exposure to 
air, but is more stable in an atmosphere of carbon dioxide. It 
decomposes with evolution of gas at about 80° after blackening 
at about 65°. It dissolves readily in water to an alkaline solution 
and is converted by potassium iodide and perchloric acid into 
dibenzyldipyridinium iodide, m. p. 248—249°, and dibenzyldi- 
pyridinium perchlorate, m. p. 257°, respectively. Carbon dioxide 
is by itself without action on the radicle; the nitric oxide acts 
as an oxidising agent, being reduced to nitrous oxide the formation 
of which is established experimentally. In all probability an 


unstable nitroso-derivative, HNC SM NCQ? 
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5"; is primarily formed which passes into the isomeric salt, 1: 1’- 
a dibenzyl-4 : 4’-dipyridinium-1: 1’-hyponitrite (annexed formula) ; 
; the latter is then decomposed 
ES; CH,Ph. 7 i mS, CH,Ph by carbon dioxide into elioie 
8"; bY=4 EZ d exide and the carbonate. As 
4; s ¥ is to be expected, the car- 
-P. — bonate is also produced by the combined action of oxygen and 
carbon dioxide on 1 : 1’-dibenzyl-4 : 4’-dipyridinium, whereby ap- 
ted proximately one atom of oxygen is absorbed by each molecule 
wl- B of the radicle. The action of oxygen or air alone leads to the 
-1. formation of only very small amounts of soluble and alkaline 
6". products, as is to be expected when the instability of the anhydride 
-P. § is taken into consideration. 
Pp. In a similar manner, the so-called 1 : 1’-dibenzyltetrahydro- 
a" 4: 4'-dipyridyl of Hofmann and Emmert (bis-N-benzylpyridinium 
2, — according to the author) is converted by carbon dioxide and oxygen 
Ne in chloroform solution into unimolecular 1-benzylpyridinium 
hydrogen carbonate, C;H;N(C,H,)-CO,H; dibenzyldipyridinium 
oil hydrogen carbonate is formed simultaneously in subordinate 
al amount. A similar result is obtained when nitric oxide is sub- 
he § stituted for oxygen. 
The reduction of 1 : 1’-dibenzyl-4 : 4’-dipyridinium salts (chloride 
iM and iodide) to the radicle by metals in different media in the 
1, absence of acids has been investigated. The blue solutions in 
acetone are characterised by relative stability towards air (although 
1s they react instantaneously with iodine). Similar solutions pre- 
25 pared electrolytically or from the crystalline radicle behave in an 
i- analogous manner. On the other hand, the solutions of the dihaloids 
5 in acetone are reduced when heated with copper gauze, whereas 
d the similar solutions in water or methyl alcohol are only affected 
by less noble metals such as zinc. In explanation of these observ- 
n ations, the hypothesis is put forward that the radicle exists in a 


readily oxidisable form, the corresponding salts of which resemble 
ammonium salts, and a difficultly oxidisable condition which gives 
rise to quinone-like haloids. The two extremes may be represented by 


| ee ee ee 

the scheme R ff /" BD == B Wa gr R, 
but the authors regard the two forms, on account of the subsidiary 
valencies, as rather less distinct from one another than is thus 


suggested. — 
Te ae 
If the correctness of the formula ny P a €P NR is 
regarded as established, 2- or 3-alkylpyridines would be expected 
to yield radicles; in the case of 4-alkylpyridines, this is impossible 
unless the alkyl group suffers replacement. It is found that the 
almost colourless, oily product of the reduction of 2-methylpyridin- 
ium benzyl chloride by sodium amalgam gives a blue coloration, 
due to the corresponding radicle, when its alcoholic solution is heated ; 
it is readily oxidised. Similarly, 2 : 6-dimethylpyridine is converted 
by benzyl iodide into the corresponding benzyl iodide, which is 
reduced to two products, one of which has m. p. 121°, whereas the 


i i Me oe 
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other remains semi-solid; either substance gives a blue radicle 
coloration when its alcoholic solution is warmed in contact with 
air. On the other hand, bis-1-benzyl-2 : 4-dimethylpyridinium, 
obtained as a pale yellow, viscous liquid by reduction of 2 : 4-di- 
methylpyridinium benzyl! chleride, does not develop a blue color. 
ation when its alcoholic solution is heated. A similar behaviour 
is observed with bis-1-benzyl-2 : 4 : 6-trimethylpyridinium, colour. 
less needles, m. p. 102—103°, which is prepared by the reduction 
of 2:4: 6-trimethylpyridinium benzyl iodide, pale yellow crystals, 
m. p. 102° (corresponding perchlorate, m. p. 135°). The action of 
iodine on the new “ leuco-compounds”’ dissolved in cold chloroform 
leads invariably to the formation of the corresponding mono. 
iodides; if the titration is performed rapidly, the derivatives 
substituted in position 4 absorb almost exactly one molecular 
proportion of iodine, thus giving two molecular proportions of the 
mono-iodide thus: C;NH,Me,(C,H,).+1,—> 2C,NH,Me,(C,H,)I; 
the reaction with the 2-methyl derivative is less quantitative. 
Bis-1-benzyl-2 : 4 : 6-trimethylpyridinium is rapidly decomposed 
by carbon dioxide and nitric oxide when dissolved in chloroform, 
but an alkaline hydrogen carbonate or a derivative soluble in 
water could not be isolated. Bis-1-benzyl-2 : 4 : 6-trimethyl- 
pyridinium is decomposed rapidly in boiling benzene into 2 : 4: 6- 
trimethylpyridine and dibenzyl: 2C;NH,Me,-CH,Ph -——> 
2C;NH,Me,-+-(CH,Ph),. The rapid decomposition of the molecule 
is obvious during determinations of the molecular weight in boiling 
benzene, whereas the bimolecular compound is completely stable 
in the freezing solvent. New determinations of the molecular 
weight of bisbenzylpyridinium in freezing benzene have given 
accurately bimolecular values, whereas in the boiling solvent the 
molecular weight diminishes gradually but much more slowly than 
that of the collidyl compound. Bis-1-methyl-2 : 4 : 6-trimethy]- 
pyridinium appears to be practically stable in boiling benzene. 

If an alcoholic solution of 1: 1-dibenzyl-4 : 4’-dipyridinium 
dichloride or di-iodide is treated with solid or dissolved bisbenzy]- 
pyridinium, the intensely oxidisable blue coloration of the radicle 
is immediately developed. The same effect is produced by other 
leuco-compounds. Similarly, the action of bisbenzylpyridinium 
on 1: 1-diphenyl-4 : 4’-dipyridinium di-iodide causes the produc- 
tion of the intensely emerald green diphenyl radicle. The action 
appears to be most readily explained by the hypothesis that 
the leuco-compounds—as in their action towards iodine, etc.— 
behave as unimolecular radicles, passing into the correspond- 
ing iodides and liberating the nobler dipyridinium radicle: 
I(R)N:?C;H,-C;H,?N(R)-1+-2C;H,iN(R) —> R-NiC,H,°C;H,iN-R+ 
2C;H,;?N(R)-I. H. W. 


The Constitution of the Pinacyanols, a Contribution to the 
Chemistry of the Quinocyanines. W. Kénie (Ber., 1922, 55, 
[B], 3293—3313)—Constitutional formule for pinacyanol have 
been proposed by O. Fischer (A., 1921, i, 56), Wise, Adams, and 

Lund (A., 1919, i, 416), and Milis and Hamer (T., 1920, 117, 1150; 
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ef. Braunholtz, T., 1922, 121, 169). Objection is raised to the 
first of these, since its carbon atom with twin double bonds places 
it in a category by itself and quite apart from the other quino- 
cyanines, and to the second since it represents pinacyanol as a 
peculiar member of the class of lepidinecyanines and does not take 
into account its oxidation to N-alkyl-2-quinolones and the differ- 
ences between the sensitising effect of the cyanines (in the narrower 
sense) and the pinacyanols and in their behaviour towards acids. 
The conception of Mills and Hamer is thus considerably strengthened. 
It is deduced, however, mainly from the results of oxidative degrad- 
ation of the pinacyanols. Confirmatory evidence in its favour is 
brought by two different methods. A comparison of the absorption 
spectra of pinacyanol and y-isocyanine and estimation of their 
persistence and maxima shows that the same differences exist 
between them as between polymethine dyes and the compounds 
obtained from them by the streptostatic introduction of a vinylene 


group into the chromophore system, thus : R>N:(CH ni N <R, 
x 
—> B>n:(CH)marCH:cH-N<® (R=aryl, R’=H, alkyl). (The 
x- ao - 1 

description of this work will be published elsewhere.) The 
second confirmation of Mills and Hamer’s formula is obtained by 
a direct synthesis of pinacyanol. For this purpose, quinaldinium 
salts are condensed with ethyl orthoformate in the presence of 
suitable agents such as acetic anhydride or zinc chloride, whereby 
pinacyanols are readily prepared in about 50% yield.. The synthesis 
may be represented thus : 


CYS rc HAN 
VA £6 Het (Et), CH (Ot) +H -c- QA. — 
* H N 
AK X X Alk 
CO CY) +HX+3EtOH 
| -CH-CH-CH-= +5 
VY CH-CH-CH A) 
os iN 
ALK Xv K 


It is thus similar to the author’s syntheses of pentamethine dyes 
of the indole series. Since it is also found that 4-methylquinolinium 
salts can condense, although with greater difficulty, with ortho- 
formic ester, it is expected that the dicyanines will also prove 
capable of synthesis along these lines. The ability of the quinoline 
derivative to enter into the reaction is considered to be due to 
the formation from it of the methylene base in accordance with 


CH-CH ~~ . ~CH——CH 
the sch H ‘ 
e scheme Cy Sy Me — CoS Natty é:cu, t 2 The 


/™ 
Alk X 
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possible mechanism of the synthesis is discussed at length, but the 
original communication should be consulted for details. 

Since the constitution of the cyanines has been largely elucidated, 
the author considers it desirable that the common names (cyanines, 
isocyanines, y-isocyanines, dicyanines, y-dicyanines, carbocyanines, 
and cryptocyanines) should be deleted from the scientific literature 
and replaced by the general term quinocyanines, by which is under. 
stood the salts of quinolyldihydroquinolylenemethanes which are 
not methylated at the nitrogen atom. The three classes, 2: 2’, 
2:4’, and 4: 4’-quinocyanine salts are thus suitably distinguished. 
The further derivatives are termed benzothiazolocyanines (thio. 
cyanines) and indoleninocyanines (indocyanines). Further types 
are produced by the streptostatic introduction of n-vinylene- 
groups between the quinoline residues and are designated mono- 
(di-, tri-, etc.) vinylene-2 : 2’- or 2: 4’- or 4: 4’-quinocyanine salts, 
As examples may be quoted: dimethyl-y-isocyanine iodide 
=1: 1’-dimethyl-2 : 2’-quinocyanine iodide; pinaverdol=1 : 6: 1’- 
trimethyl-2 : 4’-quinocyanine iodide; y-dicyanine bromide=1 : 1’- 
diethyl - 4 : 6: 4’ : 6’ - tetramethylstreptomonovinylene - 2 : 2’ - quino- 
cyanine bromide; dicyanine=1 : 1’-diethyl-4 : 6 : 2’ : 6’-tetra- 
methylstreptomonovinylene-2 : 4’-quinocyanine iodide. 

[With H. Zorn.]}—y-isoCyanine iodide [1 : 1’-dimethyl-2 : 2’- 
quinocyanine iodide] is synthesised by heating 2-chloroquinoline 
with quinaldine methiodide at 211° and treating the product 
successively with methyl! sulphate and potassium iodide. 

Pinacyanol iodide [1 : 1’-diethylstreptomonovinylene-2 : 2'-quino- 
cyanine iodide] is prepared by the gradual addition of ethyl ortho- 
formate to a solution of quinaldine ethiodide in gently boiling 
acetic anhydride. 1 : 1-Dimethylstreptomonovinylene-2 : 2'-quino- 
cyanine iodide is obtained in a similar manner. The synthesis 
is capable of wide variation. The ester may be added to a solution 
of the quinaldinium salts in boiling nitrobenzene or the quaternary 
salts may be dissolved in quinaldine or pyridine and heated for 
some time under a reflux condenser with zinc chloride and the 
ortho-ester. Trihalogenomethanes, in particular iodoform, may 
be used in these syntheses. H. W. 


Di- and Tri-quinolylmethanes united by the Pyridine 
Nuclei. III. Symmetrical Di-2-quinolyl Ketone. GiNTER 
ScHEIBE and Gustav Scumipt (Ber., 1922, 55, [B], 3157—3160; 
ef. A., 1921, i, 62, 451).—Di-2-quinolyl ketone, colourless prisms, 
m. p. 164°, is obtained by the atmospheric oxidation of di-2-quinolyl- 
methane dissolved in alcohol or acetic anhydride or by the action 
of dilute nitric acid on di-2-quinolylmethane. It is most con- 
veniently prepared by condensing the latter with p-nitrosodimethyl- 
aniline to the compound (C,H,N),C:-N-C,H,"NMe,, yellow crystals, 
m. p. 252°, which is hydrolysed subsequently by dilute acid to 
the desired ketone and p-aminodimethylaniline. The ketone 
yields a picrate, m. p. 179°, a phenylhydrazone (also prepared by 
coupling di-2-quinolylmethane with benzenediazonium chloride), 
m. p. 199°, an oxime (also derived from di-2-quinolylmethane and 
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nitrous acid), colourless prisms, m. p. 201°, and an anil, m. p. 161°. 
When warmed with aniline at 120—130° the ketone yields a colour- 
less compound, m. p. 120°, which appears to contain two molecular 
proportions of aniline. H. W. 


Extension of the Kishner-Wolff Method of Reduction. II. 
Ernst THIELEPAPE and Orro SPRECKELSEN (Ber., 1922, 55, [B], 
2929—2939).—The applicability of the method to derivatives of 
quinoline has been examined previously (this vol., i, 271). It 
has now been applied successfully to pyridine compounds. In 
the pyrazole series, on the other hand, difficulties are experienced 
in the preparation of the hydrazino-compounds on account of 
displacement reactions and the compound which has been isolated 
is decomposed in a different direction. 

2-Hydrazinopyridine, b. p. 130°/12 mm. (cf. Fargher and Furness, 
T., 1915, 107, 688) is decomposed when heated with potassium 
hydroxide at 140—160° with formation of pyridine, but the change 
proceeds slowly, and is not complete after fourteen hours ; it is much 
more readily effected by copper sulphate or ferric chloride in boiling 
aqueous solution. 2: 6-Dichloropyridine-4-carboxylic acid is con- 
verted by the successive action of hydrazine hydrate at the tem- 
perature of boiling water and copper sulphate into 2-chloropyridine- 
4-carboxylic acid, m. p. 245° (decomp.), and by boiling hydrazine 
hydrate and copper sulphate into zsonicotinic acid, m. p. 304° 
(in sealed tube). 

1-Phenyl-3-methylpyrazol-5-one is converted by boiling hydr- 
azine hydrate into phenylhydrazine and 3-methylpyrazol-5-one. 
The latter reacts with hydrazine hydrate at 150—160° to give 
ammonia and 4 : 4’-bis-3-methylpyrazol-5-one. 

Antipyrine does not appear to react with boiling hydrazine 
hydrate, by which, however, it is converted at 180° into s-phenyl- 
methylhydrazine and 4: 4’-bis-3-methylpyrazol-5-one. The reac 
tion appears to be remarkably dependent on the temperature 
employed. 5-Chloro-1-phenyl-3-methylpyrazole does not appear 
to react with hydrazine hydrate at 220°, whereas its methochloride 
[antipyrine chloride] is readily transformed into hydrazinopyrine, 
a yellow liquid which solidifies to a glassy solid when cooled in 
liquid air, but re-melts at the atmospheric temperature. It de- 
composes slowly on exposure to air, very rapidly when distilled. 
After prolonged exposure to air, it is only incompletely soluble in 
ether, leaving a residue, m. p. 155—156°. Hydrazinopyrine picrate 
forms star-shaped crystals, m. p. 126°. Hydrazinopyrine does not 
decompose in the normal manner when treated with potassium 
hydroxide, sodium ethoxide, or copper sulphate ; it appears doubtful 
if it contains a free hydrazone group, and the constitution shown 

NPh in the annexed formula is suggested for it. 
NMe<NH-NH >o The product obtained by means of potassium 
n WW hydroxide, sodium ethoxide, or boiling water 
CMe CH : ° ° 

crystallises in colourless or pale yellow prisms, 
m. p. 130°, is soluble in dilute acids, and neutral towards litmus. It 
reduces Fehling’s solution readily in the cold. It is scarcely affected 
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by boiling concentrated hydrochloric acid. Analyses and determin. 
ations of molecular weight agree with the formula C,,H,,N,. It 
gives a monopicraie, m. p. 195° (decomp.), and a di-methiodide, 
C,,H..N,I,, colourless crystals, m. p. 188° after previous softening, 
It is converted quantitatively by boiling dilute nitric acid into 
a dinitro-derivative, C,H,N,(NO,),, microscopic, yellow crystals 
which do not melt below 280°. The substance appears most 
probably to be _ 1:4-diphenylhexahydro-1 : 2 : 4 : 5-tetrazine, 


NPL HCH NPR: if this is the case, its stability towards 


hydrochloric acid is somewhat remarkable, as is also the production 
of a monobenzoyl derivative, colourless crystals, m. p. 90°. 


H. W. 


Physical Chemistry of Colloidal and Supersaturated Solu- 
tions of Uric Acid. H. Scuape (Z. Klin. Med., 1922, 93, 1— 
65; from Chem. Zentr., 1922, iii, 622—623; cf. A., 1913, i, 404, 
910).—Further observations on colloidal and supersaturated uric 
acid (urate) solutions. The colloidal solution is a labile system 
from which uric acid gel and, finally, crystalline uric acid are 
formed. Optimum stability is found at py 6-0 which is the iso- 
electric point. Stability is also greater at low temperatures, 
Supersaturated solutions of uric acid develop a colloidal character 
owing to aggregation in the disperse phase. The presence of a uric 
acid—urate complex with amphoteric properties is postulated. In- 
creasingly favourable effect of kations on colloidal stability is shown 
by the series NH,<Na<K<Li. G. W. R. 


Decomposition of Dithiocarbazinates. Sima M. Losanircu 
(T., 1922, 121, 2542—2545). 


The Capacity for Migration of Acyl Residues in Acyl 
Derivatives of the Phenylhydrazones of Hydroxy-ketones. 
K. von Auwers, E. Hiniicrer, and E. Wutr (Annalen, 1922, 429, 
190—246).—In continuation of previous work on the migration 
of acyl groups from oxygen to nitrogen in these substances, two 
groups of experiments are now described, one relating to deriv- 
atives of 3-propionyl-p-cresol, and the other to derivatives of 
7-hydroxy-1-hydrindone. 

The main difficulty in the case of 3-propionyl-p-cresol is the 
lability of the O-acyl derivatives which usually undergo hydrolysis 
in the attempt to prepare their phenylhydrazones. Thus the 
acetate, which is prepared with the help of acetyl chloride, and 
forms short needles, m. p. 58°, gives the phenylhydrazone of the free 
hydroxy-ketone, needles or leaflets, m. p. 146°, when treated with 
phenylhydrazine. The benzoate, prisms, m. p. 97°, prepared by 
the Schotten-Baumann method, gives an oxime, prisms, m. p. 
138—138-5°; the acetate, on the other hand, gives the oxime of 
the free hydroxy-ketone when treated with hydroxylamine under 
similar conditions. The anil of the hydroxy-ketone is easily 
obtained, but the aniline residue is eliminated when the attempt 
is made to acetylate or benzoylate. The p-nitrophenylhydrazone 
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of the hydroxy-ketone, orange-red needles, m. p. 187—188°, is 
obtained by the action of p-nitrophenylhydrazine on either the 
hydroxy-ketone itself or its acetyl derivative; the benzoyl deriv- 
ative, however, yields a p-nitrophenylhydrazone, m. p. 159—160°, 
without elimination of the acyl group. The benzoyl derivative 
also yields a phenylhydrazone, prisms, m. p. 92°, which on energetic 
reduction gives aniline and 3-«-benzoylaminopropyl-p-cresol, small 
needles, m. p. 145—146°, a migration of a benzyl group having 
occurred at some stage of the reaction. On heating the same 
benzoyl compound with acetic acid, «-benzoyl-$-acetyl-«-phenyl- 
hydrazine and 2-p-hydroxy-m-tolyl-3-methylindole, m. p. 176°, are 
produced. Attempts to convert the phenylhydrazones of the 
hydroxy-ketone itself, and of acetophenone, and 3-acetyl-p-cresol, 
into indoles met with no success. The benzoylphenylhydrazone of 
acetophenone forms needles, m. p. 125-5°. 

7-Hydroxy-4-methyl-1-hydrindone is converted successively into 
its O-acetate, needles, m. p. 107°, and the phenylhydrazone of the 
Q-acetate, m. p. 226°, which on boiling with acetic acid is iso- 
merised into the N-acetyl derivative, prisms, m. p. 130—131°. 
This, on further acetylation, gives the ON-diacetyl derivative, 
needles, m. p. 132-5°. The O-benzoate, m. p. 124°, yields a phenyl- 
hydrazone, m. p. 247°, which may also be obtained by benzoylating 
the phenylhydrazone of the hydroxy-ketone. An attempt to 
convert this into the benzoylphenylhydrazone, m. p. 115—116°, 
was not successful, but this hydrazone was actually obtained from 
benzoylphenylhydrazine and the hydroxy-ketone. The O-benzoyl- 
N-acetyl derivative of the phenylhydrazone, prepared either by 
acetylation of the phenylhydrazone of the benzoate or by the 
action of acetylphenylhydrazine on the benzoate itself, has m. p 
192—192-5°, and on reduction gives acetanilide and the N-benzoyl 
derivative, m. p. 166—168°, of 7-hydroxy-4-methyl-1-hydrind- 
amine. The N-benzoyi-O-acetyl derivative, m. p. 152-5—153-5°, 
prepared from benzoylphenylhydrazine and the acetate of the 
hydroxy-ketone, on reduction gave benzanilide and the N-acetyl 
derivative, m. p. 158°, of the same hydroxymethylhydrindamine. 

The p-nitrophenylhydrazone of the hydroxy-ketone has m. p. 
298°, its O-acetate, m. p. 264—265°, and its O-benzoate, m. p. 299° 
(decomp.). The anil of the hydroxy-ketone has m. p. 88—89°, 
its oxime, m. p. 140°, and the dibenzoyl derivative of the oxime, 
m. p. 186-5—187-5°. The oxime on reduction gives 7-hydroxy- 
4-methyl-1-hydrindamine, which is isolated as its dibenzoyl deriv- 
ative, m. p. 150°. 7-Methoxy-4-methyl-l-hydrindone gives a 
phenylhydrazone, m. p. 150—152°, a p-nitrophenylhydrazone, m. p. 
215°, and a phenylmethylhydrazone, m. p. 83—85°. 

7-Hydroxy-2 : 4-dimethyl-1-hydrindone gives a phenylhydrazone, 
m. p. 136:5°, an O-acetate, m. p. 91-5—92°, and an O-benzoate, 
m.p. 113°. The phenylhydrazone yields an O-aceiate, m. p. 184:-5— 
185-5°, and an O-benzoate, m. p. 232°, which does not undergo 
isomeric change similarly to its lower homologue. The N-benzoyl 
derivative of the hydrazone has m. p. 133—135°, and the N-acetyl 
derivative of the O-benzoate of the phenylhydrazone has m. p. 171°. 


i. 1194 ABSTRACTS OF CHEMICAL PAPERS. 


7-Hydroxy-3 : 4-dimethyl-1-hydrindone gives a phenylhydrazone, 
m. p. 166-5—167-5°, an O-acetate, m. p. 135°, and an O-benzoate, 
m. p. 106°; the hydrazone gives an O-acetate, m. p. 210—211°, and 
an QO-benzoate, m. p. 221—222°, which on heating with acetic acid 
is converted into the N-benzoyl derivative, m. p. 147—148-5°, also 
prepared from the hydroxy-ketone and benzoylphenylhydrazine, 
The O-acetyl-N-benzoyl derivative of the hydrazone is obtained by 
acetylation of the N-benzoyl derivative, and has m. p. 176-5—177°. 

5-Hydroxy-l-hydrindone gives a benzoyl derivative, a phenyl. 
hydrazone, m. p. 165—166°, an O-benzoyl derivative of the phenyl. 
hydrazone, m. p. 180—181°, and an N-benzoyl derivative, m. p. 
227°, prepared by using benzoylphenylhydrazine. C. K. I. 


The Azo-ester Reaction with Amines and Enols. Oro 
Diets (Annalen, 1922, 428, 1—55).—An introductory account of 
this research has already been published (cf. this vol., i, 774). 

[With SdrEensEen.]}—The additive product of «-naphthylamine 
with ethyl azodicarboxylate (cf. A., 1921, i, 280) is readily con- 
verted by alcoholic hydrochloric acid into 1-amino-4-«8-dicarb- 
ethoxyhydrazinonaphthalene hydrochloride, 

NH,°C,)H,*N(CO,Et)-NH-CO,Et, HCl, 

which undergoes hydrolytic fission in solution in water with the 
formation of the original additive product, and is reduced by 
hydriodic acid to 1:4-naphthylenediamine. Sodium 1-amino- 
2-«8-dicarbethoxyhydrazinonaphthalene-4-sulphonate, m. p. 204— 
210°, the product obtained using sodium naphthionate in place of 
«-naphthylamine, loses alcohol on treatment with piperidine, giving 
ethyl 2-keto-6-sulpho-1 : 3 : 4-naphthisotriazine-4-carboxylate, m. p. 
135°, whilst with concentrated alkali the carbethoxyl group is 
eliminated, giving 2-keto-1 : 3 : 4-naphthisotriazine-6-sulphonic acid, 
m. p. about 330°. On reduction by sodium amalgam, the hydrazino- 
compound loses its sulphonic acid group, giving 1-amino-2-x8- 
dicarbethoxyhydrazinonaphthalene, m. p. 147°, which on treatment 
with hydriodic acid and acetic acid gives 2-methyl-«-naphthimin- 
azole, and on treatment with piperidine or concentrated alkali 
give, similarly to the sulphonic acids above mentioned, ethyl-2-keto- 
1:3: 4-naphthisotriazine-4-carboxylate, m. p. 272—273°, and 2-keto- 
1:3: 4-naphthisotriazine, m. p. 299°. £8-Dinaphthylamine and 
ethyl azodicarboxylate give a small yield of an additive product, 
C,,H,,0,N,, m. p. 250—252°. 

[With Méau.]}—9-Aminoanthracene combines with ethyl azodi- 
carboxylate, forming 9-amino-10-«8-dicarbethoryhydrazinoanthra- 
cene, m. p. 199°, which gives a monoacetyl derivative, m. p. 277° 
(decomp.), and a diacetyl derivative, m. p. 219—220° (decomp.), 
and is convertible into anthraquinone by way of 9 : 10-anthrylene- 
diamine. It also forms an additive product, m. p. 220°, with 
carbethoxycarbimide. 

[With AuBart.]}—Zthyl «-phenylprozan-By-dicarboxylate, 

NHPh-N(CO,Et)-NH-CO,Et, 
m. p. 138°, and ethyl «-p-tolylprozan-By-dicarboxylate, m. p. 113°, 
are formed by the action of ethyl azodicarboxylate on aniline 
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and p-toluidine, respectively. The latter ester decomposes on 
heating into ethyl hydrazodicarboxylate and an oil from which 
p-toluidine, ethyl p-tolylcarbamate, and p-azotoluene can be 


acid § isolated. 

also (With Ecxrtmann.}—Ethyl azodicarboxylate and _ p-xylidine 
zine, § form 3-amino-6-«8-dicarbethoxyhydrazino-p-xylene, m. p. 117°, which 
1 by § crystallises from acetonitrile with 1 mol. of solvent, and gives a crystal- 


. Eline hydrochloride and oxalate, m. p. 176°. On treatment with acetic 
onyl. | anhydride, it yields an acetyl derivative, m. p. 193°, and with acetic 
nyl. — and hydriodic acid it is hydrolysed with the formation of 3 : 6-di- 
. p. | amino-p-xylene; sulphuric acid converts the hydrazino-compound 
I. into p-xyloquinone. p-Xylidine unites with two molecules of the 

azo-ester, giving a compound, Cy95H;,O,N,, m. p. 168° (decomp.), 
to § from which one molecule of the azo-ester is easily removed with 
t of — the formation of the preceding hydrazino-compound. 

(With KLEINFELLER.}—The azo-ester combines with dimethy]l- 
nine § B-naphthylamine, giving 2-dimethylamino-1-«8-dicarbethoxyhydr- 
oon- § azinonaphthalene, m. p. 163-5° (perchlorate, m. p. 124°), the consti- 
arb- — tution of which follows from its formation from 2-amino-1l-aB- 

dicarbethoxyhydrazinonaphthalene by methylation. Methyl azo- 

dicarboxylate and dimethyl-«-naphthylamine yield 1-dimethyl- 
the — amino-4-«8-dicarbomethoxyhydrazinonaphthalene, m. p. 154° (hydro- 
by — chloride decomposes at 100°), and methyl azodicarboxylate and 
no- § monomethyl-«-naphthylamine yield  1-methylamino-4-«8-dicarbo- 
4. § methoxyhydrazinonaphthalene, m. p. 193°; both the mono- and 
> of § di-methyl compounds are produced on methylation of 1l-amino- 
ing § 4-«8-dicarbomethoxyhydrazinonaphthalene, m. p. 203—204°, by 
p. — means of methyl iodide. 
is [With WackERMANN. ]|—2-Amino-1-«8-dicarbomethoxyhydrazino- 
cid, § naphthalene, m. p. 210°, gives a hydrochloride, m. p. 218°, and an 
no- § aetyl derivative, m. p. 244°, and when treated with piperidine 
af- — yields a substance, C,,H,ON;, m. p. 315°. On oxidation with 
ent — hydrogen peroxide, it gives methyl 3-hydroxy-«-naphthatriazole- 
in- § 2: 3-dicarboxylaie, m. p. 117°. 
ali [With SORENSEN. ]— 1-A mino-4-«8-dicarboxymethylamidohydr- 
to- & azinonaphthalene, m. p. 214°, and _ 1-amino-4-«8-dicarboxyethyl- 
to amidohydrazinonaphthalene, m. p. 213°, are obtained from «-naph- 


thylamine and the appropriate azodicarboxylamide, and can be 
oxidised to «a-naphthaquinone. 2-Amino-1-«8-dicarboxymethyl- 
amidohydrazinonaphthalene, m. p. 230°, is prepared from 8-naph- 
thylamine and azodicarboxymethylamide; on treatment with 
alkali it yields methyl-1-«-naphthiminazolonecarbamide, m. p. 220— 
221°, and, on treatment with hydriodic acid and acetic acid, gives 
a-naphihiminoazolone (1: 2-naphthylenecarbamide), m. p. 377°, 
which was prepared also from 1:2-naphthylenediamine and 
carbonyl chloride for comparison. 

(With KixtnreLier.}—Azodibenzoyl unites with dimethy]l- 
8-naphthylamine to give an additive product, C,,H,,0,Ns, m. p. 
214—215°, which forms both a hydrochloride and a potassium 
compound. 

[With Futpner.}—An additive reaction takes place between 


i. 1196 ABSTRACTS OF CHEMICAL PAPERS. 


ethyl azodicarboxylate and ethyl $-aminocrotonate, but the pro. 
duct is not crystalline. On acid hydrolysis, however, it gives 
ethyl a-NN’-dicarbethoxyhydrazinoacetoacetate, m. p. 75°. Ethyl 
B-amino-a-NN’-dicarbomethoxyhydrazinocrotonate has m. p. 140°, and 
its hydrolysis product, ethyl «-NN’-dicarbomethoxyhydrazinoacelo. 
acetate, has m. p. 113°. 

Ethyl acetoacetate reacts directly with ethyl azodicarboxylate, 
giving ethyl «-NN’-dicarbethoxyhydrazinoacetoacetate, and acetyl. 
acetone gives (-dicarbethoxyhydrazinoacetylacetone, m. p. 123°, and 
8-dicarbomethoxyhydrazinoacetylacetone, m. p. 120°, on treatment 
with the appropriate azo-ester. C. K. I. 


Catalytic Preparation of Azobenzene and Aniline. II. 
C. O. Henke and O. W. Brown (J. Physical Chem., 1922, 26, 631— 
638; cf. this vol., i, 586)——A continuation of work previously 
published on the reduction of nitrobenzene in the presence of 
metallic catalysts. The method of procedure is the same as that 
previously adopted, and in the present work the effect of using 
thallium and gold as catalysts has been investigated. Thallium 
prepared from thallic oxide at 260° is shown to be an excellent 
catalyst for the reduction of nitrobenzene to azobenzene. With a 
rate of flow of 4:1 grams of nitrobenzene per hour with a 13%, 
excess of hydrogen a material yield of 90-2% of azobenzene and 
4-3° of aniline is obtained. The activity of the thallium catalyst 
decreases very rapidly with use, and this is probably caused by it 
melting and running together. Gold has a high catalytic activity 


for producing aniline which decreases with use. With this metal 
as catalyst, the yield of aniline at 355° is almost quantitative. 
J. F.S. 


The Reaction between Azobenzene Hydrochloride and 
Aromatic Hydrocarbons. II. Rupotr PumMERER, JOSE 
BrnaPri, Kart Bittner, and Kari ScHurGcrRaF (Ber., 1922, 55, 
[B], 3095—3104).—It has been shown previously (this vol., i, 24) 
that azobenzene reacts with benzene in the presence of aluminium 
chloride and hydrogen chloride to give p-aminodiphenyl as main 
product. The examination of the change has been extended, 
whereby it is found that the p-aminophenyl residue can be con- 
veniently introduced into many aromatic compounds by the help 
of azobenzene. 

In the previous communication (loc. cit.), the carbonium formula 
has been suggested tentatively for azobenzene hydrochloride, 


C,H, NH:-N 0,8, <i Cl. An analogy between the compound 


and triphenylcarbonium chloride is found in the observation that 
they yield dark brown solutions in phenol or p-cresol, whereas only 
a slight deepening of colour is observed in other solvents. Benzyl- 
ideneaniline and benzophenoneanil, which are constitutionally 
closely related to azobenzene, do not show this colour change with 
phenol and hydrogen chloride; they do not act as phenylating 
agents in the Friedel-Crafts’ reaction. 
The reaction between azobenzene hydrochloride and toluene 
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the presence of aluminium chloride is more vigorous than that 


ha observed with benzene, so that in order to avoid the hydrogenating 
> yl action of toluene and aluminium chloride the temperature should 
» and F not be allowed to rise above 10—15°. ‘The product consists of a 
acelo- B mixture of the hydrochlorides of 4’-amino-4-methyldiphenyl, 


benzidine, aniline, and possibly semidine bases from which the 
former is most conveniently separated by fractional sublimation 
at 190—200°/20 mm. (the temperature being that of the bath). 
4'-Amino-4-methyldiphenyl, C,H,Me-C,H,-NH,, has m. p. 98-5— 


ment § 99°, in agreement with the observations of Klieg] and Huber (A., 
LT 1920, i, 835). 

Il, o-Azotoluene hydrochloride is transformed by benzene in the 
31— — presence of aluminium chloride into the hydrochloride of 4-amino-3- 
usly & methyldiphenyl which is isolated from the crude product of the 


e of F reaction by fractional sublimation in a vacuum. 4-Amino-3- 
that § methyldiphenyl, C,H;-C,H,Me-NH,, is a pale yellow, viscous liquid, 
sing § b. p. 190—191°/15 mm., which does not solidify when placed in a 
lium — freezing mixture. Its acetyl derivative forms colourless crystals, 


m. p. 165-5°, whereas the benzylidene compound crystallises in yellow 
leaflets, m. p. 108-5°. 

The action of naphthalene on azobenzene hydrochloride in the 
presence of aluminium chloride has been examined in carbon 
} disulphide solution; the yields of the products and the success 


y it § of the experiments depend greatly on the purity of the reagents. 
vity § The crude product is a mixture of the hydrochlorides of benzidine 
etal § and p-«-naphthylaniline with naphthylazobenzene and dinaphthyl- 


azobenzene (the azo-compounds have only been examined quali- 
tatively up to the present). p-«-Naphthylaniline, C,j)H,-C,H,NHg, 
crystallises in colourless leaflets, m. p. 94—95°; it yields a benzyl- 
idene compound, pale yellow crystals, m. p. 164-5°. 

Azobenzene hydrochloride and diphenyl yield 1-phenyl-4-p- 
aminophenylbenzene, CgH,Ph°C,H,°NHg, silvery leaflets, m. p. 198° 
(in an atmosphere of carbon dioxide). The base yields solid yellow 
diazonium salts which are relatively very stable and couple with 
R-salt with the formation of a bluish-red dye. The diazoniuwm 
sulphate is deaminated by an alkaline solution of sodium stannite 


i” with the formation of 1 : 4-diphenylbenzene, m. p. 209°. H. W. 

Attempts to Prepare Red Sulphide Dyes. II. Mercaptan 
la F Derivatives of Azo-dyes. Epwin Roy Warson and SIKHI- 
le, fF suusuan Durr (T., 1922, 121, 2414—2419). 


nd Some Arylazoglyoxalines. Frank Ler Pyman and Lavr- 
at ENCE Barnett Timmis (J. Soc. Dyers and Col., 1922, 38, 
q 269—272).—-The arylazoglyoxalines of the type eon -NR, 


where R is an aryl group, formed by coupling glyoxaline with 
diazonium salts in alkaline solution, are produced in widely varying 
yield according to whether the diazonium compound contains 
an ortho-substituent or not. Thus the yield of 2-benzeneazo- 
glyoxaline is 74% of the theory, 2-y-bromobenzeneazoglyoxaline 
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85%, 2-p-tolueneazoglyoxaline 84%, 2-p-ethoxybenzeneazoglyox. 
aline 64%, and 2-p-sulphobenzeneazoglyoxaline 52%, as against 
2-0-tolueneazoglyoxaline 26%, and 2-0o-methoxybenzeneazoglyoxal. 
ine 10%. The yields of 2-aminoglyoxaline, formed by reduction 
with stannous chloride of such arylazoglyoxalines as have a para. 
substituent in the benzene ring also vary widely, ranging from 
only 15% from 2-p-tolueneazoglyoxaline to 26% from the p-ethoxy. 
compound, 43% from the p-sulpho-compound, and 56% from the 
p-bromo-compound. Those not containing a para-substituent give 
under similar treatment 65—75% yields of diaminophenylglyoxal- 
ines. These diamines cannot be tetrazotised, as the glyoxaline 
amino-group does not react normally with nitrous acid. The 
arylazoglyoxalines dye wool brownish-yellow shades, but the 
colours are not fast. 2-0-Methoxybenzeneazoglyoxaline forms orange 
prisms, m. p. 161° (corr.), which on reduction with stannous chloride 
yield 2: 4’-diamino-4-m-methoxryphenylglyoxaline, isolated as _ its 
dihydrochloride, white needles, m. p. 268° (corr., decomp.). It also 
forms a picrate, m. p. 202° (corr.), and a sparingly soluble sulphate. 
2-p-Ethoxybenzeneazoglyoxaline forms brownish-red plates, m. p. 
216° (corr.). G. F. M. 


The Triazo-group. XXII. Cinnamic Acid Chlorohydrin 
and its Conversion into «-Triazo-$-hydroxy-$-phenylpro- 
pionic Acid. Martin Onstow Forster and WIL1L1AM Bristow 
SAVILLE (T., 1922, 121, 2595—2601). 


The Coagulation of Proteins by Heat. W. W. LEPESCHKIN 
(Biochem. J., 1922, 146, 678—701).—The coefficient of denaturation 
is equal to 1-5—2-5 per one degree. From the study of the influence 
of alkalis and acids on denaturation, it is concluded that denatur- 
ation is a weak hydrolysis of protein. The denaturation of protein 
is increased by the presence of salts—potassium thiocyanate has a 
greater effect than potassium sulphate and potassium chlorate 
takes the middle position, that is, the effect depends on the lyotropic 
properties of the salts. The coagulation of denaturated protein 
proceeds at a certain temperature considerably more rapidly than 
the denaturation at the same temperature if the protein solution 
contains a sufficiently large amount of salt. The temperature 
coefficient of coagulation of denaturated albumin is greater than 
that of arsenic trisulphide or lecithin, but is nearer to that of lecithin, 
which occupies an intermediate position between a suspensoid 
and an emulsoid. Acid strongly increases and alkali strongly 
diminishes the coagulation rate of denaturated albumin. The 
increase, however, is not proportionate to the concentration of the 
hydrogen or hydroxy] ions, and is evidently due to the formation of 
acid and alkali compounds of the denaturated protein. The colloidal 
state of the acid compounds is nearer to that of a typical suspensoid, 
whilst that of alkali compounds is nearer to that of an emulsoid. 
The colloidal state of the acid compounds of denaturated albumin 
is not identical with that of the denaturated acid compounds of 
native albumin formed in the presence of the same concentration 
of acid. The coagulation velocity of denaturated albumin formed 
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lyox. | in the presence of potassium chloride is greater than the coagulation 
rainst § velocity of denaturated albumin formed when the salt is not present. 
oxal. § Serum-albumin and egg-albumin are altered after prolonged dialysis 
ction J in such a manner that after denaturation they show a greater sus- 
para. § ceptibility to salts than before. This is not in agreement with the 
from § observations of Pauli and Handovsky. The action of the kations 


on the velocity of coagulation of denaturated albumin is not pro- 
portional to their valency; tervalent kations produce an acceler- 
ation which is almost the same as that produced by univalent 
ions, and consequently the coagulation of denaturated albumin 
eannot be regarded simply as a process of electrical discharge of 
protein particles by the ions, but must be held also to be a chemical 


the | phenomenon. S. 8. Z. 

ange Adsorption of Proteins, Ferments, Toxins, and Sera by 
ride F Aluminium Hydroxide. M. A. Raxusin (Z. Immunit., 1922, 
its # 34 155—193; from Chem. Zentr., 1922, iii, 644)—Albumin in 


egg-white solution is separated into two components by anhydrous 
aluminium hydroxide. The two components differ in optical 


i rotatory power. Casein is adsorbed without separation. Chondrin 
< is separated from chondroitin-sulphuric acid which remains in 
rin § solution whilst the colloidal chondrin residue is irreversibly adsorbed. 
ro- — Pepsin, trypsin, and pancreatin are partly adsorbed. Papain in 
‘ow — aqueous solution is not absorbed. Diastase is decomposed. Koch 
tuberculin and Denys tuberculin may be distinguished through 
ad their adsorption by aluminium hydroxide. Péhl spermin, diphtheria 
a antitoxin, and pepsin-fibrin peptone all undergo separation into 
simpler components on treatment with aluminium hydroxide. 
a G.W.R 
le . WwW. R. 
ein The Nitrogen Distribution in Bence Jones's Protein. A 
3a New Colorimetric Method for the Estimation of Tryptophan 
ute in Protein. Ery Lisscuer (Biochem. J., 1922, 16, 556—563).— 
pic Bence Jones’s protein differs from all the proteins analysed up to 
»in the present time, not only in its physical behaviour, but also in 
an its nitrogen distribution as determined by Van Slyke’s method. 
on There is, however, some evidence that the same protein appears 
re in the urine in all cases of Bence Jones’s proteinuria. 
un The author proposes to use benzaldehyde instead of form- 
n, aldehyde in Fiirth’s and Sieben’s colorimetric method for the 
id estimation of tryptophan (A., 1921, ii, 71). 8. 8. Z. 
ly The Content of the Proteins of the Lens in Histidine, 


Arginine, and Lysine. A. Jxss (Z. physiol. Chem., 1922, 122, 
160—165).—The three proteins in the lens, «-crystallin, 6-crystallin, 
and aibumoid contain, respectively, 38%, 26%, and 27% of 
histidine, 8-0%, 7-5%, and 103% of arginine, and 3- v/s 46%, 
and 3- 89, of arginine. O. K. 


The Physical Chemistry of Hemoglobin in cag W. E. L. 
Brown and A. V. Hit (Arch. Néerland. physiol., 1922, 7, 174— 
178).—It has been suggested that hemoglobin is polymerised by 
salts, and that it combines with oxygen according to the equation 
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Hb,+70,-—(Hb0O,),. This view is supported by measurements 
of the heat of reaction of hemoglobin with oxygen. W.O.K. 


Nucleic Acid—Protein Compounds. H. Srevuper and £. 
PxrIsER (Z. physiol. Chem., 1922, 122, 298—306).—In order to eluci- 
date the structure of nucleoproteins, presumably salts of nucleic 
acid and protein, salts of this type have been prepared from clupein 
and guanylic acid, from clupein and yeast-nucleic acid, and from 
clupein and eosin, and their content in phosphorus and in nitrogen 
has been determined. W. O. K. 


The Diastatic Action of Albumoses and Amino-acids. 
W. BrepermMaAnn (Arch. Néerland: physiol., 1922, 7, 151—156).— 
If blood-fibrin is heated with water in a sealed tube at 160—170°, 
the resulting solution after filtration shows a definite diastatic 
action on starch. This does not take place in the absence of 
oxygen or of sodium chloride. Certain amino-acids, for example, 
glycine and leucine, have a similar action, and with these, too, 
the presence of oxygen and of salt ions is necessary. W. O. K. 


Invertase. III. Ricuarp WILLSTATTER, JOHANNA GRASER, 
and RicHarp Kuun (Z. physiol. Chem., 1922, 123, 1—78; cf. A., 
1921, i, 823; this vol., i, 598)—Preparations of autolysed yeast 
change with age in such a way that the invertase becomes practically 
completely precipitable by lead acetate. This, in combination 
with the methods previously used (loc. cit.)}—particularly adsorp- 
tion with aluminium hydroxide and dialysis—gives a means of 
obtaining extremely active invertase preparations. The precipi- 
tation by kad acetate is affected also by other factors such as 
incidental substances present in the invertase solution, particularly 
phosphates. The phosphorous content of these very highly active 
invertase preparations is very low. 

The activity of invertase appears to be independent of the other 
compounds which accompany it, and also independent of the state 
of aggregation. Incidental impurities are, however, important in 
this respect, that the very pure preparations are much less stable. 
They can be protected by the addition of, for example, calcium 
chloride or yeast-gum. 

Purified invertase has an optimum activity at Py, 4-6. Experi- 
ments carried out on the kinetics of the reaction indicate that it is 
unimolecular. W. O. K. 


The Phosphorus Content of Purified Saccharase Prepar- 
ations. H. von EvuLer and O. SvaAnBERG (Arkiv Kem. min. 
Geol., 1922, 8, No. 12, 1—13).—By estimating the concentration 
of silver ions electrometrically, the dissociation constants of the 
silver salts of the following acids have been determined : cysteine, 
0-89 10%; combined nucleic acid, 0-28x107; guanylic acid, 
4:2x10%; inosic acid, 93105; adenylic acid, 1-85x10°; 
guanosine, 1x10; adenosine, 5-010; caffeine, 4:9x 10°; 
guanine, about 10“; uric acid, about 10. These may be compared 
with the value of 0-87 x 10~ obtained for a highly purified saccharase. 
It is probable that the presence in the saccharase molecule of 
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components of the nature of nucleic acids may explain the poisoning 
of the enzyme by silver salts, as these acids have a strong affinity 
for silver ions. 

Purified saccharase solutions after exhaustive dialysis leave an 
ash which can be completely accounted for by the phosphoric acid 


present, indicating the absence of any corresponding metal as base. 
W. O. K. 


Enzyme Chemistry. Hans von Ever and Kart Myrpack 
(Arkiv Kem. Min. Geol., 1922, 8, No. 17, 1—15).—By acting on a 
purified saccharase solution with Bacillus macerans, or with the 
digestive enzyme from Helix pomatia, and then dialysing, the 
authors: have obtained a preparation of only slightly diminished 
activity, but with a much smaller dry residue. The activity of the 
material left’ behind was therefore much increased. The enzyme 
from Aspergillus oryze and also Taka diastase gave similar results. 

In presence of phenol, dextrose is more easily esterified by 
phosphate under the influence of yeast than is maltose. In the 
presence of toluene, the initial fermentation of dextrose and maltose 
is inhibited much more than that of saccharose. W. O. K. 


Reductases. I. Some Conditions of the Activity of Starch 
Reductase. I. A. SmoropincEv (Z. physiol. Chem., 1922, 123, 
130—144).—Estimations made of the amount of nitrite produced 
from nitrate by an extract of potatoes in presence of acetaldehyde 
indicate an increase in the reaction with increase of the amount 
of ferment used, but not nearly so marked an increase with increas- 
ing amount of aldehyde. Neither formaldehyde nor vanillin is 
so efficient as acetaldehyde. With acetaldehyde, the reaction 
ceases after thirty to sixty minutes. Atmospheric oxygen does 
not appear to be harmful, and very dilute acid is favourable, 
although greater concentrations markedly retard the reaction. 


W. O. K. 


Synthesis of Aromatic Arsinic Acids. Hrtnricn Bart 
(Annalen, 1922, 429; 55—103).—The method of preparing aryl- 
arsinic acids by the interaction of aromatic diazonium solutions 
with acid or alkaline arsenite solutions, which has been widely 
used of recent years, was nevertheless originated by the author 
(D.R.-P. 250264). 

Details are given for the preparation of a number of arylarsinic 
acids certain of which are new: phenylarsinic acid, o-tolylarsinic 
acid, m-tolylarsinic acid, p-tolylarsinic acid, p-ethoxyphenylarsinic 
acid, p-acetylaminophenylarsinic acid, o-chlorophenylarsinic acid, 
needles, m. p. 181°, m-chlorophenylarsinic acid, m. p. 175°, p-chloro- 
phenylarsinic acid, o-carboxyphenylarsinic acid, m-carboxyphenyl- 
arsinic acid, needles which lose water at 250°, p-carboxyphenyl- 
arsinic acid, p-phenylenediarsinic acid, o-hydroxyphenylarsinic acid, 
m. p. 191°, p-hydroxyphenylarsinic acid, o-nitrophenylarsinic acid, 
needles, m, p. 233°, m-nitrophenylarsinic acid, needles, m. p. about 
200°, p-nitrophenylarsinic acid, m. p. above 300° (decomp.), op-di- 
nitrophenylarsinic acid, 5-nitro-2-hydroxyphenylarsinic acid, decomp. 
VOL, CXXI. i, it 
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250°, o-nitro-p-hydroxyphenylarsinic acid, m. p. 228°, and m-nitro- 
p-hydroxyphenylarsinic acid. 

Diphenylarsinic acid, m. p. 178°, is obtained from benzene. 
diazonium chloride and phenylarsine oxide. p-Nitrophenylarsenious 
acid is obtained by reduction of p-nitrophenylarsinic acid; on 
treatment with a diazo-solution prepared from p-nitroaniline it 
yields di-p-nitrophenylarsinic acid, m. p. 278°. C. K. I. 


Synthesis of Aromatic Arsinic Acids by the Interaction 
of isoDiazo-compounds with the Arsenite-ion. HErtnricu 
Bart (Annalen, 1922, 429, 103—113).—The same end-product is 
obtained if in the general reaction referred to in the preceding 
abstract the diazonium solution is replaced by alkaline isodiazotates. 
Details are given for the preparation by this method of the follow- 
ing substances: o-nitrophenylarsinic acid, m-nitrophenylarsinic 
acid, p-nitrophenylarsinic acid, phenylarsinic acid, o0-carboxy- 
phenylarsinic acid, and p-carboxyphenylarsinic acid. C. K. I. 


Two New Syntheses of mm’-Diamino-pp’-dihydroxyarseno- 
benzene (Salvarsan Base). HertnricH Bart (Annalen, 1922, 
429, 113—122).—The first synthesis consists in converting 3-amino-6- 
hydroxyazobenzene into 4-hydroxy-3-benzeneazophenylarsinic acid 
(cf. preceding abstracts) which on reduction yields the required 
substance and two molecules of aniline. 

The starting point of the second synthesis is p-nitro-o-amino- 
phenol, which is condensed with ethyl chloroformate and _ the 
urethane, m. p. 208°, reduced to give p-amino-o-carbethoxyamino- 
phenol. The latter is readily converted into m-carbethoxyamino-p- 
hydroxyphenylarsinic acid, m. p. 200°, which on reduction gives the 
urethane of the required base. C. K. I 


The Colloidal Properties of Arsphenamine [Salvarsan| 
and Allied Products. Grorcr W. Raiziss and JosePH L. Gavron 
(J. Pharm. Expt. Ther., 1922, 20, 163—179).—Experiments on the 
dialysis of 3: 3’-diamino-4 : 4’-dihydroxyarsenobenzene _hydro- 
chloride (salvarsan) through a parchment membrane indicate that 
the solution in water is of a colloidal nature as it diffuses through 
the membrane but slightly, whilst in methyl-alcoholic solution it 
diffuses more readily. The disodium salt diffuses about four times 
as quickly as the hydrochloride. By dialysing silver sodium 
salvarsan, it is found that the arsenic diffuses to the extent of 
about 26% in thirty-six hours, whilst the silver remains completely 
behind. Similar results have been found with gold sodium sal- 
varsan. This is taken to indicate that in these compounds the 
silver or gold is probably in a colloidal form and not chemically 
combined with the arsenic organic compound. W. O. K. 


The Sulphur Content of Arsphenamine [Salvarsan] and its 
Relation to the Mode of Synthesis and Toxicity. III. 
Wa tTEeR G. CHRISTIANSEN (J. Amer. Chem. Soc., 1922, 44, 2334— 
2342; cf. A., 1921, i, 370; this vol., i, 186, 6Vi; Fargher and 
Pyman, T., 1920, 117, 370).—It is shown that in reducing 3-nitro- 
4-hydroxyphenylarsinic acid to salvarsan the formation of relatively 
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toxic products with a high sulphur content is not due to impurities 
in the commercial sodium hyposulphite. The salvarsan base is 
fairly uniform in regard to toxicity and sulphur content irre- 
spective of the period of formation during the reduction. Amino- 
hydroxyarseno-compounds in general contain the fewest sulphur 
atoms when prepared from the amino-acids. Fixation of the 
hydroxyl hydrogen atom in the nitrohydroxyarsinic acids tends 
to make the hyposulphite reduction abnormal, and the products, 
when they can be isolated, contain more sulphur than analogous 
substances prepared without fixation of this hydrogen atom. The 
hydroxyl hydrogen ortho to the nitro-group seems to play an 
important réle in the formation of arseno-compounds of the type 
under consideration. The sulphonic acid group found in certain 
samples of arsphenamine probably enters the ring by way of the 
nitrogen atom with the intermediate formation of a sulphamic 
acid. 

Compounds described are: 3-nitro-4-methoxyphenylarsinic acid; 
3-nitro-4-hydroxy-5-methylphenylarsinic acid; 4-methoxy-5-methyl- 
phenylarsinic acid and its 3-nitro-derivative ; 3-nitro-4-carbomethoxy- 
phenylarsinic acid; 3-nitro-4 : 6-dimethoxyphenylarsinic acid; 3- 
acetylamino-4-methoxyphenylarsinic acid; 3: 3'-diamino-4: 4’-di- 
methoxyarsenobenzene dihydrochloride; 3 : 3’-diamino-4 : 4'-dihydr- 
oxy-5 : 5'-dimethylarsenobenzene dihydrochloride; and 3 : 3’-diamino- 
4:4':6 : 6’-tetramethoxyarsenobenzene dihydrochloride. W. G. 


Aromatic Antimony Compounds. Hans Scumipr (Annalen, 
1922, 429, 123—152).—VI. New Reciprocal Interconversions of 
Mono-, Di-, and Tri-arylantimony Compounds.—The examples given 
in this paper show that it is possible to realise the reciprocal 
interconversion, in the sense of the formulz following, of mono-, 
di-, and tri-aryl derivatives of tervalent antimony. 


ArSbX,  Ar,SbX  Ar,Sb 


p-Acetylaminophenyldichlorostibine hydrochloride, 
NHAc’C,H,SbCl,,HCl,H,O, 
is obtained as colourless crystals, sintering at 125°, by reducing 
p-acetylaminophenylantimonious acid with stannous chloride. It 
decomposes on keeping, but free p-acetylaminophenyldichlorostibine, 
which is obtained from it by rubbing with methyl alcohol, is quite 
stable, forming colourless crystals, m. p. 200°. ‘This substance on 
treatment with ammonia yields p-acetylaminophenylstibinous oxide, 
NHAc-C,H,’SbO,H,O, sinters at 180°, which on boiling with 
methyl alcohol is converted into tri-p-acetylaminophenylstibine. 
This crystallises from methyl alcohol as needles, with 0°5H,O, 
sintering at 205°, m. p. 270°, from acetone in an anhydrous form, 
m. p. 268°, and from aqueous acetone in a form containing (2/3)H,O, 
which sinters at 225°. On oxidation with hydrogen ‘peroxide it 
yields tri-p-acetylaminophenystibine oxide hydrate, 
ro ae (NHAc:C,H,),Sb0,4H,0, 


m. p. 200°. 
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Tri-p-acetylaminotriphenylstibine, on treatment with methy| 
alcoholic hydrogen chloride, passes into di-p-acetylaminophenyl. 
chlorostibine hydrochloride, m. p. 135°, which yields di-p-acetyl. 
aminophenylhydroxystibine, (NHAc°CgH,),Sb°OH,1:5H,O, m. p 
about 130°, on treatment with methyl-alcoholic sodium hydroxide. 
Any of these compounds on oxidation with hydrogen peroxide 
under appropriate conditions gives di-p-acetylaminophenylstibinic 
acid, (NHAc°C,H,),SbO°-OH,3H,0, which sinters and turns brown 
at 235°. 

Diphenylacetoxystibine, needles, m. p. 132°, is produced from 
triphenylstibine when the latter is heated with methyl -alcoholic 
hydrochloric acid and the product obtained after making alkaline 
is crystallised from acetic acid. Triphenylstibine diacetate, 
Ph,Sb(OAc),, m. p. 215°, is formed when triphenylstibine is 
oxidised in acetone solution with hydrogen peroxide and the 
product treated with acetic acid. 

Derivatives of diphenylhydroxystibine readily pass on treatment 
with such reagents as formic, acetic, and hydrochloric acids into 
derivatives of phenyldihydroxystibine. 

VII. p-Amino-, p-Hydroxy-, and p-Ethoxy-phenylantimonious Acids. 
—p-Aminophenylstibinic acid, 3NH,°C,H,SbO(OH),,4H,O, is ob- 
tained by hydrolysis of p-acetylaminostibinic acid, and on treatment 
with hydrochloric acid gives p-aminophenyltetrachlorostibine hydro- 
chloride, NH,Cl-C,H,*SbCl,,1°5H,O, m. p. 155° (decomp.). p-Hydr- 
oxyphenylstibinic acid, 30H:C,H,SbO(OH),,6H,0, 1s prepared from 
the amino-compound by the diazo-reaction, and gives a char- 
acteristic pyridine double salt, m. p. 176°. p-Ethoxyphenylstibinic 
acid, 30Et-C,H,*SbO(OH),,2H,O, is obtained by the diazo-reaction 
from p-phenetidine ; it forms a colourless powder which turns dark 
but does not melt at 270°. 

VIII. mm’- Diamino - pp’ - dihydroxystibiobenzene. m-Nitro- p- 
hydroxyphenylstibinic acid on reduction by stannous chloride 
gives m-amino-p-hydroxyphenyldichlorostibine hydrochloride, m. p. 
165—170°, which on further reduction with hypophosphite yields 
mm’ -diamino-pp’ -dihydroxystibiobenzene, 

OH-C,H.(NH,)-Sb:Sb-C,H,(NH,)-OH. 


C. K. I. 


Organo-metallic Compounds. III. The Mechanism of 
the Wurtz-Fittig Synthesis. Hans Heinrich ScHLUBACH and 
Epvuarp C. Gozs (Ber., 1922, 55, [B], 28892902; cf. A., 1920, i, 
19).—The extension of the observations of the action of carbon 
monoxide on sodium alkyls (Schlubach, loc. cit.) to.the Wurtz- 
Fittig synthesis leads the authors to the following general con- 
ception of the course of the latter change. The primary phase 
consists in the transformation of alkyl haloid into the corresponding 
radicle: R:Hal+Na—>R--+NaHal. In the second phase, the 
radicle may combine with sodium to yield the sodium alkyl, RNa, 
may become polymerised to the saturated hydrocarbon, R-R, or, 
if a hydrogen atom is readily displaced, may become transformed 
into R_, and R,,. In the third phase, the sodium alkyl 
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may react with alkyl haloid to give a saturated hydrocarbon, 
RNa+RHal —> R-R+NaHal, or the transformation to R_, and 
R.g, may again occur. In the aliphatic series from ethyl 
upwards, the last is the main change. With methyl, on the 
other hand, this change is not observed, the main result being 
the union of the alkyl radicles with production of ethane. 
With increasing length of the aliphatic hydrocarbon chain, the 
transformation becomes less marked and the union of the radicles 
more pronounced, so that (with cetyl bromide, for example) good 
yields of saturated hydrocarbons are ultimately obtained. In the 
aromatic series, the formation of sodium aryls takes place smoothly ; 
the slight reactivity of aromatically combined halogen makes the 
further production of compounds, R-R, difficult, whereas it is easy 
with aliphatic haloids. Complications of the reaction which are 
due to the solvent can also arise. Thus sodium ethyl reacts with 
diethyl ether to yield ethylene and ethane in accordance with the 
equation Et-O-Et-+-NaEKt=NaOEt+C,H,+C,H,. With benzene 
and its homologues, a reaction can also occur : R-Na+R’H=R:H+ 
R’Na (cf. Schorigin, A., 1910, i, 547). 

The characteristic phenomena on which the hypothesis of the 
pre-existence of free radicles is based are found, not only with 
sodium alkyls, but also with many organometallic compounds. 
The reducing properties of the organometallic derivatives of zinc 
and magnesium are well known, and Spiath (A., 1914, i, 1) has 
observed that the same anomalous products are obtained when 
alkyl haloids react with Grignard’s reagents and with sodium 
alkyls. It therefore appears probable that free radicles are also 
formed in this case; Hess’s recent assumption of the existence of 
magnesium hydrogen haloids (A., 1921, i, 777) appears to be 
unnecessary. 

Blue products are invariably produced during the course of a 
Wurtz-Fittig synthesis. These have been considered by Schorigin 
(A., 1908, i, 866) to be entirely inorganic. With this view the 
authors concur, since examination of the product from benzyl 
chloride and sodium shows it to be discoloured sodium chloride. 

When bromobenzene is added gradually to sodium beneath dry 
benzene in an atmosphere of carbon monoxide, absorption of the gas 
begins after about two hours and is complete within about eight 
days. The products are benzoic acid, diphenyl, benzophenone, and 
triphenylearbinol. Ethyl bromide, sodium, and carbon monoxide 
in the presence of ethyl ether give ethylene, diethyl ketone, and 
triethylcarbinol. 

The hope of isolating the. cetyl radicle has led the authors to 
study the action of sodium on cetyl bromide in the presence of a 
little ether; carbon monoxide is not absorbed during the change, 
and the crystals of metallic lustre which separate do not yield 
any organic substance when treated with water. At a somewhat 
higher temperature, dicetyl, m. p. 70-5°, is obtained in 88% yield. 

_ Definite evidence of the transitory existence of sodium alkyls 
in the Wurtz-Fittig synthesis is found in the observation that 


benzyl chloride and sodium give an immediate wine-red coloration 
pie 
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(benzyl sodium in contrast to the other alkyl sodium compounds 
is red in colour) which gradually passes to the customary dark 
blue. 

A mixture of equivalent quantities of ethyl bromide and bromo. 
benzene is converted by sodium in an atmosphere of carbon mon- 
oxide into benzoic acid, benzophenone, and triphenylearbinol; it 
thus appears that under similar conditions sodium phenyl is pro. 
duced more readily than sodium ethyl, and that unchanged ethyl 
bromide reacts more readily than bromobenzene with sodium 
phenyl. In the main, the change occurs through the phases: 
PhBr-+2Na —> PhNa-+NaBr and PhNa+EtBr—> Ph:Et+NaBr. 

The tendency of the radicles to saturate their free valency is 
evidenced not only by polymerisation, but also by loss of hydrogen; 
as a general rule, a second radicle plays the part of acceptor (for 
example, 2C,H, —> C,H,+C,H,), but this réle may also be played 
by a readily oxidisable material. Thus sodium ethyl and benz- 
aldehyde, when heated in the presence of toluene, give ethylene, 
benzyl alcohol, and phenylethylearbinol (cf. also Schorigin, A., 1908, 
i, 881). H. W. 


The Preparation and Properties of Organic Stanno- and 
Stanni-chlorides. V. The Salts of certain Special Bases. 
J. G. F. Druce (Chem. News, 1922, 125, 265—267; cf. this vol., 
i, 639) —Hydroxylamine stannichloride, (NH,*OH),,H,SnCl,, forms 
a microcrystalline deposit from dilute hydrochloric acid, soluble in 
cold water, but hydrolysed in the hot. 5-Aminoquinoline sianno- 
chloride, C,H,N,,H,SnCl,, forms pale yellow prisms, m. p. 160°; 
5-aminoquinoline stannichloride, CyH,N,,H,SnCl,, forms orange 
crystals, m. p. 242°; these give cloudy solutions in water. 6-Amino- 
2-meihylquinoline stannochloride, CyyH4gN,,H,SnCl,, forms felted 
masses of deliquescent, white crystals giving a clear solution in 
cold water; it decomposes at 180°. 6-Amino-2-methylquinoline 
stannichloride, C,5H 1 N.,H,SnCl¢, forms nacreous plates, m. p. 224— 
228° (decomp.), soluble in cold water to a clear solution which 
slowly deposits hydrated stannic oxide. isoQuinolinz stanni- 
chloride, (CsH,N),,H,SnCl,, forms almost colourless, prismatic 
crystals, m. p. 265°, soluble in cold but hydrolysed by hot water. 

K. H. R. 


Physiological Chemistry. 


Influence of Hydrogen Sulphide on Respiration. H. W. 
Hae@earp and Y. HenpERsSON (Amer. J. Physiol., 1922, 61, 289— 
297).—An atmosphere containing 0:059% of hydrogen sulphide 
causes the death, from lung oedema, of dogs only after many hours’ 
continued breathing, whereas a concentration of 0-1% causes 
death in fifteen to twenty minutes. Estimations of the carbon 
dioxide and oxygen content of the blood and its carbon dioxide 
combining power indicate that hydrogen sulphide in sufficient 


PHYSIOLOGICAL CHEMISTRY. i, 1207 


amount stimulates the respiration through an action on the vei. 
As a result, carbon dioxide is removed from the blood and the 
hydrogen-ion concentration of the blood lowered until alkalosis 
of sufficient degree is produced, when the stimulating action of the 
hydrogen sulphide is counteracted and an apnea follows, before 
and during which the hydrogen sulphide of the blood is oxidised. 
Small amounts of hydrogen sulphide are generally without per- 
ceptible effect on the respiratory centre, whereas larger amounts 
paralyse respiration. CHEMICAL ABSTRACTS. 


Relation between Changes of Temperature and Consump- 
tion of Oxygen by Cold-blooded Animals. M. N. J. DirKEN 
(Arch. Néerland. physiol., 1922, 7, 126—131).—Measurements of 
the oxygen consumption of cockroaches (Periplaneta americana) 
show an increase with rise of temperature, the temperature coefficient 
being 4:3 between 10° and 20° and 1-7 between 20° and 30°. . 

W. O. K. 


Gas and Electrolyte Equilibria in Blood. I. Technique 
for Collection and Analysis of Blood, and for its Saturation 
with Gas Mixtures of Known Composition. J. H. AUSTIN, 
G. E. Cutten, A. B. Hastings, F. C. McLean, J. P. Peters, and 
D. D. Van Styxe (J. Biol. Chem., 1922, 54, 121—147).—The 
authors describe a technique for the preliminary treatment of 
blood by means of which it is hoped, in conjunction with analytical 
methods previously described (Van Siyke and Stadie, this vol., 
ii, 78), to obtain accurate quantitative data concerning the various 
reactions involved (cf. Henderson, A., 1921, i, 473) in the respiratory 
changes in blood. The main features of the technique are two 
methods for saturating the blood with gas mixtures whereby 
changes in the gaseous equilibrium, due to the changes in pressure 
and temperature which result when the tonometer is removed from 
the bath, may be avoided. In the first method, the tonometer 
consists of two chambers connected by means of a rubber tube. 
When saturation is complete, the blood is run into the smaller 
chamber, the rubber connexion is closed at two points by means 
of clamps, and the chambers are then separated by cutting the 
rubber at a point between the two clamps. Before removing the 
smaller chamber from the bath, the gases are displaced from it by 
mercury from a levelling bulb. In the second method, analysis 
of the gas phase is avoided by calculating the amount of carbon 
dioxide and oxygen taken from it by the blood during saturation. 
The whole technique, from the drawing of the blood to the analysis 
of the blood gases, is described in detail in the original, and a 
diagram is provided illustrating the apparatusemployed. Equations 
necessary for the calculations involved are also developed. E. S. 


Gas and Electrolyte Equilibria in Blood. II. The 
Reversibility of the Effects of Changes in Carbon Dioxide and 
Oxygen Tensions on the Carbon Dioxide Content of De- 
fibrinated Horse Blood. Joun P. Prerers, GLENN E. CULLEN, 
and J. Harotp Austin (J. Biol. Chem., 1922, 54, 149—152).—No 
irreversible changes in the carbon dioxide capacity of defibrinated 
ti* 2 
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horse blood are produced by reducing the carbon dioxide or oxygen 
tension to 15 mm. The reduction of the carbon dioxide capacity 
of dog’s blood by similar treatment is probably due, as Evans 
(this vol., i, 890) suggests, to the formation of acid, which occurs 
rapidly in dog’s blood. E. S. 


Calcium in the Blood. P. van Paassen (Nederland. Tijdschr. 
Geneeskunde, 1921, 65, ii, 1162—1171).—The concentration of the 
calcium-ions, on which the effect of the calcium content of the 
blood depends, in serum is given by the expression K{H*]/[HCO,~] 
where K=350. Thus, when the concentration of the hydrogen-ions 
is constant in the blood, a change in the concentration of calcium 
ions can be brought about only by increasing or decreasing the 
concentration of the hydrogen carbonate-ions. 

CHEMICAL ABSTRACTS. 


The Blood-sugar Content of Capillary Blood as Compared 
with that of Venous Blood. Isaac NeuwirtH and I.8. Kierner 
(J. Lab. Clin. Med., 1922, 7, 495—497).—In twenty individuals 
the capillary blood sugar was found to parallel the venous blood 
sugar. The average of all twenty capillary figures for blood-sugar 
is 0-136% as against 0-130° for the venous. The slight difference 
in this sense would be expected. The blood-sugar estimations 
were made by the Kleiner micro-method. 

CHEMICAL ABSTRACTS. 


Blood-sugar. A. Srasiak (Z. physiol. Chem., 1922, 123, 
104—115).—Dog’s blood shows an increase of its sugar content if 
it be boiled with 2% hydrochloric acid before precipitating the 
proteins with colloidal ferric hydroxide. Blood does not contain 
maltose. The bound sugar probably exists as a polysaccharide. 
If mercuric chloride is used to precipitate the proteins, no marked 
increase of reducing power is caused by hydrolysis. W. O. K. 


Exchange of Chlorine between the Red Blood Corpuscle 
and the surrounding Solution. I. The Influence of Nar- 
cotics on the Exchange of Chlorine. R. SreBEcK [in part with 
D. Hackmack] (Arch. expt. Path. Pharm., 1922, 95, 93—103).— 
Urethane increases the permeability of ‘the red blood-cells to 
chlorine-ions, and its action is parallel to its effect in inhibiting 
the oxidation processes in the cell. For example, both effects are 
reversible on removal of the urethane. Similar results are obtained 
by the use of other narcotics such as methyl, ethyl, propyl, n-butyl, 
and amyl alcohols, diethylurea, and phenylurea. . O. K. 


Coagulation of the Blood. II. Thrombin and Anti- 
thrombins. Jonun Wrtiiam PicKERING and JAMES ARTHUR 
Hewitt (Biochem. J., 1922, 16, 587—598; cf. this vol., i, 393).— 
The failure of the blood to coagulate after the injection of thrombin 
is not due to the secretion by the liver of an excess of antithrombin. 
The antithrombin obtained from liver is a post-mortem product. 
Yeast and hydrolysed edestin are also capable of yielding a similar 
principle which is a product resulting from the hydrolysis of pro- 


url 


no sk nD 


PHYSIOLOGICAL CHEMISTRY. i. 1209 


tein. The addition of thrombin to blood in the state of a reversible 
gel causes immediate coagulation. Thrombin seems to be the 
accelerator rather than the initiator of coagulation. 8.8. Z. 


The Carbamino-reaction of the Blood-proteins and their 
Alleged Importance in the Transport of Carbon Dioxide 
by the Blood. Camitto AvsEnpDa (Biochem. Z., 1922, 132, 
188—196).—From experiments on blood, serum, ascites-fluid, and 
pleural exudate, the author finds no evidence that Siegfried’s 
alleged ‘‘ carbamino-acids”’ play any part in the transport of 
carbon dioxide. If these fluids be saturated with carbon dioxide 
in the presence of milk of lime, or sodium carbonate or hydroxide 
and the proteins then precipitated by ammonium sulphate or 
obtained free from simple constituents by dialysis, there is no 
greater quantity of carbon dioxide fixed by the protein than in the 
normal physiological state of the blood. H. K. 


Colloidal Equilibrium of Blood Serum. RocGer FiscuEr 
(Compt. rend. Soc. Biol., 1922, 87, 124—126)—-Experiments were 
carried out on serum, and on the isolated proteins from serum 
and from egg, in order to determine whether or not there is a 
physical equilibrium between the albumin and globulin in the 
blood, the coagulation either by alcohol or by heat being examined 
in the presence of a 0-2% solution of gelatin. The globulin, like 
the whole serum, is found to be stabilised whilst the albumin 
becomes less stable. The globulin acts as a stabiliser for the 
serum-albumin, and this relationship is found to be general. The 
most stable ratio (50 parts of globulin to 100 parts of albumin) 
closely approaches that of the two proteins in the blood. 

CHEMICAL ABSTRACTS. 


The Separation of the Globulins of Horse’s Serum. M. 
Vita (Compt. rend., 1922, 175, 728—731; cf. Piettre and Vila, 
this vol., i, 63).—The globulins in the serum may be fractionated 
into three groups by addition of N/100-hydrochloric acid and 
subsequent treatment of the precipitate with acetone. The fraction 
so obtained contains globulin which is insoluble in acid under the 
conditions specified by the author. Another fraction separates on 
elimination of the added acid. The third fraction remains in 
solution: it has the character of serum-albumin. H. J. E. 


Cholesterol Content of Blood-serum. HrrMANN STRAUSS 
and WoLFGANG SCHUBARDT (Zentr. inn. Med., 1922, 43, 425—432; 
from Chem. Zenir., 1922, iii, 582).—Data are given for the cholesterol 
content of pathological blood-sera. From a consideration of fat 
exchange, it would appear that necrobiotic processes play a part in 
the changes in cholesterol content of sera. G. W. R. 


Human Mixed Saliva. I. Determination of the Hydrogen- 
ion Concentration of Human Mixed Saliva. II. Variations 
in the Hydrogen-ion Concentration. Henry E. Starr (J. 
Biol. Chem., 1922, 54, 43—54, 55—64).—I. The saliva is collected 
under oil to prevent loss of carbon dioxide. A portion (1 ¢.c.) is 
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diluted with freshly-boiled distilled water (9 c.c.) and the P, 
estimated colorimetrically, using bromo-thymol blue (1 c.c. of a 
0-01% solution) as indicator. 

II. Using this method, the Py values of 610 specimens of human 
mixed saliva were found to vary between 5-75 and 7-05, 86° of 
the specimens giving values between 6-35 and 6-80. The hydrogen- 
ion concentration of saliva varies directly with the alveolar carbon 
dioxide, increases after a meal and during exercise, and decreases 
as a result of voluntary deep breathing in the open air or of 
emotional excitement. Ingestion of large doses of sodium hydrogen 
carbonate decreases the salivary Py and increases the urinary Py. 


E. 8. 


Metabolism of Inorganic Salts. I. The Inorganic-ion 
Balance of the Blood in Parathyroid Tetany. Erwin G. 
Gross and Frank P. UNDERHILL (J. Biol. Chem., 1922, 54, 105— 
120).—The blood of dogs with parathyroid tetany showed a low 
calcium and a high potassium content; the values for other in- 
organic ions were approximately normal. Tetany is thus allied 
to a disturbance in the ratio of potassium to calcium and conse- 
quently of total univalent to total bivalent ions. E. 8. 


The Metabolism of Calcium. R. RosEmann (Arch. Néerland. 
physiol., 1922, 7, 358—361)—The consumption of large quantities 
of flesh increases the excretion of calcium. A low body content of 
calcium increases the readiness to hay-fever, the administration 
of calcium chloride acting beneficially. With increased calcium 
in the diet there results a retention of potassium, presumably to 
be explained by the antagonistic physiological action of calcium 
and potassium, and also an increased output of sodium. 


W. O. K. 


Some Induced Reactions and their Analogues in the 
Animal Body. N.N. Mirrra and N. R. Duar (Z. anorg. Chem., 
1922, 122, 146—150).—The authors point out that many substances 
—-proteins, carbohydrates, fats, ete.—which undergo oxidation in 
the animal body are under ordinary conditions stable in the presence 
of oxygen. The oxidation of these substances is readily induced 
by ferrous hydroxide, and it is argued that the iron of the blood 
induces the oxidation in the body. In the case of oxidation, the 
authors find that only easily oxidisable substances can act as 
negative catalysts; this is supported by several examples. 

W. T. 


The Gonads of Rhizostoma Cuvieri. Fere.ix Havrowitz 
(Z. physiol. Chem., 1922, 122, 145—159; cf. A., 1921, i, 206).— 
The gonads, after being freed from fat, were extracted with alcohol 
and with water, and in these extracts and in the residue the following 
substances were found on examination: potassium, sodium, 
magnesium, calcium, iron, chlorine, sulphate and phosphate, taur- 
ine, o- and p-cresolsulphonic acids, trimethylamine, betaine, choline, 
and various peptides and proteins containing alanine, tyrosine, 
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glutamic acid, arginine, phenylalanine, cystine, lysine, proline, 
and leucine. W. O. K. 


Influence of the Dextrose Concentration and of the 
Alkalinity on Glycolysis in Vitro. P. Mauriac and L. Smr- 
VANTIE (Compt. rend. Soc. Biol.; 1922, 87, 200—201).—Experi- 
ments with blood and with various organs (lung, testes) show that 
the amount of dextrose that is destroyed under standard experi- 
mental conditions bears a close relation to the initial dextrose 
content of the solution. The glycolysis is not always proportional 
to the quantity of sugar. The curve of the percentage loss of 
sugar gives the optimum point at a concentration of dextrose of 
about 0-3%. Similarly, the glycolysis is dependent on the reaction 
of the medium, a Py of 7-8 being the optimum. This reaction 
corresponds with that which has also been shown to be most favour- 
able to the consumption by the heart of sugar from the artificial 
circulating fluid. CHEMICAL ABSTRACTS. 


The Evolution of Oxidative Enzymes. G. Marinrsco 
(Compt. rend. Soc. Biol., 1922, 87, 31—34).—The author studied 
the oxydase reaction of various tissues, especially the nerve-tissue, 
in human embryos of different age and concludes that there is a 
double mechanism of respiration in the cell: (1) The iron plays 
the role of a catalyst and is present in the nucleus where there are 
no oxydases, and (2) the oxydase granules found in abundance in 
the cell are identified as mitochondria. CHEMICAL ABSTRACTS. 


Réle of Hydrogen and Hydroxyl-ion Diffusion in Nerve 
and Muscle Action. Ex.iot Q, Apams (J. Physical Chem., 1922, 
26, 639—649).—A theoretical paper in which calculations have 
been made based on the assumptions that nerve and muscle action 
depend on an autocatalytic conversion of dextrose or galactose 
into lactic acid, kept in check by diffusion, and that the significant 
factors in the initiation of a response are the autocatalytic reaction 
and the diffusion of hydrogen and hydroxyl ions. In plasma, the 
reaction of which is that of normal blood, [H*] 0-45~x107, 
Py 7:35, and X,—0-55 where X, is the hydrogen-ion potential 
relative to pure water at 37°, the reaction within the excitable 
nerve or muscle fibre is calculated to lie between [H*] 0-51 x10, 
Py 7:29, Xy—0-49, and [H‘] 1:03x 10, Py 6-99, Xqy—0-19. For 
effective stimulation, the reaction must be acidified locally 
within the fibre to a critical value which depends on the concen- 
tration of enzyme (lactacidase) present in the fibre, and must be 
more acid than the last-named figure [H*]>1-03 x 1077 , Py> 6-99, 
Xy>—0-19. It is calculated that a plasma reaction of Py 6-92, 
[H*] 1-20x10-7, X,—0-12 will abolish the response of nerve 
or muscle. This is in agreement with the observation of Van 
Slyke that the most acid reaction during life (in deep coma) is 
Py 6-95, [H*] 1:12 x10-’, X_—0-15. J. F.S. 

Production of Acetoacetic Acid from Urocanic Acid in 


the Surviving Liver. M. Konisui (Z. physiol. Chem., 1922, 
122, 237—240)—On transfusing the liver of a dog with urocanie 
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acid or with glyoxalinelactic acid, a small amount of acetoacetic 
acid is formed; the amount is rather more than after transfusion 
with histidine. W. O. K. 


The Proteolytic Enzymes of the Kidneys. S. G. Hepin 
(Z. physiol. Chem., 1922, 122, 307—317).—The kidneys of horses 
contain an enzyme attacking peptone with an optimum Py, of 7:8, 
and an enzyme attacking casein in acid solution. Preliminary 
treatment of the kidneys with acid increases the action of the 
enzymes, due apparently to the fact that the enzymes are gradually 
destroyed at approximate neutrality. W. O. K. 


A New Constituent of the Thyroid. UsaLtpo SAmMMARTING 
(Biochem. Z., 1922, 132, 293—294).—Freshly and finely divided 
thyroids (400 grams) were extracted with hot dilute acetic acid, 
and the solution concentrated and precipitated with basic lead 
acetate. The lead-free filtrate was concentrated and precipitated 
with alcohol. The filtrate from this gave potassium picrate, and 
then a red picrate unmelted at 300°, and a picrate, m. p. 255—295°. 
After removal of picric acid from the mother-liquors, addition of 
alcohol precipitated a crystalline substance, m. p. 225—228°, 
which contained calcium, nitrogen, carbon, and a large proportion 
of oxygen. H. K. 


The Influence of the Thyroid on Creatine—Creatinine 
Metabolism. Pavt Scuenx (Arch. expt. Path. Pharm., 1922, 
95, 45—63).—In thyroidectomised rabbits, the blood creatinine is 
not markedly decreased, but the excretion of preformed creatinine 
in the urine shows a marked diminution. A marked increase then 
takes place on administration of thyroid extract. W. O. K. 


Mechanism of the Contraction of Striated Muscle pro- 
duced by Poisons. V. The Action of Specific Muscle 
Poisons on Lifeless Colloids. OrTto Rigssrr and S. M. Nrv- 
scHLosz (Arch. expt. Path. Pharm., 1922, 94, 190-—221).—Character- 
istic changes in the viscosity of a gelatin solution are produced by 
addition of muscle poisons such as veratrine, strophanthin, digit- 
alin, quinine, caffeine, nicotine, and novocaine, but not by poisons 
(morphine, codeine, atropine, acetylcholine) which have no typical 
action on muscle. Where the physiological actions of the poisons 
are similar, as, for example, in the cases of strophanthin and digit- 
alin, the influence on the viscosity is also similar; in other cases 
it is dissimilar. The physiological antagonism between veratrine 
and novocaine and veratrine and atropine is paralleled by an an- 
tagonistic influence on the viscosity of gelatin solutions; the 
mechanism of the antagonism is, however, different in the two 
cases. It is concluded that the action of muscle poisons is due to 
the changes which they produce in the colloids of the a 

E. 8S. 


Tension and Extensibility of Muscle during Contraction 
by Acids or Chemical Means. F. Vrerzir, J. BécEL, and W. 
SzAnvt (Biochem. Z., 1922, 132, 64—81). —The tension developed 
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in an acid solution of Py less than 3 is less than that in normal 
contraction of muscle, whilst aqueous solutions of chloroform, 
ethyl and methyl alcohols, glycerol, aniline, and ammonia produce 
considerable tension. The extensibility of muscle is increased by 
acid over that of normal muscle and the above-named reagents 
diminish it. The results support von Fiirth’s theory of muscle 
contraction. H. K. 


The Replaceability of Potassium by Uranium in Cross- 
striped Muscle. fF. VerzAr and W. SzAnyi (Biochem. Z., 1922, 
432, 53—63)—The sartorius muscle of the frog, immersed in 
sodium chloride solution, exhibits fibrillary movements which are 
inhibited by equimolecular quantities of potassium or uranium 
salts. The action is reversible in both cases, but only so in the 
case of uranium if long contact is avoided. Emanation is without 
action on the fibrillary movements. If the movements be in- 
hibited by potassium or uranium, then addition of the other restores 
the movements to some extent. H. K. 


The Materials Extracted from Muscles. XXI. The 
Organic Bases of the Flesh of Swine. I. A. SmoropINcEV 
(Z. physiol. Chem., 1922, 123, 116—129).—Using more than 2 kilos. 
of pig’s flesh, the following approximate figures are found for the 
content in organic bases: creatine, 0-228%; purines, 0-086% ; 
carnosine, 0-289% ; methylguanidine, 0-032% ; carnitine, 0-032%. 
As compared with other animals investigated, it is particularly 
rich in creatine and carnosine. W..0. Ee 


The Action of Digitalis, Calcium, and Barium on Strips 
of Heart Muscle (Léwe) and the Antagonistic Influence of 
Cocaine, Magnesium, and Potassium. Martin Brann (Arch. 
expt. Path. Pharm., 1922, 94, 222—234).—Contrary to Léwe’s 
statement, digitalin produces contractions in strips of ventricle 
free from ganglia, an action which is antagonised by cocaine and 
potassium chloride. Calcium chloride, which resembles digitalin 
in its action, is similarly antagonised by cocaine, magnesium 
chloride, and potassium chloride. The two last substances, but 
not cocaine, also antagonise the tonic action of barium chloride. 


E.S. 


Potassium-Calcium Equilibrium in Animal Systems. 
H. ZWAARDEMAKER (Biochem. Z., 1922, 132, 95—102).—A dis- 
cussion of this subject with reference to replacement of potassium 
by uranium and thorium in Ringer’s solution. H. K. 


Decarboxylation. K. Spiro (Arch. Néerland. physiol., 1922, 
7, 227—-233).—A general review of the place of decarboxylation in 
biochemical phenomena. W. O. K. 


The Non-protein Nitrogen in Goat’s Milk. Witt1uM 
Taytor (Biochem. J., 1922, 16, 611—612).—-There was found a 
correlation in a lactating goat between the output of nitrogen in 
the urine and the percentage of non-protein nitrogen in the milk. 
Both seem to be determined by the amount of protein in the food. 
8.8. Z. 
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The Excretion by the Gastric Mucous Membrane and the 
Salivary Glands of Alkaloids Administered Subcutaneously, 
Kari Jakos Huser (Arch. expt. Path. Pharm., 1922, 94, 327— 
351).—The literature on the excretion of alkaloids after adminis. 
tration to animals is reviewed. In experiments described, various 
alkaloids were injected subcutaneously in dogs. Atropine and 
eserine were excreted neither in the stomach nor in the saliva; 
arecoline was detected in the saliva, but not in the stomach; 
papaverine and veratrine, on the other hand, appeared in the 
stomach. E.S 


Permeability of the Intestine to Sucrose. PrzRRE WoRINGER 
(Compt. rend. Soc. Biol., 1922, 86, 1093—1095).—When either 
mono- or di-saccharides are ingested in quantities exceeding the 
assimilative capacity of the organism, the excess is eliminated 
through the urine. In this case the disaccharides must first undergo 
cleavage into two monosaccharide molecules. The disaccharide, 
however, also appears in the urine as such and can be demonstrated 
by the change in the reducing power of the urine following acid 
hydrolysis. In this way the author shows that, both in dogs and 
in babies, a fixed amount of disaccharide (on the average 1-56%, 
and 1-58% respectively) appears in the urine and this is independent 
of the. actual amount of sucrose fed or the body weight of the 
organism. This is thought to demonstrate direct permeability of 
the intestinal mucosa to sucrose. CHEMICAL ABSTRACTS. 


Application of the Methods of Correlation to the Study of 
the Urine. Cuaries PoweLtt Wurire (Lancet, 1922, [I], 202, 
369—371).—An attempt to determine the manner in which the 
various radicles in urine are associated in solution by an examin- 
ation of the correlation coefficients derived from existing series of 
analyses of the urine of cancerous persons. As preliminary con- 
clusions evolved from this statistical inquiry, it is suggested that 
(a) sodium, potassium, and chlorine are excreted in association 
with the water and hence through the glomeruli; urea, uric acid, 
and sulphate are excreted independently of the water and therefore 
presumably through the tubules; phosphate, magnesium, and cal- 
cium may be excreted by both channels; (b) the association of 
urea with sulphuric and phosphoric acids demands further investi- 
gation; (c) uric acid may be excreted as calcium and potassium 
urates, but not as sodium urate; (d) potassium is excreted chiefly 
as chloride; (e) sodium is excreted as chloride, phosphate, and 
sulphate; (f) calcium and magnesium are excreted chiefly as 
chlorides, phosphates, and sulphates; (g) there are no indications 


of the excretion of alkali salts of ethereal sulphuric acids. 
A. A. E. 


The Relation between the True Reaction of the Urine and 
the Alveolar Tension of Carbon Dioxide. Gustay ENDRES 
(Biochem. Z., 1922, 132, 220—241).—Parallel observations have 
been made on the Py of the urine by a colorimetric method and 
the alveolar tension of carbon dioxide. After:a meal, both curves 
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show a similar tendency, the Py curve rising to a maximum after 
two or three hours and the alveolar tension of carbon dioxide 
rising to a maximum. The form of the curves also depends on 
the diet, flesh diet giving steeper curves than carbohydrate diet. 
It is very probable that the hydrochloric acid secretion of the 
stomach is largely responsible for these variations. Drugs, sleep, 
muscular activity, and bleeding have their effects traceable in the 
curves. H. K. 


Some New Observations on the Relation between the True 
Sugar Content of Urine and the Sugar Content of Blood. 
D. G. Conzmn Tervarrt (Arch. Néerland. physiol., 1922, 7, 352— 
354).—There does not seem to be any direct quantitative relation 
between the sugar content of the urine and that of the blood, 
following the consumption of quantities of dextrose. W.O.K. 


Organic Acids in Urine. R. Gorrron and F. NEpvEevx 
(Compt. rend. Soc. Biol., 1922, 86, 1132—1133; from Chem. Zentr., 
1922, iv, 409).—Using the method of Van Slyke and Palmer (A., 
1920, i, 459), the authors found in cases of acetonuria increase in 
total organic acids and in $-hydroxybutyric acid in the urine. 
Sufficient agreement was not obtained for these acids to be regarded 
as the sole factor in acetonuria. The organic acid content is inde- 
pendent of the acidity. Sodium hydrogen carbonate renders the 
urine alkaline without diminution in the organic acid content. 


G. W. R. 


Blood in Impaired Cell Respiration. Cause of Avian 
Beri-beri. ALFRED FLEIscH (Arch. expt. Path. Pharm., 1922, 
95, 17—35).—Pigeons suffering from avian beri-beri show a de- 
crease in the difference of the arterial and venous tensions of carbon 
dioxide, and also a similar decrease with regard to oxygen. A 
similar effect is found in pigeons suffering from cyanide poisoning. 
These results are taken to support Hess’s view that the essential 
change in avian beri-beri is a decrease in the rate of cell oxidations 
(cf. this vol., i, 399). W. O. K. 


Diabetes, ®-Hydroxybutyric Acid, and Lzvulose. A. 
Drserez, H. Brerry, and F. Ratuery (Compt. rend., 1922, 175, 
536—539).—Different sugars are not interchangeable in a diabetic 
ration; their molecular structures affect to a considerable extent 
the results of assimilation. The authors consider that it is necessary 
to deal with the specific results to be obtained from each sugar. 
The ingestion of levulose furnishes a remedy for certain irregularities 
of metabolism; in cases of diabetes, it provides a means of pre- 
venting or reducing the elimination of $-hydroxybutyric acid. 
When the carbohydrate tolerance of a diabetic patient has been 
determined, it is sufficient to administer levulose associated with 
phosphates and with vitamin-B to the ascertained limit. 

H. J. E. 

Examination of the Pentose in a New Case of Pentosuria. 
A. N. WrzeEsnevski (Biochem. Z., 1922, 132, 135—137).—The 
pentose excreted in a case of pentosuria in a female was identified 
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as r-arabinose, by means of its diphenylhydrazone and its phenyl. 
osazone. H. K 


The Chemical Nature of Toxins and Antitoxins. [, 
SaLKowskKI (Biochem. Z., 1922, 132, 84—88).—The author recalls 
some unpublished experiments made by himself in 1896 on the 
preparation of diphtheria antitoxin free from protein. The diph- 
theria antitoxin serum was saturated with sodium chloride, treated 
with two volumes of saturated sodium chloride solution, and tri- 
chloroacetic acid added so long as there was a precipitate. The 
protein precipitate carried the antitoxin down with it. The product 
is filtered off and triturated with water which dissolves the anti- 
toxin. The solution is free or practically so from protein. The 
same procedure has been employed by Blumenthal (Z. klin. Med., 
1896, 30) for the preparation of protein-free toxin from the spinal 
marrow of a case of tetanus. H. K. 


Influence of the Sodium-ion in the Production of Tetany. 
Freperick F. Tispaut (J. Biol. Chem., 1922, 54, 35—41).— 
Disodium phosphate, injected intravenously into four dogs, pro- 
duced a condition resembling active tetany in one case and an 
incipient tetany in the remainder; phosphoric acid, on the other 
hand, produced no marked effect. Analyses of the inorganic 
constituents of the blood indicate that the important factor in 
the production of tetany is a disturbance of the sodium-calcium 
ratio. In the case of gastric tetany, however, increase in the 
bicarbonate ion is apparently responsible. E. 8 


The Behaviour of Phenyl-lactic Acid in the Animal 
Organism. I. Y. Koraxe and Y. Mort (Z. physiol. Chem., 
1922, 122, 176—185).—After dl-phenyl-lactic acid has been ad- 
ministered to dogs, rabbits, or monkeys, their urine contains the 
d-acid, along with the inactive isomeride. With man, on the other 
hand, the /-acid is present in excess in the urine after administering 
dl-phenyl-lactic acid. W. O. K. 


The Behaviour of Phenyl-lactic Acid in the Animal 
Organism. II. Y. Mori (Z. physiol. Chem., 1922, 122, 186— 
190).—The resolution of phenyl-lactic acid by means of the 
strychnine salt is described, and the following rotations were 
found: d-phenyl-lactic acid, m. p. 124°, [a], +20°92°, 1-phenyl- 
lactic acid, m. p. 124°, [a], —19°86°. After d-phenyl-lactic acid 
is administered to man, phenylpyruvic acid is found in the urine 
along with unchanged material. If the J-acid be administered, 
smaller amounts of phenylpyruvic acid are found. With dogs, 
only very small amounts of phenylpyruvic acid are formed from 
either acid. W. O. K. 


The Behaviour of Phenylpyruvic Acid in the Animal 
Organism. Y. Koraxe and Y. Mort (Z. physiol. Chem., 1922, 
122, 191—194).—Both in men and in dogs, phenylpyruvic acid 
is.reduced to l-phenyl-lactic acid, this being found in the ye 

W. O. K. 
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The Behaviour of Phenylalanine in the Animal Organism. 
Y. Koraxe, Y. Masat, and Y. Mort (Z. physiol. Chem., 1922, 122, 
195—200).—After the administration of d/-phenylalanine to rabbits, 
phenylpyruvic acid, hydroxyphenylpyruvic acid, and /-hydroxy- 
phenyl-lactic acid, along with d-phenylalanine, are found in the 
urine. d-, l-, and dl-Phenylalanines can all be oxidised by the 
animal organism to phenylpyruvic acid. W. O. K. 


The Excretion of Hydroxyphenyl-lactic Acid after Ad- 
ministration of Tyrosine to Rabbits. Y. KorTaxkr and M. 
Oxacawa (Z. physiol. Chem., 1922, 122, 201—205).—Only very 
small quantities of hydroxyphenyl-lactic acid are found along with 
much larger amounts of hydroxyphenylpyruvic acid in the urine 
of rabbits after administration of /- or di-tyrosine. No evidence 
could be obtained that hydroxypheny]-lactic acid can be converted 
into hydroxyphenylpyruvic acid. W. oO. = 


The Asymmetrical Reduction of Ketonic Acids to the 
Corresponding Alcohols in Organs. Y. Mori and T. Kanal 
(Z. physiol. Chem., 1922, 122, 206—210).—Phenylpyruvic acid and 
hydroxyphenylpyruvic acid are reduced by the liver, kidney, and 
spleen to /-phenyl-lactic acid and /-hydroxyphenyl-lactic acid. 

We ks 


The Behaviour of Amino-acids in Vitally Stained Animals. 
Iand II. Y.Koraxg, Y. Masat, and Y. Mort (Z. physiol. Chem., 
1922, 122, 211—219, 220—224).—-If phenylalanine or tyrosine be 
administered to a rabbit which has been vitally stained by the 
injection of an alkaline carmine solution, there is less phenyl- 
pyruvic acid or hydroxyphenylpyruvic acid in the urine than in 
the absence of the staining. Vital staining, therefore, appears to 
inhibit the oxidative deamination of amino-acids. It also inhibits 
the oxidation of phenylalanine to tyrosine as shown by transfusion 
experiments on the liver after death. On the other hand, the 
production of acetoacetic acid from phenylalanine is not interfered 
with. W. O. K. 


Comparative Researches on the Production of Aceto- 
acetic Acid from d- and I[-Phenyl-lactic Acids and from d- 
and l-Hydroxyphenyl-lactic Acid in the Survivi Liver. 
Y. Mort (Z. physiol. Chem., 1922, 122, 225—229).—dl-Hydroxy- 
phenyl-lactic acid has been resolved through its morphine salt, 
and the following constants have been found: d-hydroxryphenyl- 
lactic acid, [a], +18°87°; 1-hydroxyphenyl-lactic acid, [x], —18°92°. 
On transfusion through the liver of a dog, both forms of phenyl- 
lactic acid give rise to small amounts of acetoacetic acid, the l-form 
being the more effective. J-Hydroxyphenyl-lactic acid likewise 
yielded a small amount of acetoacetic acid, the d-form, none at all. 

W. 


O. K. 


The Production of Urocanic Acid from Histidine in the 
Dog. Y. Koraxe and M. Konisui (Z. physiol. Chem., 1922, 
122, 230—236).—Urocanic acid can be isolated from the urine of 
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a.dog after the administration of histidine either by the mouth or 
by subcutaneous injection. No urocanic acid was found ae 
the administration of glyoxaline-lactic acid. W. O. K 


-The Deaminating of Tyrosine in the Animal O ism, 
Y. Koraxz, Z. Matsvoxa, and M. Oxacawa (Z. physiol. Chem., 
1922, 122, 166—175). —In the urine of a rabbit to which 1-tyrosine 
had been ‘administered, l-hydroxyphenyl-lactic acid and hydroxy. 
phenylpyruvic acid were found, and also a small amount of di. 
hydroxyphenyl-lactic acid ; whilst, after dl-tyrosine had been given, 
hydroxyphenylpyruvic acid, 1-pheny]- lactic acid, and d-tyrosine 
were found. Phenol is also ‘present. W. O. K, 


The Deamination of Amino-acids and the Reversible 
Transformations of the Products so arising in the Animal 
Organism. Y. Kotaxe (Z. physiol. Chem., 1922, 122, 241— 
244)—-A summary of the work of the author and his collaborators 
on this subject (cf. preceding abstracts). W. O. K. 


Formaldehyde in the Urine after Administration of Hexa- 
methylenetetramine. Kurt Voir (Arch. expt. Path. Pharm., 
1922, 95, 124—-128).—Formaldehyde may be detected in the urine 
after the administration of hexamethylenetetramine, but its presence 
has not been established in blood or other body fluids. W. O. K 


Physiological Researches on Vitamin-B and Water- 
soluble Biocatalysts. G. J:son Bioum, C. G. Santxsson, and 
H. von Ever (Arkiv Kem. Min. Geol., 1922, 8, No. 13, 1—27).— 
Various preparations from yeast and malt which accelerate the 
growth of yeast lower the blood-pressure if injected into rabbits, 
reduce the pulse-rate, and also affect the breathing. They are, 
however, only very slightly less active as biocatalysts after in- 
activation by heating, except in the case of particularly pure pre- 
parations where the difference is more marked. W. O. K. 


Chloroform in the Blood after Death. C. S. Gipson and 
P..P. Lamiaw (Guy’s Hospital Reports, 1922, July, 359—366).— 
Estimations of the chloroform in the heart blood of rabbits killed 
by an ‘overdose of chloroform show a larger amount a few days 
after death than at death, an increase apparently due principally 
to the passage of liquid from the vascular system after death. 

W. O. K. 


Chemistry of Vegetable Physiology and Agriculture. 


' The Mechanism of the Reversal in Reaction of a Medium 
which takes place during growth of Bacillus diphtherie. 
CHARLES GEORGE LEwis Wo LrF (Biochem. J., 1922, 16, 541—547).— 
The reversal of reaction from acidity to alkalinity i in carbohydrate- 
free media caused by the growth of Bacillus diphtheria is due 
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partly to the production of volatile acids. These acids are con- 
verted into carbonates when the medium becomes more alkaline. 
Organic acids such as malic and succinic acids are also utilised to 
produce carbonates. Formic acid is not formed as an intermediate 
product. 8. 8. Z. 


Decomposition of Citric Acid of Cow’s Milk by some 
Bacteria. Hernricu Kicxineer (Biochem. Z., 1922, 132, 
210—219).—The citric acid content of milk is unchanged when 
the milk is boiled or pasteurised, but falls off on long keeping. 
In fractionally sterilised milk, the citric acid content falls off during 
the first day but remains constant after the third sterilisation. 
This is not due to lactic acid forming bacteria but to peptonising 
bacteria (Bacillus subtilis, Proteus vulgaris). H. K. 


Influence of Radioactive Substances on Acetic Ferment- 
ation. LABORDE, JALOUSTRE, and M. Leutier (Bull. Soc. Chim. 
Biol., 1922, 4, 415—418).—The acetic fermentation of wine is at 
first accelerfted and later retarded by the addition of mesothorium 
in amounts not greater than that equivalent to one micro-gram of 
radium bromide per 100 c.c. Concentrations of thorium-X greater 
than this completely stop the fermentation. E. 8. 


Action of Ultra-violet Rays on Saccharomyces cerevisie. 
RoMo.Lo DE Fazi and REmMo DE Fazi (Giorn. Chim. Ind. Appl., 1922, 
4, 463—464).—The results previously obtained (A., 1916, i, 236) 


have been confirmed in a large scale experiment on a brewery 
wort. \e 8 -gome 


Activators of Fermentation. Ernst LinpBrre (Biochem. 
Z., 1922, 132, 110—134).—The accelerating influence of yeast 
water, yeast co-enzyme, and milk has been determined on washed 
and unwashed dried yeast; and also the influence of abietic acid, 
amyrin, and cholesterol. The former group accelerate the fer- 
mentation but the latter are without action. Pyruvic acid is 
fermented more rapidly than dextrose but lactic acid was practic- 
ally untouched. H. K. 


Behaviour of some Amino-acids towards Oxygenated 
Yeast. Fritz Lresen (Biochem. Z., 1922, 132, 180—187).— 
Unlike lactic acid, amino-acids are not quickly destroyed by 
oxygenation of their solution in presence of yeast-cells. H. K, 


Further Experiments on the Destruction of Lactic Acid 
by Yeast. Orro Firru and Frirz Lizsen (Biochem. Z., 1922, 
132, 165—179; cf. this vol., i, 502)—The disappearance of lactic 
acid observed on shaking yeast suspensions in a current of oxygen 
could not be attributed to the formation of simple derivatives such 
as acetaldehyde or B-hydroxybutyric acid, etc.; half of the carbon 
of the lost lactic acid does, however, appear as carbon dioxide, 
the other half possibly being utilised in the building up of tissue. 

H. K. 
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. The Chemical Composition and the Bouquet of Wines. 
Pumirre Matvezin (Ann. Chim. Analyt., 1922, 4, 298—301).— 
The fact of a substance being capable of exciting the sense of smell 
is attributable to the presence of certain chemical groups in its 
molecule, which by analogy to chromophores are termed osmo- 
phores. Thus the groups -CHO, -CN, and -NO, are osmophores 
which when attached to the benzene nucleus give rise to the odour 
of almonds. Similarly, the traces of ethers, esters, and other 
odorous substances which are slowly formed in wines on keeping 
exert a marked effect on the odour of the wine, and owing to the 
extreme sensitiveness of such organoleptic tests, it is possible to 
detect the presence of combinations of osmophores, as, for example, 
-CO- and —CH, in ethyl acetate, an important constituent of 
matured wines, when ordinary chemical tests would > 2 


The Influence of the Constitution of Nutritive Media on 
the Composition of Aspergillus niger. Emi. F, Terrorne, 
R. WurmserR, and J. MontanE (Compt. rend., 1922,°175, 541— 
544).—The nitrogen content of Aspergillus niger decreases during 
the course of development, does not vary with concentration of 
nitrogenous food, and decreases considerably in media rich in 
sugar with the exception of young cultures which increase in 
nitrogen content with increasing concentration of available carbo- 
hydrate. The substitution of urea or sodium nitrate for ammonium 
sulphate in the nutritive medium scarcely modifies the quantity, 

. that of peptone or guanidine considerably lowers it, whilst changes 
in the sugar exert little influence except for the lower values ob- 
tained in presence of galactose. When nitrogen is absent from the 
culture medium, the nitrogen content is considerably lower. 

H. J. E. 


Fermentation of Pentoses by Moulds. W. H. PErTERson, 
EK. B. Frep, and E. G. Scumipt (J. Biol. Chem., 1922, 54, 19— 
34).—Out of twenty-five species of moulds investigated, sixteen 
were found rapidly to ferment both xylose and arabinose; the 
destruction of the pentoses was, however, somewhat less rapid 
than that of dextrose. Aspergillus niger and other species of 
Aspergillus were especially active in fermenting the pentoses; 
Penicillium glaucum was also active, but with other Penicillia 
the fermentation proceeded slowly. In agreement with results 
obtained by others, it was found that more than 90% of the carbon 
of the pentose consumed could be accounted for as carbon dioxide 
and mycelium. No volatile acid or alcohol was produced, but a 
small quantity of a non-volatile acid appeared toe be formed. 


E. 8. 


Urea and Urease in Fungi. A. Goris and P. Costy (Compt. 
rend., 1922, 175, 539—541; cf. Goris and Mascré, A., 1909, ii, 175). 
—The results of a considerable number of experiments show that 
urease is present in almost all the higher fungi. In those species 
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in which the ferment is absent or is present only in very small 


quantity, urea is found in variable percentage in the mycelium. 
H. J. E. 


The Relation between the Colloidal State and the Physio- 
logical Functions of Protoplasm. Rrenf& WurMseER and 
RayMoND Jacquot (Compt. rend., 1922, 175, 782—784).—Sea- 
weed, when heated for two minutes in sea-water. undergoes a 
greater reduction in its assimilative than in its respiratory function, 
the excess of disengaged oxygen over absorbed oxygen decreasing 
and eventually being reversed with rise of temperature. The 
respiration effect was also determined in darkness, thus excluding 
assimilation, and was found to be small in comparison with the 
latter, although its rate of diminution with rise of temperature is 
considerably less. H. J. E. 


The Effect of the Reaction of a Nutritive Solution on Ger- 
mination and the First Stages of Plant Growth. Ravpx M. 
Hixon (Medd. K. Vetenskapsakad. Nobel-Inst., 1922, 4, No. 9, 
1—28).—To study the effect of hydrogen-ion concentration on 
the germination of seeds and the early growth of plants, experi- 
ments were made with peas, cereals, and carrots. The nutritive 
solution used was Tollen’s solution, of which the Py, was varied 
as required by the addition of hydrochloric acid or sodium hydr- 
oxide; other experiments were made with tap water and with 
sterilised agar. Germination took place over the wide range of 
Py 4 to 7°6 with only slight variation at the two extremes, but 
in the middle part of the range there was a point where the rate 
of germination was a minimum. This point was at P, 5-0 for peas, 
P, 6:0 for maize, wheat, and oats, and P, 5°5 for carrots. On 
the other hand, the root growth of carrots was a maximum at 
this critical point at the end of the tenth day. The author is 
inclined to interpret the critical point as that of greatest efficiency 
and the point of normal growth. It is difficult, however, to define 
a standard for normal growth. There is always a tendency, when 
a plant is growing in a solution with a P, value lying towards 
one extreme, for the plant to modify this value towards one lying 
between P,, 5°0 and 6°8. These and other observations by different 
authors indicate an ionic equilibrium between the roots of the 
plant and the salts of the solution. The greater rate of germination 
of seeds in solutions with P,, values lying on either side of the critical 
value may be due to the stimulating effect, in small concentrations, 
of the two toxic ions H+ and OH-. E. H. R. 


Some Relations of Arsenic to Plant Growth. I. Joun 
Stewart (Soil Sci., 1922, 144, 111—118).—The solubility of lead 
arsenate in solutions of salts, comparable to those existing in the 
soil solution was determined. In water, the solubility was. three 
parts per million. This figure was scarcely affected by the presence 
of neutral sulphates and nitrates but was markedly increased by 
acid salts and salts hydrolysing in solution to give an alkaline 
reaction. The solubility of lead arsenate in soil is roughly pro- 
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portional to the amount of soluble salts in the soil, with the exception 
of alkali soils where the figure is lower than would be expected. 
The presence of carbonate, hydrogen carbonate, and potassium 
ions appears in most cases to facilitate the solution of me fone. 


Some Relations of Arsenic to Plant Growth. II. Jonn 
Stewart and Epwin §. Smrru (Soil Sci., 1922, 144, 119—126).— 
Crops were grown in soil to which varying amounts of disodium 
arsenate were added. Distinct evidence of stimulation in low 
concentrations was observed, although no decisive information 
could be obtained from the dry weights of crops obtained. Higher 
concentrations of arsenate proved injurious. It is suggested that 
the accumulation in the soil of arsenates from sprays may be 
beneficial, since the solubility of lead arsenate in the soil solution 
is sufficiently small to prevent the concentration of arsenic reaching 
the toxic dose. A. G. P. 


Hippuric Acid and Urea as Nutrient Materials for Plants. 
Tu. Boxorny (Biochem. Z., 1922, 132, 197—209).—In higher 
strengths than 0°09%, hippuric acid is toxic to plant-cells, urea at 
1% being harmless. H. K 


The Influence of Sucrose on the Greening of Etiolated 
Cotyledons at Various Stages of Germination. (FRL.) S$. 
Mansky (Biochem. Z., 1922, 132, 18—25).—The etiolated embryos 
or shoots of the pumpkin were grown in the dark and then exposed 
to sucrose solutions of different strengths and at different periods 
of growth, in sunlight. There is a minimum concentration of 
sucrose which favours chlorophyll formation, an optimum and a 
maximum concentration, and each of these depends on the age 
of the embryo. 


What Becomes of Carbohydrates when the Leaves of Trees 
Die? Raovut Compus and (MLLE) Denisz Kouter (Compt. rend., 
1922, 175, 590—592).—When the leaves turn yellow and die on 
the trees the amount of soluble carbohydrates decreases by about 
one-half during the change. Leaves which have been plucked and 
subsequently undergo the change of colour also diminish in carbo- 
hydrate content, but only by one-third. In both cases the insoluble 
easily hydrolysed carbohydrates increase in quantity; this is due 
to a transformation of the less easily hydrolysed polysaccharides 
into those more easily hydrolysed. These conclusions are drawn 
from a study of the leaves of Fagus sylvatica and @sculus hippo- 
castanum, both of which species give analogous results, H. J. E. 


Changes which Occur in the Pectic Constituents of Stored 
Fruit. Marsoriz Hargiorre Carrt (Biochem. J., 1922, 16, 
704—712).—Pectin reaches a maximum during the process of ripen- 
ing and then gradually falls as the fruit (apple) becomes over-ripe. 
The date of picking of the fruit has no effect on the development 
of the pectin in either cold or ordinary store. Protopectin—the 
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precursor of soluble pectin—can be estimated by hydrolysing the 
residue with N/20-hydrochloric acid after the soluble pectin has 
been extracted and utilising the calcium pectate method. Pre- 
liminary work suggests the existence of a definite relationship 
between the quantities of soluble pectin and protopectin con- 
stituents and that the production of soluble pectin is due to enzyme 
action. There is a possibility of the existence of a third soluble 
pectin. 8. 8. Z. 


Chemical Constituents of Green Plants. XXI. The Non- 
existence of Crassulacee Malic Acid. Hartwic Franzen and 
RupotF OstertaG (Z. physiol. Chem., 1922, 122, 263—297).—It 
appears that the third optically active form of malic acid, said to 
exist in Bryophyllum, Crassula arborescens, Echeveria secunda glauca, 
and other plants, does not really exist. A review of the literature 
suggests that it is really an impure form of ordinary malic acid, 
and an investigation on the acids of Echeveria has shown that the 
impurity which has been responsible for the erroneous conclusion 
is a bimolecular anhydride of malic acid, 

CO,H-CH,CH<600 >CH-CH,-CO,H. 
The presence of this has been shown by using the ester-hydrazide 
method previously employed. Besides this anhydride, and much 
malic acid, the presence of traces of succinic acid and possibly of 
citric acid has been demonstrated by the same method. W. O. K. 


Carrageen (Chondrus crispus). III. The Constitution of 
the Cell-wall. Barsara Russetit-WeEtts (Biochem. J., 1922, 
16, 578—586).—The chemistry of the hot and cold extracts of 
carrageen as prepared by Haas and Hill and by Haas (A., 1921, i, 
839) was studied. Both extracts contain pentose radicles and 
calcium and ammonium ethereal sulphates. The ash also contains 
calcium, magnesium, sodium, potassium, and traces of iron. Pectic 
radicles are absent from both extracts. The cold extract contains a 
dialysable organic substance. On oxidation the cold and hot 
extracts yield mucic, oxalic, and tartaric acids—more mucic but 
less oxalic acid is derived from the cold than from the hot extract. 
The extracted residue of carrageen contains cellulose. There are 
indications that Ceramium rubrum also contains ethereal e+e 

8. 8. Z. 


Botanico-chemical Notes. Epmunp O. von Lippmann (Ber., 
1922, 55, [B], 3038—3041).—During an exceptionally warm summer 
drops of nectar fell from the garden foxglove which solidified 
readily and contained large quantities of sucrose. 

Trehalose has been isolated from a sample of wild oats grown 
near Kissingen. 

An exudation from the stems of a quince tree which had been 
damaged by smoke and was nearly dead consisted of a viscous, 
white gum which was very rapidly and almost completely hydro. 
lysed by dilute acid with production of r-galactose, — 
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Malic, citric, tartaric, and succinic acid have been isolated from 
the berries of the mountain ash; the nature and relative amounts 
of the acids appear to depend on the variety of berry and the 
degree of ripeness. H.W. 


The Relation between Anthocyanin and Oxydases. Marcu. 
MIRANDE (Compt. rend., 1922, 175, 595—597).—The development 
of colouring matter in scales from bulbs of Lilium candidum and 
L. martagon on exposure to light depends on an oxidising action. 
The presence of an oxydase in the scale is shown, but it is confined 
to that portion in which the anthocyanin is formed or which is 
capable of formation of anthocyanin. H. J. E. 


The Relation between Tissue-acidity and the Presence of 
Anthocyanin in the Scales of Lily Bulbs exposed to Light. 
Marcet MiranpdE (Compt. rend., 1922, 175, 711—713; cf. this 
vol., i, 1100, and preceding abstract).—Scales from bulbs of Lilium 
candidum and L. martagon when detached and exposed to light 
undergo an increase in acid content which is due partly to the 
fracture and partly to the acidification which is correlated with 
pigmentation.. The author has shown that an oxydase is present 
but that its distribution is limited to those cells in which the 
pigment is formed, whilst acidification occurs at all points. If 
the oxydase is a factor in the acidification which accompanies 
pigmentation, this is clearly differentiated from the general develop- 
ment of acid; if not, its only function appears to be the part played 
in anthocyanin development. The conclusion is drawn that this 
work confirms the author’s statement that oxidation is a factor in 
anthocyanin synthesis. H. J. E. 


The Transformation of a Chromogen of Yellow Flowers of 
Medicago falcata under the Action of an Oxydase. Sr. 
JONESCO (Compt. rend., 1922, 175, 592—595).—An alcoholic extract 
of the yellow flowers of /. falcata gave a clear liquid of an intense 
yellow colour, and a series of tests showed that the pigment was 
of the flavone type. Reduction of the pigment by nascent hydrogen 
gave a colourless solution, but the action of the oxydase obtained 
from Russula delica resulted in the production of a substance of 
the same colour as the violet flowers of M. falcata, which responded 
to tests in a manner characteristic of anthocyanins. Similar results 
are obtained by oxidation of the yellow pigment with hydrogen 
peroxide and the author concludes that oxidation of the chromogen 


leads to its transformation into an anthocyanin pigment. 
H. J. E. 


The Phytosterols of Ragweed Pollen. Freprrick W. HryL 
(J. Amer. Chem. Soc., 1922, 44, 2283—2286).—From the unsaponi- 
fiable fraction of the ether extract of the pollen of ragweed, Ambrosia 
artemisifolia, L., the author has isolated a new phytosterol, 
ambrosterol, Coy5H,,0, m. p. 147—149°, giving an acetate, m. p. 112— 
113°. In addition, this fraction contains a phytosterol, C,,H,,0, 
m, p. 147-5—148°, and considerable amounts of a more highly 
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oxygenated substance, probably an oxyphytosterol. Appreciable 
quantities of the higher homologues of the methyl alcohol series, 
of which cetyl and octadecyl alcohols were identified, and traces 
of a hydrocarbon were also found. W. G. 


The Presence of Aucubin and Sucrose in Seeds of Rhin- 
anthus Crista-Galli, L. Marc Bripe~ and (MLLE) Marig 
BRAECKE (Compt. rend., 1922, 175, 532—534; cf. A., 1921, i, 
840)—Aucubin and sucrose were obtained in pure crystalline 
condition from the seed. H. J. E. 


Nitrogenous Metabolism of Higher Plants. III. The 
Effect of Low-temperature Drying on the Distribution of 
Nitrogen in the Leaves of the Runner Bean. ALBERT CHARLES 
CHIBNALL (Biochem. J., 1922, 16, 599—607).—On drying the leaves 
of the runner bean at a low temperature, some of the protein is 
autolysed with the production of water-soluble nitrogenous products 
which chiefly consist of ammonium salts, asparagine, and amino- 
acids. The reduced protein is, however, not appreciably changed 
in character. The dried leaves contain enzymes which are activated 
by water. The presence is indicated of an asparaginase which is 
activated by the addition of water and under the specified con- 
ditions manifested marked synthetic activity. 8. 8. Z. 


Nitrogenous Metabolism of the Higher Plants. IV. Dis- 
tribution of Nitrogen in the Dead Leaves of the Runner Bean. 
ALBERT CHARLES CHIBNALL (Biochem. J., 1922, 16, 608—610).— 
For comparison with the seasonal variations previously described 
(this vol., i, 908), the nitrogen content of, and its distribution in, 
the dead leaf of the runner bean killed by a frost in the twenty- 
fourth week of its life is given. 8. 8. Z. 


Application of Bourquelot’s Biochemical Method to the 
Investigation of Sugars and Glucosides in some of the 
Scrophulariacew. (MLLE) Marie Brarcxe (Bull. Soc. Chim. 
Biol., 1922, 4, 407—414; cf. A., 1915, i, 631).—Nine plants were 
investigated and all were found to contain sugars hydrolysable 
by invertase and a glucoside hydrolysable by emulsin. In the 
cases of Pentstemon hybridus, Collinsia bicolor, Benth., Pentstemon 
barbatus, Roth., and Freylinia cestoides, Colla, the glucoside appears 
to be identical with aucubin (cf. this vol., i, 209), although in the 
three last plants other principles decomposable by emulsin are 
probably also present. E. 8. 


The Presence of the Glucoside of an Essential Oil in the 
Leafy Stems and Roots of Sedum telephium, Linn. Marc 
BrIpEL (J. Pharm. Chim., 1922, [vii], 26, 289—-298).—Bourquelot’s 
biochemical method reveals the presence in the leafy stems and 
roots of Sedum telephium, a glabrous plant growing in the Vosges 
and elsewhere in France, a glucosidal principle giving on hydrolysis 
by emulsin an aromatic substance having an odour of roses. So 
far the glucoside has only been obtained in an amorphous con- 
dition. It is soluble in water, alcohol, acetone, or chloroform. 
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Its aqueous solution reduces Fehling’s solution, 1 gram being 


equivalent to 0-103 gram of dextrose. It has [x], —28-57°. On 
hydrolysis with sulphuric acid, an aromatic substance having an 
odour’ reminiscent of eucalyptol or terpineol is produced. The 
different substances produced by the action of emulsin and sulphuric 
acid, respectively, might indicate that the fermentation product is 
a substance related to geraniol, which, as is known, gives terpene 
derivatives by the action of sulphuric acid. The reducing sugar 
was identified as dextrose. G. F. M. 


Carbon Monoxide in Tobacco Smoke. Henry E. Arm. 
sTRONG and E. V. Evans (Brit. Med. J., 1922, (I), 992—993).— 
Hydrogen sulphide and carbon monoxide are present in tobacco 
smoke in minute amounts. The carbon monoxide was estimated 
in a Bone and Wheeler apparatus, or by Gautier’s method, and 
found to vary with the rate of smoking, being the greater the 
more rapidly air is artificially drawn through the glowing tobacco, 
the length and temperature of the glowing portion being thereby 
increased. Cigarettes, smoked normally, yield a smoke containing 
0-6—0-88% of carbon monoxide, pipes from 0-7—1-14%, and 
cigars from 6—8°% (when smoked quickly). As regards cigars, 
the results are little affected by make or quality, closeness of 
packing and rate of smoking being the determining factors. 

A. A. E. 


Differences Effected in the Protein Content of Grain by 
Applications of Nitrogen made at Different Growing Periods 
of the Plant. W. F. Gericke (Soil Sci., 1922, 14, 103—-109).— 
Pot cultures of various cereals were fertilised with sodium nitrate 
periodically during the first three to four months after sowing. 
In general, the later the application of nitrogen was made the 
higher became the protein content of the matured grain. The 
relative variations of protein content produced, depended on the 
length of the normal growing period of the plant. Thus no differ- 
ences were produced by fertilisation during the dormant periods 
of growth of winter wheat and, to a lesser extent, of rye. The 
hardness of the wheat grains followed the increased protein content ; 
from a soft seed wheat the whole range from a typically soft to 
a typically hard grain could be produced according to the period 
at which nitrates were added. The size of the grains varied but 
little. AG. P. 


Biochemistry of Phosphorus. F. Rogozinski (Bull. Acad. 
Sci. Cracovie, 1915; [B], No. 5,87—98).—In the milling by-products 
of the cereals, 16—35°% of the phosphate. is present in an insoluble 
form, whilst in the residues from oil-bearing seeds the corresponding 
figure is 50—82°. Most of the soluble phosphate of the maize 
kernel, including all the phytin phosphate, is present in the germ. 
In the case of sprouted malt, the inorganic phosphate is found -to 
increase at the expense of the phosphorus in the proteins and the 
phytin. The phytin phosphate appears to be stored in the outer 
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rtion of the wheat kernel. Rye bran is comparatively poor in 
phytin phosphate but rich in inorganic phosphate. For the pre- 
paration of phytic acid, wheat bran, rice fodder, and rape press 
cake are the only considerable sources. Coconut press cake has a 
high content of phytin, and a low content of phosphate, whilst 
the reverse is true for palm nut press cake. It was observed in 
the case of the wheat kernel that all the inorganic phosphate is 
soluble in water, and is present as potassium phosphate. This 
appears to be the case also in other seeds. CHEMICAL ABSTRACTS. 


Absorption (by Soil) of Ammonium Ions from Solutions 
of Ammonium Salts and the Effect of Electrolytes thereon. 
B. AaRnio (Z. Pflanz. Diing., 1922, [A], 1, 320—325).—The 
absorption by soil of ammonium ions from solutions varies accord- 
ing to the ammonium salt used for the experiment, being approx- 
imately the same for ammonium chloride and ammonium sulphate, 
but greater for ammonium hydrogen phosphate. The effect of the 
addition of electrolytes on absorption from ammonium sulphate 
and ammonium hydrogen phosphate solutions was also studied. 
In most cases, absorption is decreased; hydroxyl ions, however, 
cause increase in absorption. It is held that absorption is influenced 
according to the effect of the substances present on the degree of 
dispersion of the absorbent. Electrolytes which flocculate soil 
decrease absorption, whilst, where a dispersing effect is exerted, 
absorption is increased. Soil consists both of positively and 
negatively charged particles and anions are absorbed to some 
extent as well as kations. G. W. R. 


Some Investigations on the Electrical Method of Soil 
Moisture Estimation. THomas Dricuton (J. Agric. Sci., 1922, 
12, 207—-230).—The method examined consists of measuring the 
resistance between carbon electrodes pressed into the soil to a 
measured depth. 

It is shown that the resistance measured is the mean resistance 
of a volume of soil rather larger than a sphere of which the 
two electrodes are the poles. The limitations of the method are 
discussed, and a mathematical investigation of the path of the 
current in the soil agrees well with experimental data. 

From a consideration of a number of moisture—resistance curves, 
it is concluded that with moisture contents greater than 10%, 
the resistance varies inversely with the square of the moisture 
content. With less than 10% of moisture, one or more irregularities 
appear in the curves, depending, it would seem, on the physical 
conditions of the soil colloids. The possibility of determining, by 
this method, the depth of water tables in arid lands is indicated. 

A. G. P. 


Origin of Soil Colloids. Nrm E. Gorpon (Science, 1922, 
55, 676—677).—The author disagrees with Whitney’s theory (this 
vol., i, 708) regarding the mode of formation of soil colloids, pre- 
ferring to regard the process as being based largely on chemical 
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reactions, Many soil particles are hydrated silicates containing 
varying amounts of aluminium, iron, silicon, sodium, potassium, 
calcium, magnesium, and other elements in smaller quantities; 
they are surrounded by an aqueous film, the salts in the outer 
layer being subjected to constant hydrolysis, The hydrolytic 
Sega of the soluble compounds are partly dissolved by the 
, and partly adsorbed by the insoluble products of the iron and 
aluminium salts which form a gel casing. Percolating rain-water 
removes part of the soluble salts, thus destroying the salt equilibrium 
between the water film and the gel, and releasing some of the soluble 
adsorbed salt to the water film, with eventual peptisation of the 
gel. The latter, in the course of percolation, may again be coagu- 
lated, whilst the soil particle is again exposed to hydrolytic action. | 
There is experimental support for this view of the origin of suil | 
colloids. A. A. E. 


Absorption of Water by Soil Colloids. W. O. Rosrnson | 
(J. Physical Chem., 1922, 26, 647—653).—Samples of colloidal | 
matter extracted from thirty-four soils, which differed in texture, 
origin, mode of formation and chemical composition, showed a 
relatively constant absorption of water. The soils examined 
included loam, clay loam, silt loam, sandy loam soils, and subsoils. 
The extreme absorptions were 0-240 gram and 0-348 gram of water 
per gram of colloid and the mean value was 0-298. It is suggested 
that the colloidal matter in a soil might be fairly closely estimated 
by determining under certain conditions the water absorption of 
the soil and dividing the result by the average factor ic ‘ 

J. FS. 


Occurrence of Sulphate Reduction in the Deeper Layers 
of the Earth. C. A. H. von Worzocen Kttur (Proc. K. Acad. 
Wetensch. Amsterdam, 1922, 25, 188—198).—A number of samples 
of soil (peat, clay, and sand) taken from nine new wells in the 
Amsterdam district have been examined for the presence of the 
sulphate reducing organism Microspira desulfuricans by placing 
small portions in a solution containing 100 tap-water, 0-5 sodium 
lactate, 0-1 aspargine, 0-5 hydrated magnesium sulphate, and 0-001 
hydrated ferrous sulphate at 25°. In every case, after two to twenty 
days the reduction of the sulphate was evident by the formation 
of ferrous sulphide. Consequently the grey colour of the sand 
and the blue to bluish-black colour of the clay point to the sulphate 
reduction occurring at depths from 10 metres to 34-50 metres. 
The bacteria have been isolated and counted and shown to be 
facultative anerobic organisms. The transformation of sulphate 
into ferrous sulphide by Microspira desulfuricans explains the partial 
or total absence of sulphuric acid from deep dune water. J. F.S. 
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